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GIVING THK 


NOMENCLATURE AND SYSTEM OF NOTATION 

ADOPTED IN THE ABSTRACTS. 


She object of the abstracts of chemical papers published elsewhere 
la in the Transactions of the Society is to furnish the Eel Iowa with 
Imcise account of the process of chemical science from month to 
ijth. It must be understood that as the abstracts are prepared 
jr.'the information of the Fellows in general, they cannot possibly be 
|e so full or so detailed as to obviate on the part of those who are 
iaged on special investigations the necessity of consulting the 
final memoirs. 

I. Titles of papers must be given literally. 

Before beginning to write the abst ract, the whole of the origins!' 
must be read, in order that a judgment may be formed of its 
bortance and of the scale on which the abstract should be made, 
jj. In the case of papers dealing with subjects not strictly chemical, 

| abstract should refer only to matters of chemical interest in the 
final. 

I. The abstract should consist mainly of the expression, in the 
praetor’s own words, of the substance of the paper. 

K. The abstract should be made as short as is consistent with a 
|r and accurate statement of the author’s results. 

$. A concise statement showing the general trend of the investigation 
Suld be given at the commencement of those abstracts where the 
fure of the original permits of it. 

If an abstract of a paper on the same subject, either by the 
jbhor of the paper abstracted, or by some other author, has already 
peared, note should, as a rule, be made of this fact. 

8. Matter which has appeared once in the Abstracts is not to be 
stracted again, a reference being given to the volume in which the 
street may be found. 

9. As a rule, details of methods of preparation or analysis, or 
nerally speaking of work, are to be omitted, unless such details aie 
lential to the understanding of the results, or have some inde- 
hdent value. Further, comparatively unimportant compounds, such 
the inorganic salts of organic bases or acids, should be mentioned 
ite shortly. On the other hand, data such as melting and boiling 
ints, sp« gr., specific rotation, &c., must be given in every case unless 
forded in earlier papers. 

: cxxii. ii. 58 



Nomenclature, 

10. Employ names such as sodium chloride, potassium sulphate for 
inorganic compounds, and use the terminals ous and ic only in dis- 
tinguishing compounds of different orders derived from the same 
elementary radicle > such, for instance, as mercurous and mercuric 
chlorides, sulphurous and sulphuric acids. 

11. Term compounds of metallic radicles 'with the OH-group 
hydroxides and not hydrates, the name hydrate -being reserved for com- 
pounds supposed to contain water of combination or crystallisation. 

12. Term. salts containing an amount of metal equivalent to the 
displaceable hydrogen of the acid, viormal and nob neutral salts, and 
assign names such as sodium hydrogen sulphate, disodium hydrogen 
phosphate, &c., to the acid salts. Basic (salts as a rule are best desig- 
nated merely by their formulae. 

13. Names in common use for oxides should be employed, for 
example : NO, nitric oxide ; CO^ carbon dioxide ; P 4 O 10 , phosphoric 
oxide ; As 4 0 6 , arsenious oxide ; Fe 2 0 3 , ferric oxide. 

14. In open chain compounds, Greek letters must be used to indicate 
the position of a substituent, the letter a being assigned to the first 

^arbon atom in the formula, except in the case of CN and C0 2 H, 
ft>r example, CII 3 *CH 2 ‘CH 2 *CH 2 I a-iodobutane, CH 3 *CII 2 *CII 2 *ON 
a-cyanopropane. 

15. Isomeric open chain compounds are most conveniently repre- 
sented as substitution derivatives of the longest carbon chain in the 
formula \ for example, 

CH -CH 8 ^ H ‘ CH< N3H 8 or CH S - CH 2 - CHMe-CHMe CII, 
should be termed /fy-dimethylpentane not methyletbyhaopropy)- 
methane, and ^>CH-CH<^q 3 h or CH 3 -CHM9-CHMe-C0 2 H 

should be termed aj8-dimethylbutyric acid, not a/?/i-trimethylpropiouic, 
or a-me t hy Its o valeric, or methylisopropyhuetic acid. 

16. Use names such as methane, ethane, Ac., for the normal 
paraffins or hydrocarbons of the C n H 2n+2 series of the form 
CH 3 *[CH 2 ] 5 *CH 3 , <fcc. Term the hydrocarbons C 2 H 4 and C 2 H 2 ethylene 
and acetylene respectively (not ethene and ethine). Homologues of 
the ethylene series are to be indicated by the suffix -ene, and those of 
the acetylene series, wherever possible, by Anene. Adopt the name 
allene for the hydrocarbon CHgiCICHg. 

17. Distinguish all hydroxyl derivatives of hydrocarbons by names 
ending in ol. Alcohols should be spoken of as mono-, di-, tri-, or 
n-hydrie, according to the number of OH-groups. Compounds which 
are not alcohols, but for which names ending in ol have been used, 
are to be represented by names ending in ok, if a systematic name 
cannot be given, thus anisole not anisol, indole not indol. Compounds 
such as MeONa, Et.ONa, <fec., should be termed sodium methoxide, 
sodium etfioxide, <kc. 

18. The radicles indicated in the naipo of a compound are to be 
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given in the order fluoro-, chloro-, broino-, iodo-, nitro-, nitroso-, 
amino-, imino-, cyano-, thioeyano-, hydroxy-, keto*. 

19. Coihpouiids analogous to the acids of the lactic series containing 

the OH-group should be termed -derivatives, and not oxy-deriva- 

tives ; for example, hydroxyacetie and not oxyacetic acid. Compounds 
containing the analogous groups OEt, OPh, OAc, (fee,, should in like 
manner be termed ethosy-, phenoxy-, acetoxy- derivatives. Thus 
a-ethoxy propionic acid, OEt'OIIMe'COjH, instead of ethyl lactic acid; 

3 :4-diethoxybenzoic acid, (0Et) 2 C B H 3 *C0 2 II, instead of diethylproto- 
catechuic acid ; and o-at etoxy propionic arid, OAc^CHMe'COjH, instead 
of acetyl-lactic acid. Terms such as diethylprotocatechuic acid should 
be understood to mean a compound formed by the displacement of 
hydrogen atoms in the hydrocarbon radicle of protocatechuic acid by 
ethyl, thus, C 0 IIEt 2 (OH) 2 *CO 2 H, and not C 6 H 3 (0Et) 2 *C0 2 H, just as 
dibromoprotocatechuic acid is understood to be the name of a compound 
of the formula C 8 HBr 2 (0H) 2 -C0 2 H. 

20. The term ether should be restricted to the oxides of hydro- 
carbon radicles and their derivatives, and the esters (so-called com- 
pound ethers or ethereal salts) should be represented by names similar 
to those given to metallic salts. 

21. When a substituent is one of the groups NH a , NHR, NR 2 , NHor 
NR, its name should end in ino ; for example, /2-amino propionic acid,' 
NII 2 -CH 2 -CH 2 -C0 2 H, /2-anilino acrylic acid, NHPh-CH:CH-00 2 H, 
a-iminopro picnic acid, NHICMe*C0. 2 IL 

22. Compounds of the radicle S0 3 H should, whenever possible, be 
termed sulphonic acids, or failing this, sulpho-compounds ; for example, 
benzenesulphonic acid, sulphobenzoic acid. 

23. Basic substances should invariably be indicated by names 
ending in int, as aniline instead of anilin, the termination in being 
restricted to certain neutral compounds, viz., glycerides, glucosides, 
bitter principles, and proteins, such as palmitin, amygdalin, albumin. 
The compounds of basic substances with hydrogen chloride, bromide 
or iodide should always receive names ending in ide and not ate, as 
morphine hydrochloride and not morphine hydrochlorate. 

24. The Collective Index, 4th decade (1903-1912) should be adopted 
as the standard of reference on questions of nomenclature not provided 
for in the preceding sections. 


Notation. 

:5. In empirical formulae the elements are to be given in the 
order C, H, 0, N,01, Br, I, F, S, P, and the remainder alphabetically. 

26. Equations should be omitted unless essential to the under- 
standing of the results ; as a rule, they should not be written on a 
separate line, but should “run on” with the text. 

27. To economise space, it is desirable : 

(a) That dots should be used instead of ' Joshes in connecting 
contiguous symbols or radicles, whenever this does 
not interfere with the clearness of the formula. 
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(b) That formulae should be shortened by the judicioi 

employment of the symbols Me for CH S , Et fi 
G 2 H 5 , Pi- for CH 2 -CH 2 -CH 3 , Pi* for CH(CH 8 ) 2 , 1 
for C 6 H 5 , Py for C R H 4 N, Ac for CO*CH 3 , and Bz f< 

coc 6 h, t 

(c) That formulae should be written in one line whenev< 

this can be done without obscuring their moaning, 
28. In representing the constitution of benzene derivatives, tl 
relative positions of the radicles in the symbol of benzene should l 
indicated by numerals, instead of by means of the hexagon formula. 

(a) The abbreviations o-, m and p- f should be used in plac 

of 1 : 2- or ortho-, 1 : 3- or meta-, and 1 : 4- or para. 

(b) In numbering positions in the case of substitution deriva 

tives of phenol, aniline, benzonitrile, benzoic acia 
ben zenesul phonic acid, benzaldehyde, and toluem 
the characteristic radicle of each of these pare ' 
substances is to be regarded as in position 1 (compa 
Collective Index). 

(c) Names of substitution derivatives should be given 

such a way (hat the position of the substituent 
indicated by a numeral prefixed ; for example : — 

SO s H 

Br is 2 : 5-dibromobenzenesulphonic acid ; 



Me 

/NnH, is 3 b rouio-o-toluidine-5 sul phonic acid. 

SOgH^Br 

29. In representing the constitution of derivatives of other "close 
chain ’ hydrocarbons, graphic formulae should not be employed, 1 
the system of numbering positions indicated in Richter's Uxikon i 
Kohlenstoff- Verhindungen (3rd edition, 1910, pp. 14—26) should 
used, of which the following schemes may be regarded as typical 


0 

s 

NH 

/l\ 

f * 

/\ 

5 2 

/i\ 

5 2 

4 3 

4 3 

4 3 

Furau. 

Tliiophen. 

Pyrrole. 

0 

S 

NH 

/X 

5 2 

1 

/,\ 

5 2 

/.\ v 
s a 

4 3 N 

4 3 N 

4 3 

Oiazole. 

Thiazole. 

Pyrtizole. 
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NH 

*/\/\ 

1 1 

N 

/i\ 

r 2 i 

NH 

/ ? \/\ 
6- 2 

2 4 9:M 

\y~ 

N 

L 3 
V/ 

5 3 

v/ 

Puriue.* 

Pyridine. 

Indole. 

/\ sX/iX 

7 | 2 

N 

/ 8 \/t\ 

7 ! 2 

/ 8 \/.\, 
7 2 

6 3 

\y\v 

Naphthalene. 

6 ! 3 

\ 5 /\y 

Quinoline. 

el 3 ' 

\yv/ 

iwQniuoKne. 

/sX/sX/iX 

j 7 ! ; 2 


/ 9 H>\ 

(\—/\ 

8 , | r 

Anthracene. 


7 5' 4 2 

\y \y 

Phenanthrene. 



Diphenyl. j8/8-l)iuaphthyl. 


Manuscript. 

30. In view of the difficulty of dealing with MSS. of widely varying 
e$, ^abstracts cannot be accepted unless written on quarto paper 

31. Not more than one abstract must appear on a sheet. 

32. When an abstract exceeds a sheet in length, the sheets must he 
tened together by means of gum at the top left-hand corner. 

3.1 The name of the ab> true tor must be written diagonally at the 
i left-hand corner of the first sheet of the abstract. 


Proofs. 

14. Abstractors are expected to read and correct proofs carefully, 
1 to check all formulae and figures against MSS. 

All proofs, however small, must be returned to the Sub-Editor 
later than 24 hours after receipt from the printers. 


** The Editor’s decision, in all matters connected with the 
stracts, must be considered final, 

mun heriug, proposed originally by R. Fi??her, is adopted in the text of the 



o 


INTERNATIONAL PHYSICO-CHEMICAL SYMBOLS. 


List of Symbols Recommended by the Working Committee of the 
International Commission for the Unification of Physico-chemical 
Symbols (1914). [See Trans., 1921, 119, 502—512.] 


I. Mathematical Symbols. 


Base of natural (Napierian) logarithms ... 1 

Diameter , 

Radius 

Ratio of circumference to diameter 

Summation I 

Variation 

Tot al differential 

Partial differential 


Usual 

symbol. 

e 

d 

r 


5 
d 

6 


Alternative 

symbol. 


2. Universal Constants. 


Acceleration due to gravity... 

Auchan ical equivalent of heat 

A vo gad ro’ 3 constant (number of molecules 

in 1 gram-molecule (molo) ] 

Gas constant per mole 

Faraday’s constant (number of coulombs 

per gram -equivalent of an ion) 

Charge on an electron 


g 

J 

N 

It 

F 

e 


3. General Physics and Chemistry. 


Length 

Height . 

Mass 

1 

h 

Time 


Volume 

v V 

Density (mass per unit volume) 

Pressure 

d 

Concentration 

c C 

Mole fraction 


Critical constants : pressure, volume, tem- 
perature (centigrade), temperature 

(absolute), density 

Reduced quantities : pressure, volume, 

temperature, density 

van der Waala’a constants .. . 

Fluidity 

) 

f i V* 

1 f Pr, V r 

) Ur t T„d, 

a, h 

Viscosity 

Surface tension 

<P 

V 

Diffusion coefficient 

y 

Atomic weight 

A 

Molecular weight . .. 

Velocity coefficient of reaction .. 

Equilibrium constant .... 
van ’t Hoff coefficient .... 

Degree of dissociation (electrolytic, thermal 
et%) 

M 

k 

K, (K e , K, 
i 


i 


! 
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4. Heat and Thermodynamics. 


Temperature (centigrade) 

Temperature (absolute) 

Critical temperature 

Reduced temperature 

Critical solution temperature 

Quantity of heat 

Entropy 

Specific heat 

Specific heat at constant pressure 

•Specific heat at constant volume 

Ratio of specific heats, c p : c v 

Molecular heat 

Molecular heat at constant pressure 

Molecular heat at constant volujne 

Latent heat per gram 

Latent heat per mole 

Maximum work {diminution of free energy) 


Usual 

symbol. 

t 

T 

t„T e * 
tr, T r 

t u , T u 
Q 
s 

c 

<V 

c v 

7 

a 

Vp 

(7, 

l 

L 

A 


5. Optics. 


Wave-length of light 

Refractive index 

Specific refractive power (Gladstone and 

Dale) 

Specific refractive power (Loren tz and 
Lorenz) 

Molecular refractive power 

Angle of optical rotation 

Specific rotatory power 

Molecular rotatory power 

Specific magnetic rotation 

Molecular magnetic rotation 


A 

n 


ro, [r e t 
ri, Oift 

( He, Hi 

\ Wet Wit 

a 

M 

M[a] 


6. Electricity and Magnetism. 


Quantity of electricity 

Current intensity 

Resistance 

Electromotive force 

Electrode potential, or discharge potential 

of an ion 

Electrode potential referred to the normal 
hydrogen or normal calomel electrode 
respectively, the potential of which is 

taken as zero 

formal potential, the electrode poten- 
tial referred to the normal hydrogen or 
normal calomel electrode resjiectivoly, 
when the solution is moleeular-nonn’ai 
in respect of all participating sub- 
stances and ions of variable concentra- 
tion 

Dieloctric cons tan t 

Conductivity (specific conductance) 

Equivalent conductivity 

Equivalent conductivity at different dilu- 
tions volumes in litres containing 
1 gram-equivalent • 


Q 

I 

R 

E 


E 


K e 


0 £», o B. 

e 

K 

A 


Aj„, Ar, A 30 


Alternative 

symbol. 

e 
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INTERNATIONAL PHYSICO-CHEMICAL SYMBOLS. 


6, Electricity and Magnetism— (continued). 


Equivalent conductivity of kation and 

of anion i 

Equivalent conductivity of specified ions... 

Molecular conductivity 

Velocity of kation and of anion in cm./ sec. 
when the potential gradient is 1 volt 

per cm • 

Transport number of kation and of anion ... 

Magnetic permeability 

Magnetic susceptibility 


Usual 

symbol. 

A A« 
Ak‘ Act 
M 


n*, n 0 
M 

K 


Alternative 

symbol. 


Symbol. 

A 


a 

b 

C 




c 

C» V, 


D 

d 

d f 

d 

E 

eIe, 




<3 

h 

I 

i 

J 

K 


k 

L 

l 

M 

M[a] 

m 

N 


List of Symbols, Arranged Alphabetically, 

j Name of quantity. 

Atomic weight ; maximum work. 

Van der Waala’s constant. 

Van der Waak’s constant. 

Concentration ; molecular heat. 

Concentration; specific heat. 

Molecular heat at constant pressure, and at constant 
volume. 

Specific heat at constant pressure, and at constant volume, 
Alternative symbol for density. 

Diameter; total differential ; density. 

Critical density. 

Reduced density. 

j Electromotive force ; electrode potential . 

| Base of Napierian logarithms; charge on an electron, 
i Electrode potential referred to the normal hydrogen or the 
normal calomel electrode, respectively, the potential 
of which is taken as zero. 

j Normal potential, that is, the electrode potential referred to 
j the normal hydrogen or the normal calomel electrode 
I respectively, when the solution is molecular-normal in 
respect of all participating substances and ions of 
variable concentration. 

! Faraday’s constant (number of coulombs per gram-equiv- 
: alent of an ion), 

j Acceleration due to gravity. 

I Height; 
j Current. 

j Van’t Hoffs coefficient. 

! Mechanical equivalent of heat. 

] Equilibrium constant. 

Equilibrium constant, when molar concentrations and 
j partial pressures respectively are employed. 

Velocity coefficient of reaction. 

Latent heat per mole. 

Length ; latent heat per gram. 

Molecular weight. 

Molecular rotatory power. 

Molecular magnetic rotatory power. 

Mass. 

Avogadro’s constant (Loschmidt s number) or number of 
molecules in 1 gram-molecule. 

Refractive index. 
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List of Symbols, Arranged Alphabetically — (continued). 


Symbol. 
n t , n, 
n, 

P 

V 

Vet Vt 

Q 

R 

Ra, Rl 


t a , r L 

s 

T 

T t 

T r 

r <t 

t 

K 

t, 

u t ,'u. 

V 

v 

v e , v r 
W 

X 

a 

[«] 

T 

A 

5 

6 


o f L 0«» 


TJ 

0 


K 


A 

*^io> A*» Aao 


A*, A, 

A 

,« 

T 

2 

<T 

<P 

M 


Name of quantity. 

Transport number of kation and of anion. 

Refractive index (alternative symbol). 

Pressure, 
i Pressure. 

| Critical pressure : reduced pressure. 

! Quantity of heat ; quantity of electricity. 

Gas constant per mole ; electrical resistance. 

Molecular refractive power, according to Gladstone and 
Dale, and to Lorentz and Lorenz respectively. 

Radius. 

Specific refractive power according to Gladstone and Dale, 
and to Lorentz and Lorenz respectively. 

Entropy. 

Absolute temperature. 

Critical temperature (on the absolute scale). 

Reduced temperature (absolute). 

Critical solution temperature (absolute). 

Timo; temperature (centigrade). 

Critical temperature (centigrade). 

Critical solution temperature (centigrade). 

Reduced temperature (centigrade). 

| Velocity of kation and of anion in cm, /sec. when the poten- 
I tial gradient is 1 volt per cm. 

I Volume. 

| Volume. 

j Critical volume : reduced volume. 

! Electrical resistance (alternative symbol), 

; Mole fraction. 

Degree of dissociation (electrolytic, thermal, etc.); angle 
! of optical rotation. 

■ Specific rotatory power. 

| Surface tension ; ratio of specific heats, 
j Diffusion coefficient, 
i Variation. 

I Partial differential. 

! Electrode potential (alternative symbol); dielectric con- 
j stant. 

j Electrode potential referred to the normal hydrogen or the 
normal calomel electrode respectively, the potential of 
which is taken as zero (alternative symbols). 

Normal potential, that is, the electrode potential referred to 
the normal hydrogen or the normal calomel electrode 
respectively, when the solution is molecular-normal in 
respect of all participating substances and ions of 
variable concentration (alternative symbols). 

Viscosity. 

Temperature (centigrade), (alternative symbol). 

Specific conductance (conductivity) ; magnetic suscepti- 
bility. 

! Equivalent conductivity. 

Equivalent conductivity at different dilutions (volumes in 
litres containing 1 gram -equivalent), 
i Equivalent conductivity of kation and of anion. 
Wave-length of light. 

Molecular conductivity ; magnetic permeability 
| Ratio of circumference to diameter; 

| Summation. 

Surface tension (altemativ* symbol). 

Fluidity. 

Specific magnetic rotation. 
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JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


The following is a list of Journals from which abstracts are mad© (directly or 
indirectly) by the Chemical Society and the Society of Chemical Industry. 
The abbreviated titles printed in italics represent Journals abstracted by the 
Chemical Society, those printed in roman type being abstracted by the Society 
of Chemical Industry. Of the former Journals those .indicated by an asterisk 
are also abstracted by the Society of Chemical Industry. 


Abbreviated Title. 
Abh. It ohm. Akad. 

Abh. Lkut Naturtciss. Med. 

t'er. Bohmen, 

Acla, Sci. Fennicac , 
Agtic. Bull. F. M. S. 

Agrie. J. India . 

Agric. lies. Inst., PtwiRcp. 
(Bull.) 

Allgem. Z. Bierbrau. u. 
''Iflalzfabr. 

Amer. J. Bot. . 

Amer. J. JDis, Children 
Amer. J. I' harm. . 

Amer. J. Physiol. 

Amer. J. Publ. Health 

* Amer. J, Sci. . 

Amer. Min. 

Anal. Asoc. Quin i. Argentina 
Anal. Fis. Quim. 

* Analyst .... 
Annalen .... 
Ann. Bot, 

A nn. di Bot . 

Ann. Chim. 

*Ann. Chim Amlyt. 

Ann. Falsi f. 

Ann. hyg, pub. wed. legale. 
Ann. Inst. Pasteur 
Ann. Physik 
Ann. Physique . 

Ann. R. Staz. Chim. Agrar. 
Sperim, 

Ann. set. Univ. Jassy 
Ann. Soc. Geol Belg. \ Publ. 

rel. au Congo Beige 
Apoth. Zeit. 

Arb. Gebiet. Physik , Math. 
Chem . 

Arch, Fntw.-mech. Org. . 
Arch , expt. Path. Pharm. . 

Arch, Farm, sperim. Sci. aff: 


Journal. 

Abhandlungen der Dohmischen Akademic. 
Abhandlungen der Deutsehen Natunvissenscliaftliohen 
und Medizinischen Verein, Bolimcti. 

Acta Societatis Scientiarum Kcnnicae. 

Agricultural Bulletin of the Federated Malay States. 
Agricultural Journal of India. 

Agricultural Research Institute, IW, Report and 
Bulletins. 

Allgemeine Zeitschrift fiir Bierbrauerei und Malz- 
fabrikation. 

American Journal of Botany. 

American Journal of Diseases of Children. 

American Journal of Pharmacy. 

American Journal of Physiology. 

American Journal of Public Health. 

American Journal of Science. 

American Mineralogist. 

Anales de la Asociacidn Quimica Argentina. 

Anales de la Sociedad Espaiiola de Fisica y Quimica. 
Analyst. 

Justus Liebig’s Annalen der Cliemie, 

Annals of Botany. 

Annuli di Bomniea. 

Aunales de Chimie. 

Annales lie Chimie Analytique ot de Chimie Appliquro. 
Annaies des Falsifications. 

Annales d’hygiene publique et de medicine legale. 
Annales de lTnatitut Pasteur. 

Annalen der Physik. 

Annales de Physique. 

Annali della R. Stuzione Cliimico A £raria Sperimen- 
talc di Roma. 

Annales sciciitiliques de I' University de Jassy. 

Annales de la Society geologique de Belgique: Publi- 
cations relatives au Congo Beige. 
Apotheker-Zeitnng. 

Arbeiten aus dem Gebietc der Physik, .Mathematik 
und Cheiuie. 

Archiv fur Eutwicklungsmnchanik der Organiamen. 
Archiv fiir experiment©]]© Pathologie und Pharma* 
kologie. 

Archivio di Fannaeologiu sperimentale e Seienze affini. 
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Abbreviated Title. 
Arch, Fisiol 
Arch. Int. Med. 

Arch. ital. Biol. 

Arch. Med . Fharm. milit. . 
Arch. N ter land. , 

Arch, N ter land. physiol. . 

*Arck. Fharm. . 

Arch Sci. phys. nat. . 

Arch. Suikcrind. Ned In- life 

Arlciv Kcm . Min. Oeol. 

A atrophy a. J. . 

* Alii R. Amvl. Lined 
Alii R. A coid. Sci. Torino 
Atti R, 1st. Veneto Sci. 

Aust.. Pliarm. Notes . 
licilr . Min. Japan 
Berg. Huttcmn. Rundsch. . 

*llcr 

Her. Dent. hot. Ges. . 

*Ber. Dent, jtharrn. Ges. . 
Ber. Oberhcss. Ges. Katur. 
HdUanule, 

Ber. Ohara Inst, landw. 
For soli. 

Ber, Sacks. Akad, Wits. . 

Berlin. Klin. Worh. , 

*Bied. Zentr. . 

*Biochem. J. 

* Biochan. Z. . 

Bil. of Trade J. . 

Bol, Acad. Nac. Cirncias, 
Cordoba 

*Boll. Chin), farm . , 

Boll. Soc. Gcol. Ital. , 

Boll. Soc. Mcd.-Chirurg. . 
Bol. Centr. 

Bot. Caz 

Rrass. Malt. 

Bran- n. Malziml. 
Braunkohle 

* li rc n nslatf- Ch on. 

Brewers' .1. 

Brit. J. Pilot. . 

Bril. Med. J . 

Brit. Tat 

Buldinul Chim. 

Bui. Soc, Chim. Romania . 
Bnl. Soc. Romane Stiin . . 
Bull. Acad, roy, Bclg. 

Bull. Acad. Sci. Roumaine 

Hull. Assoc Chim. Suer. , 


Journal. 

Archivio di Fisiologia. 

The Archives of Internal Medicine. 

Archives italiennes de Biologie. 

Archives de \\ 6dicine et de Pharmacie milituircs. 
Archives Neerlaudaises de sciences exactes et natu- 
relles 

Archives N'eerlatidaiscs de physiologic de Fhomme et 
des animaux. 

Archiv der Phurmazie. 

Archives das Sciences physiques et natiuvlles. 

Arcliief voor de Snikeriuaustrie in Nederkndsch- 
Indie. 

Arkiv for Kemi, Minrralogi och Geolngi. 

Astrophytical Journal. 

Atti della Rcale Accademia Nazionalc dei Lincei. 

Atti della Reale Accademia delle Science di Torino. 
Atti* del Reale Istituto Veneto di Scienze, Letlere od 
Arti. 

Australian Pharmaceutical Notes and News 
Beitriige zur Mineralogie von Japan. 

Berg- und Hiittenmannisches Rundschau. 

Berichte der Deutschen chemischen Gesell sell aft. 
Berichte der Deutschen botanisehen Gesellschaft. 

Bench te dor Dcutschcn pharmazeutischen Gesellschaft. 
Berichte der Oberhessisclien Gesellschaft fiir Natur* 
und Heilkunde zu Giessen. 

Berichte des Ohara Institute fiir laudwirtsdiaftliclie 
Forsch ungen 

Berichte iiber die Verhandlmigen der Siichsischcn 
Akadcruie der Wissenschaften zu Leipzig. 

Berliner Klinische Wo<-henschnft. 

Biedermann’s Zentralblatt. 

Biochemical Journal. 

Biocliemis.-hc Zeitschrift. 

Board of Trade Journal. 

Boletin de la Academia National des CieDcias, Cordoba. 

Bollctino Chimico farmaceutico. 

Bolletino della Societa Geologies Ttaliana. 

Bolletino della Societa Medico-Chirurgica, Pavia. 

Bolau i echos CYntralblalt. 

Botanical Gazette. 

Brasserie et Malterie. 

Brau- u. Malziudustri \ 

Brannkohle. 

BrennstoiBChemie. 

Brewers' Journal. 

British Journal of Photography. 

British Medical Journal. 

British Patent. 

Buletinul Uhirnie. 

Buletinul Soviet a tei de Chimie din Romania. 

Buletinul Societatii Romane de Stiinte. 

Academic royale de Belgique — Bulletin de la Classe 
des Sciences. 

Bulletin de la Section Scientifirpie de 1'Academie 
Konmaine. 

Bulletin de PAssociation des Chimistes de Sucrerie et 
de DUtillerie. 
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JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


Abbreviated Title. 
Bull. Bureau of Standards 
(US. A.). 

Bull. Com. Giol. Finlande . 

Bull. Forest Exp. ,St«t. 
M eguro. 

Bull. gin. Thirap. 

Bull . Geol. d' Alsace . . 

Bull. Geol. Inst. Univ. Up- 
sala. 

Bull. Geol. Soc. Amer. 

Bull. Geol. Survey, U.S. A. 
Bull. Geol. Survey, West 
Australia. 

Bull. Imp. Inst. 

Bull. Indian Ind. Lab. 

Bull. Johns Hopkins Hos- 
pital. 

Bull. School Mines on! 

Met., Univ. Missouri . 
Bull. Sci. Pharmacol. 

*Bull. Soc. cfiim. 

*BvM. Soc. chim. Belg. 

IPiill. Soc. Chim. biol. 

Bull. Soc. d’Encour. . 

Bull. Soc. /rang. , Min. 

Bull. Soc. Franp. Phot. 

Bull. Soc. Ind. Mulhouse . 
Bull. Soc. Ind. Nord . 

Ball. Soc. Oaral. Sci, Hal. 

Bull. Soc. Fhann. Bordeaux 

Ball. W sllcome Trop.Rcs.Lab. 

Cairo Sci. J. 

Canada Dept. Mines Publ. . 
* Canadian Ghent. Met. 
Canadian Med . Assoc. J. . 
Caoutchouc et Gutta>Fereha 
dasopis. Math. Fysiky 
Cdlufoscchem. 

*Centr. Balt. Par. 

Centr. Min . 

Ch. of Comm. J. 

Chem. App. . 

Chem. Erde 
Chem. Ind. 

Chem. I.isty 

*Chem . and Met. Bag. 

*Chem. News . . ; 

Chem. Trade J. . 


Journal. 

Bulletin of the Bureau of Standards (U.S. A.). 

Bulletin de la Commission Gcologique de Fin* 
l&ude. 

Bulletin of the Forest Experiment Station, Meguro, 
Tokyo. 

Bulletin general de Therapentique mddicale, ckir- 
urgicale, obstetricale. 

Bulletin do Service de la Carte Geologiquc d’Alsace et 
de Lorraine. 

Bulletin of the Geological Institution of the University 
of Upsala. 

Bulletin of the Geological Society of America. 

Bulletin of the U.S. Geological Survey. 

Bulletin of the Geological Survey, West Australia. 

Bulletin of the Imperial Institute. 

Bulletin of Indian Industries and Labour. 

Bulletin of the Johns Hopkins Hospital. 

Bulletin of the School of Mines and Metallurgy, 
University of Missouri. 

Bulletin des Sciences Pliartnarologiqnes. 

Bulletin de la Societe chimiquo de France. 

Bulletin de la Society chimiquo de Belgique. 

Bulletin de la Societe dc Chiruie biologique. 

Bulletin de la Society d’Kncouragement pour Pin* 
dustrie Nationale. 

Bulletin de la Societe fran^aise de Mineralogie. 

Bulletin de la Societe Fr-unjaise de Photograph ie. 
Bulletin de la Societe Industrielle de Mulhouse. 
Bulletin de la Societe Industrielle du Nord de la 
France. 

Bulletin de la Societe Ouralienne des Amateurs des 
Sciences N&turelles a Catherineberg, 

Bulletin des Travanx de la Societe de Phormacie de 
Bordeaux. 

Bulletin of the Wellcome Tropical Research Labora* 
tory. 

Cairo Scientific Journal. 

Canada Department of Mines Publications. 

Canadian Chemistry and Metallurgy. 

Canadian Medic j! Association Journal. 

Le Caoutchouc et le Gutta-Percha. 

Casopis pro pMovdm Mathcinatiky a Fysiky. 
Cellulosechemie. 

Centralblatt fiir Bakteriologie, Parasitenkunde und 
Infekti^nskrankheiten. 

Centralblatt fur Mineralogie, Geologie und Paliionto- 
logie. 

Chamber of Commerce Journal. 

Chemische Apparatus 
Chemic der Erde. 

Chemische Industrie. 

Chemicke Li sty pro Vedu a PrfSraysd. Organ de la 
“I'eskachemickd Spoleenost pro Vedu a Pramysl.” 
Chemical and Metallurgical Engineering. 

Chemical News. 

Chemical Trade Journal. 
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Abbreviated Title. 
Chem. Umachau 

*Chem. IFeekblad 
*Chein. Ztg. 

*Gkem. Zentr . 

Chem. and Drug. 

*Chem. et Ind . , 

Collegium . 

*Compt. rend. 

Compt. rend. Soe. Biol. 

Comptes rend. Trav. Lab 
Carlsberg 
D. R.-P. . 

Dopt. Chem. S. Australia 
Bull. 

Devi, mcd. JVoch. 

Kcon. Geol. . 

Eeon. Proe. Roy. Dubl. Soe 

Engineering 

Eng. and Min. J, 

Exper. Stat. Rec. 
Farbeu-Ztg. 

Fermentforsch. . 
Feuerungstechnik 
Flora 

Fbhltani Kbzl'bny 
Fr. Pat. 

Gas J. ... 

Gas World . 

*Gazzetta . 

Geol. For. Fork. 

Geol . Mag. . 

Gerber 

*Giorn. Chim, Ind . Aipl. 
Gummi-Ztg. 

Handl, Vijft. AW. 

Hawaii Agric. Exp. Stat 
Bull. 

Heart .... 

Hde, Ghim. Acta. 

Indian J. Med. lies. . 
India-rubber J. . 

Ini. Rev. Art. Pract, Atjrii 

Int. Sugar J. 

Iron Steel lust. Carnegie 
Scliol. Mem. 

Jahrb. Geol Ileichsansl. 
i lahrb. Min. 


Jahrb. Min. Bcih-Bd. 

Jahrb. Iladioaktir. Kick* 
ironik. 

Jahrb. u'iss. Bot. . 

Jahresber. ties. vatcrl . 

Knltur, 


Journal. 

Chemische Uinscbau auf <lem Gebiete d*r Fette, Oele, 
Waeliae, und Harze, 

Chemiseh Weekblad. 

C hemiker- Ze i t un g. 

Chemisches Zentralblatt. 

Chemist and Druggist. 

Cliimie et Industrie. 

Collegium. 

Comptes rendns hebdomadaires des Seances de l’Aca- 
demie de'. Sciences. 

Comptes rendus hebdomadaires de Seances de laSociete 
de Biologie. 

Cotnptes rendus des Travaux du Laboratoire Carls- 
berg. 

Deutsches Reichs-Patent. 

Department of Chemistry, South Australia, Bulletins. 

Deutsche medizinische Wochenschrift. 

Economic Geology. 

Economic Proceedings of the Royal Dublin Society. 
Engineering. 

Engineering and Mining Journal. 

Experiment Station Record. 

Farben-Zeitung. 

Ferm en tforsch ur g. 

Fenerungstechnik. 

Flora. 

Fbhltani Kozliiny. 

French Patent. 

Gas Journal. 

Gas World. 

Gazzetta chimica italinna. 

Geologiska Fbremngens i Stockholm Fbrhandlingar. 
Geological Magazine. 

Gerber. 

Giornale di Chimica ludustriale ed Applicata. 
Giimmi-Ziitung. 

llandeliugen van bet Vijftende Natuur. 

Hawaii Agriculinral Experiment Station Bulletins. 

Heart. 

Helvetica Chimica A ta. 

Indian Journal of Medical Research. 

India-rubber Journal. 

International Review of the Science and Practice of 
Agriculture. 

International Sugar Journal, 

Irou and Steel Institute, Carnegie Scholarship 
Memoirs. 

Jahrbuch der geologise hen Uoichsanstalt, 

Neues Jahrlmeli fiir Mineralogie, Geologie mid 
Pahiontologie. 

Xcucs Jahrbuch fiir Mi no ra'ogie, Geologie und Talae- 
ontologie. Beilage-Band. 

Jahrbuch der Radioaktiviriit mid Klektroriik. 

Jahrbuch Fiir wissonschaftli -he Botanik. 

Jahresbericht der s^hlesisthen Gesellachaft fiir vater- 
liyidische Kultur. 



14 


JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


Abbreviated Title. 


Journal. 


Jernk . Ann . 

*J. Agric. lies. . ... 

*J. Agric. Sci. . 

3. Auirr. Ceram. Soc. . 

* J. A mer. Che m. Soc. . 

J. Amer. Leather Chem. 
Assoc. 

J. Amer. Med. Assoc. . 
3. Assoc. Off. Agric. Chem. 

*J. Biol. Chem. . 

J. Canad. Min. Inal. . 

J. Chem. Iml. Tokyo . 

J. Chem. Met. Soc. S. Africa 

J. Chem. Soc. Japan. 

J. Chim. physique 
3. Coll. Agric. Hokkaido 

J. Coll. Agric. Tokyo . 

J. Coll, Eng. Tokyo . 

*J. Coll. Sci. Tokyo 

J. Exp. Med. 

*J. Franklin Inst. 

3. Gasbeleucht, . 

J. gen. Physiol. . 

J. Genetics .... 

J. Geol 

J. Geol. Soc. Tokyo 

J. Hygiene .... 
*J. Jnd. Eng. Chem, . 

J. Indian hid. Lab. . 

*J. Indian Inst. Sci. . 

J. Inst. Hmriug 
J. Inst. Metals . 

J. Inst. Petroleum Tech. 

J. Iron and Steel Inst. 

J. Landw 

J. Marine Biol. ^ssoc. U.K. 

J. Med. Res. 

J. Min. Agric, . 

J. Path. Bad. 

J. Opt. Soc . Amer. 

*J. Pharm. Chim. 

J. Pharm. Expt. Ther. 

J. Pharm. Soc. Japan 

V. Physical Chem. 

J. Physiol 

J. Physiol. Path. gem. . 

J. Phys. Radium 


Jern-kontorets Anniler. 

Journal of Agricultural Research. 

Journal of Agricultural Science. 

Journal of the American Ceramic Society. 

Journal of the American Chemical Society. 

Journal of the American L°ather Chemists’ Associa- 
tion. 

Journal of the American Medical Association. 

Journal of the Association of Offic : al Agricultural 
Chemists. 

Journal of Biological Chemistry. 

Journal of the Canadian Mining Institute. 

See K ogy b - K wagaku -Z assh i . 

Journal of the Chemical, Metallurgical, and Mining 
Society of South Africa. 

Journal of the Chemical Society of Japan. (Nippon 
K wagaku Ivwai Shi.) 

Journal de Chimie physique. 

Journal of the College of Agriculture, Hokkaido Impe- 
rial University, Japan. 

Journal of the College of Agriculture, Imperial Uni- 
versity of Tokyo, Japan. 

Journal of the College of Engineering, Imperial Uni- 
versity of Tokyo. 

Journal of the College of Science, Imperial University 
of Tokyo. 

Journal of Experimental Medicine. 

Journal of the Franklin Institute. 

Journal fiirOasheleuchtnng Und Wasserveraorgung. 
Journal of general Physiology. 

Journal of Genetics. 

Journal of Geology. 

Clash itsugaku Zasshi (Journal of the Geological 
Society of Tokyo). 

Journal of Hygiene. 

Journal of Industrial and Engineering Chemistry, 
Journal of Indian Industries and Labour. 

Journal of the Indian Institute of Science. 

Journal of the Institute of Brewing. 

Journal of the Institute of Metals. 

Journal of the Institution of Petroleum Technolo- 
gists. 

Journal of the Iron and Steel Institute. 

Journal fur Landwirtschaft. 

Journal of the Marine Biological Association of the 
United Kingdom. 

Journal nf Medical Research. 

.Journal of the Ministry of Agriculture, 

Journal of Pathology and Bacteriology. 

Journal of the Optical Society of America. 

Journal de Pharmacia et de Chimie. 

Journal of Pharmacology and Experimental Thera- 
peutics. 

Journal of the Pharmaceutical Society of Japan 
(Yakugakuzasshi). 

Journal of Physical Chemistry. 

Journal of Physiology. 

Journal de Physiologic et de Pathologic gene rah 1 . 
Journal de Physique et le Radium, 
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Abbreviated Title. 

V. pr . Chem . 

J. Proc. Asiatic Soc. Bengal, 

J, Roy. Agric. Soc. 

J . Aoy. Army Med. Corps . 
J. Roy. Ilort. Soc. 

/. Roy. Soc. New South 
Wales. 

J. Roy. Soc. West Australia 
*J. Russ. Phys. Chem. Soc. 

J. Scot. Met. Soc. 

J. Soc. Arts 

J. Soc. Dyers and Col. 

J. Soc. Leather Trades Cliem. 
J. Soc. Glass Technology 
pj. S. African Assoc. Anal. 
[_ Chem. 

Changed 1922 to 
J. S. African Chem. Inst. . 
J. Textile Inst. . 

J. Usincs Gaz 

J. Washington Acad. Sci. . 

J. West Scotland Iron Steel 
Inst. 

K. Svenska Vet. Akad. 
Handl. 

Kentucky Exp. Stat. Bull. 
K era in. Rundseh. 

Kew Bull. . . . 

Kogyo-Kwagaku*Z:isshi (J. 

Chem. Iud. Japan). 
*KoUoid Z. 

* Koll . Chan. Beibfe 
Cosmos .... 

Kuhn-Archio 
K unsts to ffe 

Lancet .... 

Land \v. Jahrb. . 

Landw. Versuchs.-Stat. 
Leather Tra<les Rev. . 
Louisiana Bull. . 

Louihiana Man ter , 

Lunds, llniv. Arsskr. . 

Math, is Ttrmts. &rt. 

M edd. K. f r dt nska psa kail. 
X old* fust. 

iledd, on Gninlotnd . 

Med. G cnees. Lab. Welt arc. 
den . 

Mtd. Chron. 

Med. Kfinik 

Man. Accad. Lincei . 

Man. A caul. Sci. Torino . 
Mem. Coll. Sci. Kyoto 

Mem. Coll. Sci. aud Eng. 
Kyoto Imp. Utiiv. 


Journal. 

Journal fiir praktische Chemie. 

Journal and Proceedings of the Asiatic Society of 
Bengal. 

Journal of the Royal Agricultural Society. 

Journal of the Royal Army Medical Corps. 

Journal of the Royal Horticultural Society. 

Journal and Proceedings of the Royal Society of N ew 
South Walt'S. 

Journal of the Royal Society of West Australia. 
Journal of the Physical and Chemical Society of 
Russia. 

Journal of the Scottish Meteorological Society. 

Journal of the Royal Society of Arts. 

Journal of the Society of Dyers and Colourists. 

Journal of i lie Society of Leather Trades Chemists. 
Journal of the Society of Glass Technology, 

Jol*i ml of the South Afrit an Association of Analytical - ] 
Chemists. j 

Journal of the South African Chemical Institute. 
Journal of the Textile Institute. 

Journal des Ufeints a Gaz. 

Journal of the Washington Academy of Science. 
Journal of the West of Scotland lion and Steel 
Institute. 

Kongliga Svenska Vetenskapa Akademiens Hand* 
lingar. 

Keutncky Experimental Station, Bulletin. 

Ke rami sell Rund>chau. 

Kew Bulletin, 

Kugyo»Kwagaku*Za<shi (Journal of Chemical Industry, 
Japan). 

Kolloid Zcitschrift. 

Kolloid-chemische Beihefte. 

Kcsmos (Lemberg). 

Kuhn* Are hiv. 

Kunststoffe, 

The Lancet. 

Laud wii ts< haftliche Jalubiicher. 

Die landwirtschaftlichen Wrsuelis Stationen. 

Leather Trades Review. 

L misiaua Bulletin. 

Louisiana Planter. 

Lunds Univemtets Ars-skrift. 

Mathematrkai ea Ternieszittudon tinyi Ertedib, Buila 

Meddelandcn fian KonglVetcnskapsakaJemiens Noliel- 
Instilut. 

McddeLcr on 0 run land. 

Med ed eel ingen nit het Geneeskuudig Lalioratorimu le 
WelteVndell. 

Medical Chronicle. 

Medizinische Kliuik. 

Meinorie de'la Reale Accadmiia dei Lincei. 

Memo! it* della Reale Accadi mia delle Seienze di Torino. 
Memoirs of ihe College of Science, Kyoto Imperial 
University. 

Memoirs of the College of Science and Engineering, 
Kyoto Imperial University. 
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JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


Abbreviated Title. 
Mem. Dept. Agric. India . 
Mem. Manchester Phil. Soc. 

Mem. Soc. Ing. Civ. . 

Hem- Soc. Toscana Sci'. Nat. 

Me tall u. Erz . 

Metrop. Water Bd. Rep. . 
Milch. Zentr. 

Min. Mag 

Mitt. Materialpriif. . 

Milt. med. Gcs. Tokyo 

Mitt . Naturforsch. Ges. 

Malle. 

Mitt. Path. Inst. K. Unit. 
Japan. 

*Monatsh 

Monatsh. Math. Pkysik 
*Mon. Sci. 

Month. Not. Rmf. Astr. Soc . 

Munch, med. U r och. . 
Nadir. Gcs. IViss. Got- 
tingen. 

Nature . 

Naturidss. 

Naturw. Rdsch. . 

New York Agr. Expt. Sta. 
Bull. 

New Zealand Dominion 
Laby. Rcpt. 

New Zealand Jnl. of Science 
and Technology 
Nippon Kwagaku Ktcai Shi 
[J. Chem. Soc. Japan). 
Nova Acta Soc. Sci. . . 

Nuovo Gim. 

Ofvers. Finska Vet.- Soc. 

*Oesterr. Chern.-Hc.it . . 

Oil and Colour Trades J. . 
Oil, Paint, and Drug Rep, . 
Qversigt Danske Vid. Sclsk. 

Paper .... 
Papierfabr. 

Perf. and Essen t. Oil Rec. . 
Per. spis. Sofia . 

Petroleum Age. . 

PJlugePs Archiv. 

Pliarm. J 

*Pharm. Weekhlad . 
*Pharm. Zentr. -h. 


Journal. 

Memoirs of the Department of Agriculture in India. 

Memoirs and Proceedings of the. Manchester Literary 
and Philosophical Society. ^ 

Me moires da la Societe des Ingenieurs Civile de 
France. 

Memorie della Societa Toscana di Science naturali 
residents in Pisa. 

Metall und Erz. 

Metropolitan Water Board Reports. 

Milch wi rtsc In ftliches Zentraiblatt. 

Mineralogical Magazine and Journal of the Mineral- 
ogical Society. 

Mitthcilungen au9 dem Materialpriifungsamt zu Gross- 
Lichterfelde West. 

Mittheilungen der medizinischen Gesellschaft zu 
Tokyo. 

Mittheilungen dcr JIatnrforschenden Gesellschaft zu 
Halle. 

Mitteiluugen aus dem pathologischen Institnt der 
Kaiser lichen Universitiit zu Sendai, Japan. 

Monntshefte fiir Chemie und verwandte Teile anderer 
Wissenschaften. 

Monatshefte fiir Mathematik und Physik. 

Monitenr Seientifique. 

Monthly Notices of the Royal Astronomical Society, 
London. 

Miincliener iuedizinische Wool lenacli rift. 

Nachrichten von der Gesellschaft der Wissenschaften 
zu Gottingen. 

Nature. 

Die Natunvissensehafteu. 

Naturwisscnschftftliohe Rundschau. 

New York Agricultural Experiment Station Bulletins. 

New Zealand Dominion Laboratory Reports. 

New Zealand Journal of Science and Technology. 

Nippon Kwagaku Kwa Shi (Journal of the Chemical 
Society of Japan). 

Nova Acta Regiae Societatis Scientiarum Upsaliensis. 

II Nuovo Cimento. 

Ofversigt af Finska Vetenskaps-Societetcns Fdrhaml- 
lingar, Helsingfors. 

Oesterreichische Cheinikcr-Zeitimg. 

Oil aud Colour Trades Journal. 

Oil, Paint, and Drug Reporter. 

Oversigt over det Kongelige Danske Videnskaberues 
Selskabs Forhandlingar. 

Paper. 

Papier-Fahrikant. 

Perfumery and Essential Oil Record. 

Periodicesko spisnnie Sofia. 

Petroleum Aye, including Petroleum. 

Archiv fiir die gesainte Physiologic des Menschen 
und der Thiere. 

Pharmaceutical Journal. 

Pharniaceutisch Weekblad. 

Pharmazeutische Zentral hallo. 
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Abbreviated Title. 
Phil. Mag 

Phil. Trans. 

Philippine J. Sei. 

Phot. J 

Phot. Korr. 

Physical Rev. 

Pkysikal. Z. . . . 

Proc . Amer. Phil. Sac. 

Proc. Amer. Physiol. Soc. ■ . 
*Proc. Amur. Soc. Biol. 
Chem. 

Proc. Amer. Soc. Civ. Eng. 

Proc. Amer. Soc. Testing 
Materials 

Proc. Austral. lust. Min. 
Met. 

Proc. Camb. Phil. Soc. 

Proc . Barham Phil. Soc. . 
Proc. Eng. Soc. \V. Pa. 

Proc. Inst. Civ. Eng. . 

Proc. Inst. Mech. Eng. 
*Proc. K. A lead. \V ctensch. 

Amsterdam. 

Proc.. Nat. Acad. Sci. 

Proc. Nova Scotia Inst. Sci. 
Proc. Phil. Soc. Glasgow . 
Proc. Physical Soc. 

Proc. Physiol. Soc. . 

Proc. Roy. Inst. 

Proc. Hoy . Irish Acad. 
*Proc. Roy. Soc. . 

Proc. Roy. Soc. Edin. . 

Proc. Roy. Soc. Med. . 

Proc. Roy. Soc. Queensland 
Proc. Roy. Soc. Tasmania . 
Proc. Soc. Exp. Biol. Med. . 

Proc. U.S. Nat. if us. . 

Proc. verb. Soc. Toscana Sci. 
Nat. * 

Pulp ami Paper Magazine . 
Quart. J. Geol. Sue. . 
Quart. J. Med . 

Radium in Biol. Heilkunde 
Rx. Australian Mus. 

Rec. trav. hot. Norland. , 
*Rec. trav.chim. 

Rend. Accail. Sci. Fis. Mat. 
Napoli. 

Rend. 1st. Lomb. Sci. Lett . . 
Rep. A ust. Assoc. Sci. 

Rep. Bril. Assoc. 


JOUKNAL. 

Philosophical Magazine {The London, Edinburgh and 
Dublin). 

Philosophical Transactions of’ the Royal Society of 
London. 

Philippine Journal of Science. 

Photographic Journal. 

1 ’hotographisehe Korresponden z. 

Physical Review. 

Phyaikahsche Zeitschrift. 

Proceedings of the American Philosophical Society. 
Proceedings of the American Physiological Society. 
Proceedings of the American Society of Biological 
Chemists. 

Proceedings of the American Society of Civil 
Engineers. 

Proceedings of American Society for Testing Materials. 

Proceedings of the Australasian Institute of Mining 
and Metallurgy. 

Proceedings of the Cambridge Philosophical Society. 
Proceedings of the Durham Philosophical Society. 
Proceedings of the Engineers’ Society of Western 
Pennsylvania. 

Proceedings of the Institution of Civil Engineers. 
Proceedings of the Institution of Mechanical Engineers, 
Koninklijke Akademie van Wetenschappen te Amster- 
dam. Proceedings {English version). 

Proceedings of the National Academy of Sciences. 
Proceedings of the Nova Scotia Institute of Science. 
Proceediiy<s of the Glasgow Philosophical Society. 
Proceedings of the Physical Society of London. 
Proceedings of the Physiological Society. 

Proceedings of the Royal Institution of Great Britain. 
Proceedings of the Royal Irish Academy. 

Proceedings of the Royal Society. 

Proceedings of the Royal Society of Edinburgh. 
Proceedings of the Royal Society of Medicine. 
Proceedings of the Royal Society of Queensland. 
Proceedings of the Royal Society of Tasmania. 
Proceedings of the Society for Experimental Biology 
and Medicine. 

Proceedings of the United States National Museum. 
Processi verbali Soeieta Toscana di Scienze Naturali. 


Fulp and Paper Magazine of Canada. 
Quarterly Journal of the Geological Society. 
Quarterly Journal of Medicine. 

Radium in Biologie uud Heilkunde. 

Records uf the Australian Museum. 


Rceueil des travaux botaniques Necrlamhises, 

Recueil des travaux chimiqties des Pays* Pas. 

Kemlieonto deli’ Accademia delle Scienze Fisiehe e 
Mateniatiehe, Napoli. 

Rcndiconti dell' Keale Istituto Lombardo di Scienze e 
Let tore. 

Report of the Australian Association for the Advance- 
ment of Science. 

Report of tiie British Association for the Advancement 
of Science. 
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Abbreviated Title. 

Rev. Chim. . 

Rev. gin. Sot. . 

Rev. G6n. Mat. Col. . 

Rev. Met. . . . 

Rev. Real Acad. Glendas 
exact . Madrid. 

Riv. Min . Crist, llal. . 
*Roczniki Chemji 

Sbomik Klubu Pri. . 
Schweiz, Apolh. Zeit. , 
Schweiz. Chem. Zeit. 
Science .... 
Scient. Amer. . 

*Sci, Ind . Rep. Roure- Ber- 
trand Fils. 

Sci. Proc. Roy. Dull. Soc. . 
Sci. Rep. TChoku Imp. 
Univ • 

Sci. Trans. Roy. Dull. Soc. 
Seifcnsied. Ztg. 

Sitzungsber. Akad. Munchen. 

Sitzungsber. Akad. Wise. 
•Wien, 

Sitzungsber. Ges. Xaturwiss. 
Marburg. 

Sitzungsber. Heidclbcrger 
Akad. IP is. 

Sitzungsber. Med .Xai ur tviss. 
Ges. Miinster. 

Sitzungsber. iY atu rforsch . 

Ges. Rostock. 

Sitzungsber. phys. wed. Ges. 
Erlangen 

Sitzungsber. Preuss. Akad. 

IViss. Berlin. 

Skand. Arch. Physiol. 
Smithsonian Miscell. Coll. . 

*Soil Sci 

South African. J. hid. 

South African J, Sci. . 
Sprechsaal .... 
Stahl u. Eisen . 

Staz. spci\ agr. ital. . 
Slrahlenther. 

Suom. Tied. Toim. . 
Svensk Ke?n. Tidskr. . 

T. 

Tech. Rep. TChoku Imp. 
Univ. 

Ttkn. Tidsk. 

Texlilber 

Ther. Gegenw. . 

Ther, Monatsh. . 

Times Eng. Supplt. . 
Toniml.-Zeit. 


JOURNAL. 

Revue chimiqne . . . Oficijelni orgau udrulenja Jugo- 
slavenskih Kemiuara. 

Revue generate de Botanique. 

Revile Oeu era! e lies Matieres Colorantes. 

Revue de Metallurgy. 

Revista de la Real Academia de Ciencias exactas, 
Fisicas y Natn rales de Madrid. 

Rivista di Mineralogia e Cristallografia llaliana. 
Roczniki Cliemji organ Polskiego Towarzystwa 
Chemicznego. 

Sbornik Klubu PHrodovfdetkeho (Prague). 
Si'hweizcrische Apotlmkcr Zeitung. 

Sohivt izerische Chemikir Zeitung. 

Science. 

Scientific American. 

Scientific and Industrial Reports of Roure -Bert rand 
Fils. * 

Scientific Proceedings of the Royal Dublin Society. 
Science Reports, Tohoku Imperial University. 

Scientific Transactions of the Royal Dublin Society. 
Seifensieder Zeitung. 

Sitzuugsberichte der bayerischen Akademie der Wissen- 
schaften zu Munchen. 

Sitznngsberichte der Akademie der Wmensehaften, 
Wieu. 

Sitzungsberichte der Gesellschaft zur Befbrdming der 
geaammten Natunvissenschaften in Marburg. 
Sitznngsberichte der Hcidelbergor Akademie dor Wis- 
senschaftep. 

Sitznngsberichte der Medizinisih-Natunvissensrhaft- 
lichen Gesellschaft zu MUnster-in-Westfalens. 
Sitzungsberichte der Naturforschenden Gesellschaft zu 
Rostock. 

Sitzungsbcricbtederphy.'-ikalisch-medizinisclien Gesell- 
schaft zu Erlangen. 

Sitzumrsherichte der Preussischen Akademie der 
Wissenschafteii zu Berlin. 

Skauuinaviscbes Arclav fiir Physiologie, 

Smitbsonian Miscellaneous Collections. 

Soil Science. 

South African Journal of Industries. 

South African Journal of Science. 

Spreehsaal. 

Stahl und Eisen. 

Stazioni sperimentali agraiie italiane. 

Strahlcothempie. 

Suomalaiscn Tiedeakatemhui Toimituskia. 

Svensk Kemisk Tidsk rift. 

Transactions (J the Chemical Society. 

Technology Reports of the Tdliokn Imperial University, 
Sendai, Japan. 

Teknisk Tidskrilt 

TcxtilbeTichte fiber WiBscnschafr. Industrie nnd 
Hsndel; 

Die Therapie der Gegenw art 
Thi rapi-ntische llalf-lfonatshefte. 

Times Engineering Supplement. 

T< iiiiidustrie-Zntung, 



JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


19 


Abbreviated Title. Journal. 

Trans Amer. Elec troe hem. Transactions of the American Electrochemical Society, 
Soc. 

Trans. Arner. Just. Chom. Transactions of the American Institute of Chemical 
Eng. Engineers. 

Trans. Amer. Inst. Meta’s . Transactions of the American Institution of Metals. 
Trans. Amer, Inst. Min. Transactions of the American Institute of Minina 

Eng. Engineers. 

Trans. Ceram. Soc. . . Transactions of the Ceramic Society. 

* Trans. Faraday Soc. . Transactions of the Faraday Society. 

Trans. Inst. Min. and Met, Transactions of the Institution of Mining and Metal- 
lurgy. 

• Tr. N. Eng. Inst. Min. and Transactions of the North of England Institute of 
Met. Mining and Metallurgy. 

Trans. New Zealand Inst. . Transactions of the New Zealand Institute. 

Trans Nava Scotia Inst. Sci. Transactions of the Nova Scotia Institute of Science. 
Trans. Roy. Irish Acad. . Transactions of the Royal Irish Academy. 

Trans. Roy. Soc. Canada . Transactions of the Royal Society of Canada. 

Trans. Roy. Soc. Edin. . Transactions of the Royal Society of Edinburgh. 
Trans. Roy. Soc. Sth. Transactions of the Royal Society of South Africa. 

Africa. 

Tsch. MU. Mitt. . . Tschermak’s Mineralogist-lie Milteilungen. 

U.S. Bureau of Mines, Bull. United States Bureau of Mines, Bulletins and Tech- 
and Tech. Papers. nical Papers. 

U.S. Bureau Plant lnd. . United States Bureau of riant Industry. 

U.S. Comm. Rept. . . United States Commerce Reports, Daiiy Consular and 

Trade Reports. 

U.S. Dept. Agric. Bull. . United Stales Department of Agriculture Bulletins. 

U.S. Hyg. Labor. Bull. . United States Hygienic Laboratory Bulletins. 

U.S. Pat United States Patent, 

Univ. Illinois Bull. . . University of Illinois Bulletins. 

Utah Agric. Coll. Exper. Utah Agricultural College Experiment Station 
Stat. Bull. Bulletins. 

Verk. Grol. Reichsanst. Verhandlungen der geologise hen Reich sans ta] tin Wien. 
Wien. 

Verk. Ges. dcut.Naturforsck. Verhandlungen der Gesellschaft deutscher Ntftur- 
Aerzte. forschcr und Aertze. 

Vcrh. Naturhist. med. Vcr. Verhandlungen des naturhistorisch-niedizinisclien 
Heidelberg. Vereins zu Heidelberg. 

Verk. Naturhist. Rhcinl. . Verhandlungen des naturhistoriselien Vereins der 
preussischen Rhein’ and e mid Westfalen s. 

Vcrh. Physiol. Ges. Berlin . Verhandlungen der Physiologischeii Gesellschaft zu 
Berlin. 

Verk, Schweiz . Nat . Ges. . Verhandlungen der Schweizerisclien Natmforsehenden 
Gesellschaft, Basel. 

Vid. Mem. Mas. Geol. Sur- Victoria Memorial Museum Geological Stirrer of 
vey } Canada. Canada, Bulletin. 

VidtnsJcab. Skriflcr . . Skrifter udgivne af Videnskabsselskabct i Kristi - 

ania. 

Wiener El in. JVoch. . . Wiener Klinisehe Woch<?n«ii.diri ft. 

Wuss. A bhandl. Physikal- Wissenschaftliche Abhamllungen dor PhysikalLsch- 
Tech. Reichsanst, Techuischen Reichsanst alt. 

Wiss.VerotT. Siemens Konz. Wissenschafrliche Verb (lent I ich ungen ans dent Sie- 
mens- Konzein. 

noehbl. Papierfabr. , . Woclienblatt fiir Papierfabrikation. 

Woch. f. Bran. . . , Woehenschrift fiir Brauerei. 

i akugakuzasshi (J. Pit arm. Yakugakuzasshi (Journal of the Pharmaceutical Society 
Soc. Japan). of Japan). 

Z.allg. Physiol. . . Zei tsch rift fiir allgemei; e Pliysiologie. 

Z. anal. Ufum . . . . Zeitschrift fiir anal^tische Cliemie. 
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Abbreviated Title. 
*Z. angew . Chem, 

*Z. anorg, Chem. 

Z . ftiol 

Z. deut. Geol. Gee. 

Z. dent. Oel-Fett I ml: 

*Z. Elcktrockem, 

Z. exp. Path. Tker. . 

Z. ges, Brauw. , 

Z. ges. exp. Med. 

Z. ges. Schieas- u. Sprengs- 
toffw. 

Z. Hyg 

Z. Iwaiunit. 

Z. Instrument. . 

Z. Kryst 

Z. Leder. Gerb. Chem. 

Z. ottVntJ. Chem. 

Z. Pkysik. 

*Z. physikal. Chem. . 

Z. physikal. Chem. Unte.rr. 

Z. physiol. Chem. 

Z K prakt. Geol. . 

* Z Sauerstojjf Stickslojf hul. 
Z. Spiritual ml, . 

Z. Uuters. Nahr. Genussm. 

Z. Ver. deut. Znckerind. 

Z. wiss. Mikrosk. 

*Z. wits. Pholochem. . 

*Z. Zuckerind. Oechoslov. . 

Zentr. Znckerind. , 


Journal. 

Zeitschrift fiir aagcvrandte Chemie. 

Zeitschrift fur anorgauische und allgemeine Chemie. 
Zeitschrift fiir Biologie. 

Zeitschrift der deutschen Geologiaehen Gesellschaft. 
Zeitschrift der deutschen Oel- und Fett- Industrie. 
Zeitschrift fiir Elektrochemie, 

Zeitschrift furerperimentelle Pathologic und Therapie, 
Zeitschrift liir das gesamte Branwesen. 

Zeitschrift fiir dJo gesamte experimentelle Medizin. 
Zeitschrift fiir das g samte^ Schiess- und Sprengstoff. 
wesen. 

Zeitschrift, fiir Hygiene nntl Infektionakrankheiteu. 
Zeitschrift liir linmunitatsfurschnng und expert- 
mentelle Tlierapie. 

Zeitachrift fiir Instrumentenkimde. 

Zeitschrift fiir Krystallographie. 

Zeitschrift fiir Leder und Gerberci-Cliemie. 

Zeitschrift fur dfFentliche Chemie. 

Zeitschrift fiir Physik. 

Zeitschrift fiir physikalische Chemie, .Stochiometiie 
und Vcnvandschaftslehre. 

Zeitschrift fiir den physikatisehen und Chemischer 
Unterricht. 

Hoppe Seyler’s Zeitschrift liir pliysiologisclie Chemie. 
Zeitschrift fiir praktisehc Geologic. 

Zeitschrift fiir Sauerstoff und StickstofT Industrie. 
Zeitschrift liir Spiritusindustrie. 

Zeitschrift fiir Unto rsuch ung der Nahrunga- und 
Genussmittel. 

Zeitschrift dea Vereinsder deutschen Zucker-Industrie. 
Zeitschrift fiir wrismschafrlidie Mikroskopie uinl 
mikroskopische Technik. 

Zeitschrift fiir wissenschaftliche Photographie, Photo- 
physik und Photochemie. 

Zeitschrift fiir Zuckarindustrie der Ceehoslovakischeti 
Republik. 

Zentralblatt fiir Zuckerindustrio. 
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ABSTRACTS OF CHEMICAL PAPERS PUBLISHED IN 
BRITISH AND FOREIGN JOURNALS. 

PART I. 


Organic Chemistry. 


The Oscillation of Physical Constants in Homologous 
Series. Hermann Pauly (Z. anorg. Chem., 1921, 119 , 27L— 
291).— The theories put forward by Tammarm (A., 1920, ii, 285) 
and Cuy (A., 1921, ii, 429) to explain the oscillation in the numerical 
values of different physical properties in homologous series are 
criticised and an alternative explanation is suggested. A review 
of the existing data leads to the conclusion that the end groups 
|of the carbon chain and their relationship to each other, especially 
jin the spatial sense, have an important influence on the physical 
iproperties. In the fatty acid series, the odd members have pro- 
jportionately lower molecular volumes and at the same time lower 
nelting points than the even members. It is probable that in the 
open straight chain compounds the carbon atoms form a zigzag 
jhain, and it follows that when the number of carbon atoms is 
sven the end atoms are relatively farther apart than when the 
number is odd. The difference is of the “ syn ” and anti ” type, 
the odd members having a “ syn ” structure with low molecular 
volume and low melting point, the even members the “ anti ” 
structure with higher molecular volume and melting point. The 
odd members, however, have the higher boiling points. Similarly, 
the solubilities and molecular heats in the fatty acid series oscillate 
in the opposite direction to the molecular volume. 

A special type of oscillation is exhibited bv the dissociation 
VOL. CXXII. i; “ 
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constants of the fatty acids and by the optical rotations of the 
acylJ-menthols. When these properties are plotted against the 
number of carbon atoms in the aliphatic chain, two closely similar 
curves are obtained showing a kind of double oscillation. When 
the points corresponding with odd numbers of carbon atoms are 
joined, a zigzag line is obtained, and the points corresponding 
with even numbers of carbon atoms lie alternately above and 
below this line. This type of oscillation appears to be peculiar 
to the fatty acids and some of their derivatives, and in these series 
to be confined to dissociation constants and. optical rotations. It 
is suggested that the phenomenon 
- + POOH ma y t> e ^ ue i n fl uence of the 

is r/ f 1 / UUn methyl group on the carboxy-group 

~ ~ in, for example, the fatty acid series, 

+ when thq carbon chain has the form 

indicated in the annexed diagram. E. H. Pv. 

The Structure of Carbon Chains. Johannes Stark 
(Z. anorg. Chem ., 1921, 119, 292— 298).— An elaboration of the 
hypothesis put forward by Pauly (preceding abstract) to account 
for the difference between the physical properties of the odd and 
even members of an aliphatic homologous scries. Generally, when 
the numerical value of the physical property is plotted against the 
number of carbon atoms, the points corresponding with the even 
members of the series fall on one curve and those of the odd members 
on another, roughly parallel, curve. The difference must be due 
to a difference in structure of the carbon chain when the number 
of carbon atoms is even from the structure when the number is 
odd. The suggestion is made that the difference lies in the curva- 
ture of the zigzag chain. A molecule with a straighter chain 
would he expected to form a more stable space lattice structure 
than one with a more curved chain, and hence to have a higher 
melting point. The compounds of the even series have the higher 
melting points, and it is concluded that these have the straighter 
chain and the compounds of the odd series the more curved chain. 
The molecular volumes and boiling points of the two series are 
consistent with this conclusion. E, H. R. 

Preparation of Aluminium Carbide and of Marsh Gas. 
0. Ohmann ( Z . 'physical, Chem. Unterr ., 1921, 34, 76 — 77). — A 
mixture of aluminium filings, potassium chlorate, and iron, when 
ignited in a stream of carbon dioxide, results in the formation of 
aluminium carbide, A1 4 C 3 . When the powder is finely ground 
and then gently warmed with water, methane is liberated : A1 4 C 3 + 
6H 2 0=3CH 4 -j-2Al 2 0 3 . Four grams of aluminium yield 70 c.c. of 
methane. Chemical Abstracts. 

The Formation of Hexachloroethane from Chloropicrin. 
Oswald Silberrad {Chem. News, 1021, 123, 271). — When hydrogen 
chloride is passed through chloropicrin at 100° and the resulting 
mixed vapours are passed over pumice at 400°, the main products 
are carbonyl chloride, nitrotyl chloride, and nitric oxide. A small 
amoun^of hexachloroethane is also formed, and may be collected 
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by passing the cooled gases through a tube lightly packed with 
asbestos. The asbestos is subsequently extracted with a mixture 
of alcohol and ether and the hexachloroethane allowed to crystallise 
out. *W.G. 

The Elimination of Hydrogen Chloride from Chlorohydro- 
carbons. W. F, Faragher and F. H. Garxer {J. Amer. Chem . 

1 Soc 1921, 43, 1715 — 1724). — The chloro- or dichloro-derivatives 
of hexane, isohexane, heptane, cyclohexane, and benzene were 
examined, and the results indicate that they can be classified in 
the following diminishing order of ease with which hydrogen chloride 
pan be split off: hydroaromatic, aliphatic, aromatic compounds. 

the aliphatic compounds the stability of the monochloro-com- 
lounds at a given temperature decreases with increasing molecular 
weight at least up to chlorohfcptane. Of the three catalysts used, 
lamely, alumina, unglazed porcelain, and unglazed porcelain 
mpregnated with barium chloride, the first named is the most 
efficient, but all three lose their activity rapidly owing to the 
joisoning produced by the decomposition of the hydrocarbons. 
L'his method of removal of hydrogen chloride is quite satisfactory 
[or the preparation of olefine hydrocarbons, but with diolefincs 
Secondary decompositions occur and poor yields are obtained. 

W. G. 

A Reaction between Methyl Alcohol and Water and some 
delated Reactions. J. A. Christiaxsex ( J . Amer. Chem. Soc 
;021, 43, 1670 — 1672). — When suitable mixtures of methyl alcohol 
ind water are passed over finely-divided reduced copper at 230 — 
550°, carbon dioxide and hydrogen are produced according to the 
quation CHyOH 4-H a 0 — CO a -f 3H 2 . Formaldehyde and water 
lehave similarly. W. G. 

Preparation of Ethyl Alcohol. Paul Pascal (Swiss Pat., 
18188; from Chem. Zentr., iv, 802 — 803). — Acetaldehyde is sub- 
mitted to direct reduction by electrolysis in acid solution. The 
lectrolysis takes place in an apparatus with two chambers separated 
ly a porous diaphragm. The cathode consists of mercury or lead, 
nth or without antimony coating. The anode consists of platinum, 
pad, ferric oxide, graphite, or carbon. Acetaldehyde is gradually 
idded to the cathode chamber and the electrolysis conducted at a 
emperature not exceeding 40° and a current density not exceeding 
—3 amperes per square metre. The formation of crotonaldehyde 
s prevented by shortening the period of reduction. Formation of 
rcctic acid is prevented by the use of the diaphragm and the yield 
s almost theoretical. In the place of acetaldehyde, its poly- 
Qerides may be used or acetaldehyde may be formed in the appar- 
tus from acetylene by a catalytic process. The electrolysis may be 
onducted in the presence of sulphuric acid, phosphoric acid, organic 
ulphonic acids, or sodium hydrogen sulphate. G. W, R. 

Preparation of (J-Chlorohydrins. L. Smith (Svensk. Kem. 
'ifekr., 1921, 23, 75 — 83). — In an attempt to prepare p-erjoro- 
ydrin from glycerol By way of ocy-dibromohydrin, p-chloro-ay- 

62 
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dibromopropane, and P-chloro-ay-diacetoxypropane, it was found 
that the first two reactions proceeded smoothly, but when ^-chloro- 
ay -dibromopropane was treated with potassium acetate in a sealed 
tube at ^0°, and the resulting mixture hydrolysed, the product 
consisted of 70% of a-chlorohydrin and 30% of p-chloro hydrin, 
the potassium acetate having caused interchange of a chlorine 
and a bromine atom before the latter was replaced. 

A similar rearrangement was found to occur to a like extent 
in the attempted preparation of p-chloropropyl alcohol by the 
action of nitrous acid on 0 - chloropr opy 1 am ine . A second method 
for the preparation of p-chloropropyl alcohol from a-chloro-p-hydr- 
oxypropane by way of a-hydroxy*p-henzoyloxypropane, a-bromo- 
fi'benzoyloxypropanc, a-phthalimido-p-benzoyloxypropane, and 
[5 - c hloropropy Iami ne hydrochloride gave a product consisting 
chiefly of p-chloro isopropyl alcohol. Chemical Abstracts. 


New Synthesis of Glycerol and a-Glucoheptol. Amk 

Pictet and Andre Barrier { Helv . Ohm. Ada , 1921, 4, 924— 
928), — The synthesis is designed to permit the transformation of 
a sugar of the C n series to one of C* +l series and is somewhat 
'allied to Kiliani’s method except that the hydrocyanic acid of 
the latter is replaced by nitromethane, reaction occurring in ac- 
cordance with the scheme : R-CHO — > OH*CHR*CHyNO, — ► 
OH-CHR’CH 2 <NH 2 -> OH-CHR-CH 2 -OH -► OH-CHR-CH& It 
has been applied successfully to glycollaldehyde and dextrose, but 
the yields are small; it does not appear to succeed with glyccr 
aldehyde or /-arabinose. 

An aqueous solution of glycollaldehyde is heated on a water- 
bath with the calculated quantity of nitromethane and a little 
solid potassium hydrogen carbonate. The cooled solution is 
reduced with aluminium amalgam, the aluminium hydroxide 
removed, and the base precipitated as the mercurichloride. The 
latter is decomposed with hydrogen sulphide and the base treated 
with nitrous acid, whereby glycerol is produced which is isolate’ 
in substance and as the tribenzoate. Under similar condition: 
arabmose is ultimately converted into a substance, colourle* 
needles, m. p. 152°, which does not appear to be a mixture c 
mannitol and sorbitol, and could not be investigated complete! 
by reason of the small amount available. Glyceraldehyde appear 
to give a normal mercurichloride, but the subsequent treatmen 
of the amine with nitrous acid gives a liquid of boiling point mwl 
lower than that of erythntol ; it could not be caused to crystallise 
or converted into a benzoyl or an acetyl derivative. Dextrose fc 
transformed into <x*glucoheptol, m. p. 134 135°. H. W. 

Products of Ethyl p-Chloropropionafe 
lrfim^ hy L,r Chl0r0 | r0pi0nate with Magnesium Ethyl 
ThZ d p d S °?r e ® om P ou «ds which are Derived from 
aX'PTL and Gerald Barrett ( Bull . Soc . 

>) , [iv], 29, 99b 1006). — -Magnesflim ethyl bromide reacts 
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with ethyl |3-chIoropropionate to give a-chloro-y-ethylpentan-v-ol 
b p. 89°/14 mm.; 1-0164; dP 1-0108; < 5 1 4579, which 
is decomposed by potassium hydroxide, giving .ay-oxido-y-ethvl- 
pentane b. p. 129°; d J 0*8691; 0-8525; »* 1*4200 (cf. 

Jlaire, A., 1908, i, 247). This oxide, when treated with dry hydro- 
gen chloride, gives y-chbro-y-ethylpentan.*-ol , which is very un- 
stable, losing hydrogen chloride on distillation, and gives an 
unsaturated alcohol, b. p. 79— 80°/20 mm. ; <ZJ 0-8822 ; dp 0-8658 ; 
‘ »j) 1*4531 ; the constitution of which is either 

, , _ CH ? -CH:CEf-CH 2 -CH 2 -OH or CEt 2 :CH*CH 2 -OH. 

* Ethyl a-chloropropionate reacts with magnesium ethyl bromide 
to give [3-chloro-y-ethylpentan-y-ol, b. p. 76—76-5721 mm/ 
1*0124, d 4 1-00/3; nf t 1-4522, which by the action of potass- 
ium hydroxide yields Py-oxido-y-ethylpentane, b. p 125-4 

125-87760-4 mm.; d\ 0-8496; dp 0-8275; dp 0-8*45 • 
0-8241; nP 1-4063 (cf. Fourneau and Tiffencau, A., 1907, i’ 817). 
This oxide unites with hydrogen chloride, giving principally the 
original chlorohydrin. W G 

Compound Formation and Solubility in Systems of the 
Typ6 f Formic Acid : Metal Formate. James Kendall and 
Howard Adler (J. Amer. Ckem . Soc 1921, 43, 1470—1481 ; cf. 
this vol., ii, 33). — The freezing-point curves of the formates of 
potassium, ammonium, sodium, barium, lithium, calcium, mag- 
nesium, zinc, nickel, lead, and copper in formic acid solution, and 
the acetates of sodium, calcium, zinc, iron (ferric), and silver in 
acetic acid solution, have been experimentally determined. In 
the case of the formates, the following compounds have been 
isolated: H-C0 2 K,3H-C0 2 H ; H-C0 2 K,2H-C0 2 H ; H-C0 2 K,H-C0 2 H 
(m. p. 108V); H-C0 2 -NH 4 ,3H-C0 2 H ; H-CO,NH.,H-CO,H (exists 
in two crystalline modifications); H-CO,Na,2H-CO,H * 
II-CO,Na,H-CO,H; 

and (H-C0 2 ) 2 Ba, H'C0 2 H ; whilst in the case of the acetates only two 
compounds, CH,<!0 2 Na 1 2CH 3 -C0 2 H ; and CH,-C0 2 Na,CH,-C0,H 
were isolated. The results of the present work closely resemble 
those obtained with sulphate systems (A., 1921, ii, 45, 453) in 
following the general rule previously deduced, that compound 
formation increases in extent with increasing diversity in the 
character of the components, the significant variable in systems of 
&S; nera l type HX-J?X being the position of R relative to II in 
the E.M.F . series. An examination of the data for sulphates, 
urinates, acetates, fluorides, and hydroxides shows that the rate 
of decrease in compound formation, in proceeding from more 
positive radicles (such as potassium) or less positive radicles (such 
as silver) towards hydrogen, increases the weaker the acid radicle, 
hoiubihty and compound formation are again found to proceed in 
parallel throughout the series. Salts which show extensive com- 
pound formation (such as salts of the alkali metals) are also ex- 
f\ mely soluble. In passing -down tfce E.M.F. series toward 
yorogen, solubility rapidly diminishes and finally becomes 
'^appreciable. j y g 
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The Action oi Mercurous Formate on^ certain Aliphatic 
Halogen Compounds. Hermann Kunz-Krause and Paul 
Manicke (Ber. deut. Pharm. Oes. f 1921, 31, 344 349). Mercurous 
formate was obtained in small, white, glistening, rhombic prisms 
by dissolving yellow mercuric oxide in formic acid, and rapidly 
filtering before reduction of the mercuric formate first formed 
occurs. Mercurous formate reacts with chloral hydrate and halogen 
hydrocarbons in a similar manner to mercuric acetate (cf. A., 
1921, i, 543), the halogen being eliminated, and carbon dioxide and 
monoxide evolved, according to the equations . (1) 2CCl 3 , CH(OH)g^- 
10H*CO 4 Hg=3Hg 2 Cl 2 + 4Hg f 6H*C0 2 H -j-2C0 2 + 6CO -f 2H a O ; (2) 

2CHCl 3 Hl0H*CO 2 Hg-3Hg 2 Ol 2 -h4Hg+6H-CO 2 H+2CO 2 4-4CO. 


Catalytic Effect of Ammonia oit the Oxidation of Butyric 
Acid with Hydrogen Peroxide. Edgar J. Witzemann ( J . 
Biol Ghem 1921, 49, 123— 141).— In his oxidation experiments 
with hydrogen peroxide, Bakin (A., 1908, i, 74, 119) used the 
ammonium salts of fatty acids. The author could not repeat 
Dakin’s experiments when using potassium hydroxide (A., 1918. 
i, 422). He now finds that ammonia acts as a catalyst, up to 
•four equivalents. One equivalent of ammonium or potassium 
hydroxide is more efficient than two equivalents of either. It is 
suggested that the ammonia effect may be the agency by which 
the normal oxidation of fatty acids is brought about by the liver 
As in Dakin’s experiments, the oxidation took place at the J3-carbon 
atom, acetone being formed. G. B. 

a-Hydroxy -lactones. Burckhardt Helferich and Johans 
Adolf Speidel (Ber., 1921, 54, [J5], 2634 — 2640). — The investi- 
gation was undertaken with the object of examining the possibility 
of the reduction of a-hydroxy-lactones by sodium amalgam in 
faintly acid solution to ay-dihydroxy-aldehydes. Under these 
conditions, a-hydroxy-y-valerolactone and a-hydroxy-y-hexo- 
lactone yield substances with aldehydic properties, but, in each 
case, the amount of available material was insufficient for aji 
extended examination. 

Crystalline chloroparacetaldehyde is obtained conveniently by 
the distillation of chloroacctal with anhydrous oxalic acid and 
cautious treatment of the distillate after it has been preserved during 
three to four days with half its volume of concentrated sulphuric 
acid at 0°. (Crystalline bromopamcetaldehyde , long, colourless 
needles, is prepared similarly from bromoacetal ; when slowly distilled 
in an atmosphere of carbon dioxide, it gives a colourless liquid 
of indefinite boiling point which gradually passes into a solid 
modification distinct from the original compound,) Chloroparacet- 
aldehyde is transformed by an ethereal solution of magnesium 
etfvyl bromide into x-chlor o -Q -hydroxy butane , a colourless liquid 
whiiph rapidly darkens wlym preserved, b. p. 52°/15 mm., d\* H)40, 
ftjf 1H353. The latter is converted by a solution of ethyl sodio- 
malom'ite in absolute alcohol at the atmospheric temperature into 
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, t i , ^JCO — CH-COaEt 

oi-carbethoxy-y-hexolaelone , , a viscous liquid, 

b. p. 144 /8 mm., df 1*1119, w.™ 1*4463, which is transformed by 
bromine in chloroform solution into a-bromo-a-carbetkoxy-y-hexo- 
, , CO — CBrCO»Et . . 


, j — yjorutust 

(amne, , a heavy, yellow liquid, b. p. 148°/5 

mm., df 1*427, nf } 1*4767. The hromo-derivative is transformed 
by hydrobromic acid (d 1*49) and subsequent heating of the product 
at 129—150° into ( ?). bromohexolactone, C 6 H 9 0 2 Br, b. p. 142°/18 
mm., df 1*4826, nf 1*4841. cn-Hydroxy-ydiexolactone , 
n< ^CO — CH-OH 
U ^CHEt*CH 2 ’ 

b. p. 127°/5 mm., d* 4 M454, ri% 1*4517, is prepared by the 
hydrolysis of the bromo-ester with potassium hydroxide solution 
and elimination of carbon dioxide from the product by distilling 
it under diminished pressure. By performing the hydrolysis with 
barium hydroxide, it is possible to isolate the intermediately-formed 
$-kydroxybutylhydroxymalonic acid, 0H*CHEt*CH a *C(C0 2 H) 2 *0H, 
a viscous, pale red liquid and its barium salt. The hydroxy-lactone 
is converted by boiling aqueous barium hydroxide solution into 
barium ay-dikydroxy-n-hexoate, an amorphous, hygroscopic solid. 

H. W. 

The Conditions Underlying the Formation of Unsaturated 
and Cyclic Compounds from Halogenated Open-chain 
Derivatives. III. Products Derived from Halogenated Glut- 
aconic Acids, Ernest Harold Farmer and Christopher Kei k 
Ingold (T., 1921, 119, 2001—2021). 

The Reversibility of the Michael Re?xfion. Christopher 
Kelk Ingold and Walter James Powell ^T., 1921, 119, 1976— 
1982), 

Degradation of d-Saccharic Acid to the Dialdehyde of 
l-Tartaric Acid. Max Bergmanx { Ber 192L 54, [£], 2651— 
2658).— The action of bromine and potassium hvdroxide on the 
tiamide of saccharic acid leads to the formation of Martardialde- 
hyde, which is isolated in the form of its diphenylhydrazonc. 

Conversion of the 
( j"0 2 H C0 2 H latter into the free 

(jX) 2 H H*C*OH II*C‘OH dialdehyde could 

H0*C*H <- — HO*( *H H0*C*II no ^ e ^ ec ^d, but 

h-c-oh H'Coh ~ y m 11 the identit y of the 

pA it T r ' , VLr 2 latter is confirmed 

C0 2 H I4*yoH bv its oxidation to b 

C0 2 H tartaric acid. Since 

it,- j . . _ Fischer has shown 

a • j acid is formed by the oxidation of d-saccharic 

r\r ri ^^^ ass ^ UIQ permanganate, an example is given of the 
P 0 uction of enantiomorphoufe forms by the action of different 
gents on the same compound owing to removal of different 
ions of the original molecule as shown by the annexed seffeme.' 
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The diamide of d-saccharic acid, hexagonal plates, decomp. 
170° when rapidly heated, is obtained readily and in excellent 
yield by the action of concentrated ammonia on free saccharic 
acid which has been dehydrated at 100° in a vacuum (and hence, 
presumably, has, been converted into the corresponding dilactone). 
It is oxidised by bromine in the presence of potassium hydroxide 
to Uartardialdehyde, which is converted by immediate addition of 
phenylhydrazine into a mixture of 1 - tartar d ia Idehyde - <x- diphenyl - 
hydrazone, almost colourless, 3- to 6-sided leaflets or microscopic 
needles, decomp. 177 — 179° after darkening above 160°, [ag 
— 99 "6® in pyridine solution (the substance is probably not quite 
homogeneous) and l4aHardiaUehyde-^‘diphenylkydrazom, almost 
colourless crystals, decomp. 19o° after darkening above 170°, 
Md —1° to —2° in pyridine solution. The owdiphenylhydrazone 
is converted by benzaldehyde in aqueous alcoholic solution into 
1 dartardialdehydemomphenylhydrazone ; individual specimens of 
the latter which appear to be analytically pure show widely- 
varying melting points, whereas the specific rotation is practically 
constant ([a])> - 182‘7° in alcoholic £50%] solution). The oxida- 
tion to J-tartaric acid is effected by treatment of the diphenyl- 
hydrazone with benzaldehyde as just described, removal of the 
monophenylhydrazone, and treatment of the filtrates from the 
latter with bromine at 50°. Z-Tartardialdehydemonophenyl- 
hydrazone is converted by a dilute solution of hydrogen chloride 
in absolute methyl alcohol at 20® into the base, C 10 H 8 ON 2 , which 
is presumably a pyridazine derivative; it crystallises in lustrous, 
hexagonal plates, decomp, 160 — 170°, according to the rate of 
heating. The corresponding hydrochloride , plates or slender 
needles, decomp, about 213°, the nitrate, plates (-f H 2 0), the picrate, 
canary-yellow prisms, and the unstable nitrite are described. 

H. W. 


A New Preparation of Formaldehyde Hyposulphite and 
an Economical Generator of Hyposulphurous Acid. Ph. 

Malvbzin, Ch. Rtvalland, and L. Grandchamp (Compt. rend., 
1921, 173, 1180— 1182). —When zinc dust is suspended in a 40% 
solution of formaldehyde and sulphur dioxide is passed into the 
solution through the walls of a Chamberland filter, a concentrated 
so ution of zinc-formaldehyde hyposulphite is obtained and the 
salt crystallises out on cooling. This material is a very powerful re- 
ucmg agent for dyes such as indigotin, and is much more economical 
for use in the industry than the 88-90% hyposulphite. W. G. 


i™lu Cti0n of Hydrogen Phosphide on Formaldehyde. 

Alfred Hoffman (,/. Amer. Chem. Soc., 1921, 43, 1684—1688).- 
, Phosphide is passed into a warm aqueous solution 

^ a acidified with hydrochloric acid, tetramethylol- 

<^.PCI(CH 2 .OH) 4 , rn. p. 151 °, is obtained. 
When acted on by alkali hydroxides or carbonates, it yields a 
y which gives a tribenzoyl derivative, 
Jf Vi. i < ? lcium “rbonate is added to an aqueous 
he phosphonium chloride, carbpn dioxide is evolved, 
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and if the mixture is warmed, hydrogen and formaldehyde pass 
off and the syrupy compound described above is obtained. When 
ammonia is passed into a solution of the pho&phonium chloride 
in methyl alcohol, a compound is obtained in the form of a curdy, 
white precipitate, but its constitution has not bee.n determined. 

W. G. 


y-Hydr oxyaldehydes . IV. y-Hydroxy aldehydes with Ter- 
tiary Hydroxyl. Burckhardt Helferich and Max Gehrke 
(. Ber ., 1921, 54, [B], 2640—2647; cf. A., 1921, i, 421).— The sub* 

stances of the types, CHO-CH 2 -CH 2 -CRMe-OH, or 0<cRMe— 


are prepared by the action of suitable Grignard’s reagents on 
methylheptenol, fission of the primary products with ozone, and 
reduction of the ozonides. The ethyl, n-propyl, phenyl, and 
benzyl compounds are described. The new aldehydes, like those 
with the secondary hydroxyl group described previously, appear 
to be exclusively or mainly cyclic in structure, since they react 
gradually with magenta-sulphurous acid solution or ammoniacal 
silver and give methyl semiacetals with methyl alcoholic hydrogen 
chloride which are hydrolysed by dilute acids, but not by emulsin. 
They lose water more readily than do the corresponding compounds 
with a secondary alcoholic group, passing thereby into dihydrofuran 


derivatives. 

y-Hydroxy-y-methyl-n-hexaldehyde, CHO’CHg'CHg’CMeEt'OH, or 
5 -hydroxy- 2 -methyl- 2 -elhyltelrahydrofuran, ^ a 

colourless, mobile liquid, b. p. 77— 82°/10 mm., d\ H 0*9742, njj 
14411 . The corresponding methyl semiacetal, 0 t— _ ’ 


a colourless liquid, has b. p. 61*o°/32 mm., 0 9106, ntf I 4218. 
frPropylmethylkeptenol , CMe 2 X’H * C H 2 * 0 H 2 * CM ePr * 0 H , b, p, 112 — 
113 o /10 mm., d\* 0*8445, »i? 1*4500, is converted in the usual 
manner into y-hydroxy-y-methylheptaldehyde (or 0 -hydroxy -2- 
j methyl-2-propyUetrahydrofuran , b. p. 94 — 95°/12 mm., df 0*9661, 
njj 1*4400, from which o-methoxy-2-methyl-2-propyUelrahydrofuran, 
b. p. 58— 60710 mm., dj* 0*8990, 1*4238, is obtained. ^Phenyl- 

methylheptenol , b. p. 107 — 1097*2 mm,, d‘f 0*9680, nft 1*5205, is 
transformed into y -hydroxy -y-phenylvaler aldehyde, b. p. 123 — 
12472 mm. (slight loss of water occurs during distillation even at 
this pressure), 1*016, nj? 1*5382, which fields 5-methoxy-2- phenyl* 
2-methyltetrahydrofuran, a colourless liquid, b. p. 128716 mm., 
df 1*033, 7$ T5288. $-Benzylmethylheptenol, an almost colour- 
less, viscous liquid, b. p. 127 — 12973 mm., df 0*9550, »'r; 1*5161, 
is converted into the corresponding aldehyde in a similar manner, 
but the latter cannot be purified by distillation on account of the 
readiness with which it loses water and passes into 2-benzyl‘2‘ 


m dhyl'2 : Z-dihydrofuran, a P ale 3’ eUofv 

^'luid, b. p. 11872*8* mm., d;' 1 042, ng 1*5329 2 . The uncfistilled 



i. 10 


ABSTRACTS OF CHEMICAL FABERS. 


aldehyde is readily convertible into ti-mcihoxy^bm&jl-^-mztliyllelra- 
hydrofuran , a colourless, viscous liquid, b. p. 133 — 135°/3*5 mm., 
df 1*020, T5124. The dihydrofuran derivative unites with 

bromine in chloroform solution, but removal of the solvent is 
accompanied by- loss of hydrogen bromide and formation of 
4( 1 ) - bromo - 2 - benzyl-2-methyl-2 : 3( \ ) -dihydrofuran > C 12 H 13 OBr, short, 
colourless prisms, b. p. 140 — 141°/2‘8 mm. H. W. 

Synthesis of Sugars from Formaldehyde, Carbon Dioxide, 
and Water. A. J. Ewart ( Proc . Roy. Soc. Victoria, 1919, 31, 
378 — 387 ; cf. ibid., 1918, 30, 178— 209).— The main conditions 
for the polymerisation of formaldehyde to sugar by alkali hydroxides 
and carbonates are appropriate dilution and a temperature of 
100° to 110°; the most rapid reaction is produced by sodium 
hydroxide, particularly in the presence of a neutral calcium salt. 
The by-products are mainly formates and methyl alcohol. The 
sugar obtained is optically inactive, and contains reducing pentoses 
and reducing fermentable hexoses. Carbon dioxide and water 
are readily polymerised to sugar by the aid of magnesium. The 
production, previously noted, of calcium tartrate during the 
synthesis of sugar, was not confirmed. Chemical Abstracts. 

' Starch. J. J. Lijxst Zwikker (Rec. trav. chim., 1921, 40, 
605 — 615). — An investigation of the colloidal condition of grains 
of four kinds of starch shows that the degree of dispersion is 
different in each case. Solutions, prepared in the cold from grains 
which had been mechanically broken up, were submitted to ultra- 
filtration and the amylose content of the ultra-filtrates was deter- 
mined. Solutions prepared by heating gave no amylose in the 
ultra-filtrate. The colloidal condition of amylopectin differs from 
that of amylose. Amylophosphoric acid derives its character 
from amylopectin by reason of the nature of the kations which 
are present ; these also have a marked influence on the adsorption 
power of the starch. 

Adsorption experiments are discussed and the conclusion is 
drawn that starch is more closely allied to cellulose than has 
hitherto been supposed. H. J. E. 

Constitution of Starch Iodide. A. Lottermoser and Mas 
Steuue (Z. Ekktrochem ., 1921, 27, 496-501 ; cf. A., 1921, i, 70S).— 
An attempt is made to elucidate the constitution of starch iodide 
ptit'i 11 ? 8111,6111611 ^ The potential of the element 

irtlgfl j has been measured with changing iodine concentration 
and constant iodide concentration in aqueous solutions. The 
potassium iodide concentrations used were 0T^v r , 0-2A, and O’OLY, 
and the amount of free iodine added varied from 0-00019 to 0'58o 
millimols. ; all measurements were made at 25°. It is shown that 

e logarithm of the total iodine concentration varies in an almost 
near manner with .the potential. Hence knowing the inclination 
ot the curve for a given concentration of potassium iodide, it becomes 
possible to determine from the curves the total iodine concentration, 
ine Qj^rve constants a and b were determined for each concentra- 
tion of potassium iodide by the equation log c, and the 
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values' found were 0*liV-potassium iodide a=0*544, 6=0*0310, 
0*2 N - potassium iodide, tt=0’518, 6=0 0313, and (hOlA-potassium 
iodide, a =0*634, 6=0*0342. Solutions of potassium iodide in 0*1% 
soluble starch to which steadily increasing amounts of iodine were 
added were then measured, and from the potential and the curves 
the logarithm of the iodine concentration in the water phase was 
obtained. Thus the quantity of iodine taken up by the starch 
can be calculated. A number of experiments on the partition of 
iodine between water and carbon tetrachloride in the presence of 
starch are described. J. F. S. 

Polysaccharides. XII. Glycogen. P. Karrer ( Helv . Chim. 
Acta , 1921, 4, 994 — 1000). — Glycogen differs from starch mainly 
in its inability to swell in water and in giving a reddish-brown 
coloration with iodine. The chemical similarity of the substances 
is further exemplified by the conversion of glycogen by methyl 
sulphate and barium or sodium hydroxide into metkyloglycogen, 
[ajn — 206° in aqueous solution, the properties of which agree even 
in detail with those of methylostarch. Similarly, glycogen is trans- 
formed by sodium hydroxide into a compound, (C^HogO^NaOH)*, 
which therefore has the same composition as the similar substance 
obtained from starch. 

The hypothesis has been advanced previously that glycogen 
is differentiated from starch chiefly by the degree or mode of 
polymerisation of the maltose anhydride, although the heats of 
combustion of the substances show that the difference in the degree 
of polymerisation cannot be very great. On the other hand, it 
is possible that starch and glycogen are fundamentally identical, 
and that their differing behaviour towards iodine and water are 
caused by the presence of impurities. The formation of coloured 
adsorption compounds with iodine is characteristic of the colloidal 
condition and is greatly dependent on the size of the particles and 
other external factors. The relationship between starch and 
glycogen is very similar to that between amylose and amylopectin ; 
in the latter case, it is highly probable that the difference is due 
to the presence of a small amount of a compound of phosphorus. 

H. W. 

Action of Ferments on Laminarin. (Mme) Z. Gruzewska 
[Bull Soc. Chim. Biol, 1921, 3, 490— 197).— Although laminarin 
(cf. Kylin, A., 191o, i, 931) can be utilised bv the animal organism, 
experiments in vitro indicate that pancreatic juice, gastric juice, 
and invertase of animal origin are without action on it. Diastase 
and invertase from vegetable sources, however, ferment it slowly, 
whilst hydrochloric acid hydrolyses it completely, the product in 
each case being dextrose. Of the ferments tested, that obtained 
from snails (Helix pomalia) was found to be most active. E. S. 

Comparative Action of Heat on Cellulose, Hydrocellulose, 
and Oxycellulose and tjie Characterisation of Hydro - 
cellulose by Dry Heat. K». .JrsTiN*MiELLER (Bull Soc. e him., 
1921, [iv], 29, 987— 988) . — Hydroeellulose caramelliscs at * lower 
temperature than oxycellulose and at a much lower temperature 
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than cellulose. If the specimen under examination is submitted 
to dry heat, it will assume a brown colour at 130 — 150°, at which 
temperature oxycellulose shows at most only a pale yellow colour 
and cellulose no change at all. W. G. , 

Cellulose. V. A New Degradation of Cellulose. Con- 
version of Cellulose into a Biose Anhydride. Kurt Hess 
(Ber., 1921, 54, [£], 2867— 2885).— Previous methods of fission of 
cellulose have led to the recognition of cellobiose and dextrose as 
important products, but they do not permit a decision as to whether 
cellobiose is the fundamental unit in the structure of the cellulose 
molecule and dextrose is formed therefrom or whether dextrose 
itself is also an essential factor in the formation of cellulose (cf. 
A., 1921, i, 710). Various new methods of degrading cellulose 
have therefore been investigated. 

When treated with ethyl alcohol and hydrogen chloride, cellulose 
yields indefinite, dark-coloured products which do not reduce 
Fehling’s solution and have a small ethoxyl content. A mixture 
of glacial acetic acid and hydrogen bromide also gives unsatis- 
factory results. The use of acyl haloids, however, is more promising 
and the action of acetyl chloride, acetyl bromide, benzoyl bromide, 
thionyl chloride, and propionyl bromide and absolute hydrogen 
haloids on cotton cellulose, wood cellulose, acetylcellulose, and 
ethylcellulose has been investigated. With acetyl chloride, com- 
plete solution of the cellulose results within four to five days, 
whilst with acetyl bromide the process is even more rapid. Benzoyl 
bromide attacks cellulose without dissolving it. Propionyl bromide 
causes solution. On the other hand, thionyl chloride appears to 
have no action on the fibre; a proof is thus afforded that the 
action observed with other acyl haloids is not entirely due, at any 
rate, to the liberated halogen acid, but that the acyl haloid must 
itself play an important role. 

Cellulose is converted by acetyl bromide into a yellow syrup 
containing bromine, only part of which caii be exchanged for 
hydroxyl by means of silver carbonate and moist acetone. After 
acetylation of the crude product with pyridine and acetic anhydride, 
about one-third of it is obtained in the form of penta-acetyl-j&* 
glucose. The remaining, non-crystalline product contains about 
13% of bromine and, as judged from determinations of its molecular 
weight, contains, in part, a biose derivative. Cellobiose is also 
converted by acetyl bromide into pcnta-acetylglucose and sugars 
containing bromine. Under similar conditions, maltose appears 
to be transformed into acetylbromomaltose, which is subsequently 
decomposed into acetylbromoglucose and small amounts of an 
acetyl bromoglucose bromohydrin of doubtful constitution. [This 
observation throw's some doubt on Karrer’s claim of the quantitative 
conversion of amylose into acetylbromomaltose (cf . A., 1921, i, 311).] 
Ethylcellulose and acetyl bromide similarly yield a brominated 
product from which it has been found possible to isolate a crystal- 
fine brtmoacelylelkylghcose , m. p. 123°, which is to be more fully 
described in a subsequent communication. 
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The action of acetyl chloride proceeds in a totally different 
manner, an almost colourless solution being obtained which solidifies 
rapidly when concentrated. The product is separable by solution 
in glacial acetic acid and precipitation with ether into an insoluble 
and a soluble portion ; the latter, which can be caused to solidify 
by evaporation of the solution, dissolving the residue in chloroform, 
and precipitation by ether, has not yet been examined completely. 
The former consists of a mixture of a hexa-acetylanhydrobiose 
and a chloropenta-acetylanhydrobiose, the relative proportions of 
which depend on the duration of the original action. By treat- 
ment with acetic anhydride and sodium acetate, this product is 
converted into an apparently homogeneous hexa-aceiylanhydrobiose, 
C 24 H 3 2 0 lfl , small, colourless crystals, m. p. 265 — 270°, 17*8°, 

in chloroform solution. The substance has a pronounced tendency 
to yield colloidal solutions! Dilute solutions of it in glacial acetic 
acid have a molecular weight corresponding closely with the value 
calculated from the formula given above, but marked association 
is observed in more concentrated solutions. In phenol, the sub- 
stance is bimolecular, whereas in bromoform the association is 
complete and a depression of the freezing point is not observed. 
In its general properties, therefore, the new substance exhibits a 
close analogy with cellulose and its esters. Treatment with alcoholic 
potassium hydroxide solution at the atmospheric temperature 
converts the hexa-acetate into the corresponding ankydrobiose, 
C^H^O^HgO, an apparently microcrystalline powder which 
becomes discoloured at 200°, but is not melted completely at 270°. 
It is insoluble in water, but soluble in ammoniacal copper hydr- 
oxide solution. It is soluble in cold alkali hydroxide and is pre- 
cipitated unchanged from such solutions by acids; with warm 
solutions, this is not the case. The solubility in ammoniacal 
copper hydroxide solution does not depend, however, on the basic 
character of the latter, since a similar solvent action is exerted by 
ammoniacal silver oxide, but not by ammoniacal cadmium hydr- 
oxide solution. The substance shows distinct adsorptive capacity 
for substantive cotton dyes. H. W. 

Cellulose Nitrates. G. de Bruin ( Rec . trav. ckim ., 1921, 40, 
632—664). — A resume is given of the more generally accepted 
views as to the constitution of cellulose from the point of view 
of its nitration products and also of the various methods of deter- 
mining its stability and the ratio of nitrogen content to stability. 
For the work described, a large quantity of material was used and 
details are given with regard to the cellulose, acids, nitration, 
stabilisation, and method of sampling and of carrying out esti- 
mations of nitrogen content. The relation between stability 
and nitrogen content at 95° and 132 3 is expressed both numerically 
and graphically, the author's method of investigation being described 
in detail. This is followed by a review of work carried out on the 
solubility of cellulose nitrates in mixtures of alcohol and ether, 
together with methods of experiment hitherto in use. The author's 
results as regards s.olubility, expressed as the mean of A series 
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of determinations of the ratio of solubility to nitrogen content 
vary considerably with methods of preparation of the cellulose 
nitrate. The author infers from his experimental work on stability 
and solubility that there are simple cellulose nitrates the nitrogen 
content of which is about 12% and 12*5% respectively; it is shown 
that the substance containing 12-75% of nitrogen is present as a 
mixture of two isomerides one of which is soluble in a mixture of 
alcohol and ether, the other being insoluble. These results are in 
accordance with the theory put forward by Vieille. H, J. E. 

Lignosulphonic Acid. Peter Klason ( Zdlsloff u. Papier , 
1921, 1, 56).— The author criticises the formula proposed for the 
barium salt of lignosulphonic acid by Houig and Fuchs (A., 1920, 
i, 753) and proposes C 19 H 18 O u SBa in place of the formula 
C 18 H 30 O 10 SBa. * Chemical Abstracts. 

Action of Ozone on Aliphatic and Aromatic Substitution 
Products of Ammonia. Wilhelm Strecker and Max Baltes 
{Ber., 1921, 54, [B], 2693—2708; cf. Strecker and Thienemann, 
A., 1921, ii, 44). — The action of ozone on substitution products of 
ammonia only leads to oxidation with addition of oxygen when 
the radicles attached to the nitrogen atom are similar to one 
another and of not too great molecular weight; thus, the tertiary 
aliphatic amines give the corresponding amine-oxides, whereas 
triphenylamine gives at the most a highly unstable product. If 
the substituents differ from one another, as is the case with the 
primary and secondary aliphatic amines and the W-alkylanilines, 
ozonisation causes the degradation of the molecule. With aromatic 
derivatives, ozonisation does not cause an extensive change in the 
molecule when the oxidation product is a particularly stable 
substance. 

Undiluted trimethylamine reacts explosively with ozone. In 
chloroform solution at —80°, the base is converted into a mixture 
of trimethylamine N* oxide and its hydrochloride (cf. Dunstan and 
Goulding, T., 1899, 75, 792, 1005), the requisite hydrogen chloride 
being derived from a partial oxidation of the solvent. A precisely 
similar reaction is observed in carbon tetrachloride solution at 
—30°. In aqueous solution, trimethylamine oxide is likewise pro- 
duced in small amount, but, in this instance, its formation is 
accompanied by the production of formaldehyde. Ozonisation in 
the presence of much hexane gives formaldehyde and a viscous, 
white mass which melts to a yellow oil, insoluble in hexane, when 
removed from the cooling bath. The oil soon decomposes with 
evolution of nitrogen, hydrogen, and formaldehyde ; on distillation, 
w/ iel(ie carbon dioxide » formaldehyde, and monomethylamine. 
When treated with hydrogen chloride either before or after the 
spontaneous evolution of gas, it gives small amounts of trimethvl* 
amine oxide hydrochloride. Formaldehyde and dimethylamine 
are obtained when its aqueous solution is evaporated with hydro- 
chloric acid. It appears probable that an aldirn or a substance 
such te trimcthyltrimcthyleneamine is intermediately formed. 
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Ozonisation in ethyl chloride solution proceeds in much the same 
manner as in hexane, except in so far as small amounts of trimethyl- 
amine oxide hydrochloride are formed. 

Tnethylamine is less vigorously attacked than trimethylamine 
by ozone, but the processes are otherwise similar. In chloroform 
solution, triethylamine oxide hydrochloride together with small 
amounts of diethylamine hydrochloride are produced. In hexane, 
a pale yellow oil is formed which contains diethylamine and 
acetaldehyde, from which gas ia not evolved. A similar effect is 
observed in ethyl chloride, but, in this case, triethylamine oxide 
hydrochloride is also produced in small quantity. 

Tri -propylamine when dissolved in chloroform gives tripropyl- 
amine oxide hydrochloride (identified as the picrate, m. p. 129-5°). 
In the absence of solvent, the amine oxide is also formed, but the 
oxidation proceeds farther \vith production of aldehyde and nitrate. 

Dimethylaniline could not be converted into its oxide by 
means of ozone, the main products b£ing formaldehyde and more 
or less resinous substances. Diphenylamine and tetraphenyl- 
hydrazine did not give characteristic products when ozonised. 
Triphenylamine yielded a fiocculent precipitate which decomposed 
with evolution of gas when filtered ; possibly an unstable amine 
oxide is formed. In substance or in solution, phenylhydrazine- is 
decomposed extensively by ozone, with the production of a black 
mass resembling pitch. Phenylhydroxylamine, on the other hand, 
is transformed into nitrobenzene in fairly good yield, whilst hydrazo- 
benzene is converted smoothly into azobenzene. Tribenzylamine 
is oxidised to benzoic acid, small amounts of benzaldehyde being 
also produced. " H. W. 

Ainmonium Radicles. II. Tetraethylammoniurn. II. 

Hans Heinrich Schlubacii and Frttz Ballauf ( Ber ., 1921, 54, 
[B], 2811 — 2825). — An extension of previous work (Schlubach, 
A., 1920, i, 822). 

A solution of tetraethylammoniurn iodide in liquid ammonia 
at —70° is subjected to electrolysis in a specially designed 
cell which is fully described and figured in the original. The 
phenomena arc very similar to those observed with tet-ra- 
ethylammonium chloride, blue streaks appearing immediately at 
the cathode and a dark blue solution being formed. The latter 
is decolorised immediately by iodine, with formation of tetra- 
ethylammonium iodide and reacts with sulphur with apparent 
formation of teiraethylammomum sulphide, (NEt 4 )JS. When a slow 
current of dry oxygen is passed over the cathode, the blue solution 
becomes slowly decolorised, but the phenomenon is not caused by 
union of the radicle with the gas (see later), and a substance 
analogous to potassium peroxide does not appear to be formed. 
With 2 : 6-dimethyl-y -pyrone, an immediate change in colour from 
blue to yellow is observed, and the solution, when evaporated, 
leaves a red substance analogous to £chlenk and Thai's potassio- 
dimethylpyrone (A., 1913, i, 1205) ; the product is stable in an atmo- 
sphere of nitrogen at the atmospheric temperature, bui rapidly 
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becomes smeary when exposed to air. Similarly, benzophenone 
gives a pale violet compound. Attempts to prepare triphenyl- 
metbyltetraethylammonium, either from its components in liquid 
ammonia or by the simultaneous electrolysis of tetraethylammonium 
chloride and triphenylmethyl chloride, did not lead to the desired 
result. 

The observation that the amount of tetraethylammonium iodide 
produced does not vary greatly with the intensity of the blue colour 
of the solution of the radicle has led to the discovery that the 
solutions gradually become colourless when preserved at a low 
temperature, but retain their ability to react with iodine, sulphur, 
and 2 : 6-dimethyl-y-pyrone in the same manner as do the blue 
solutions. The blue radicle, therefore, becomes transformed into a 
colourless variety. The same modification is produced when a 
slight excess of tetraethylammonium chloride is allowed to remain 
for twenty to twenty-four hours in contact with a solution of 
potassium in liquid ammonia at —70°. The latter method of 
preparing the radicle is preferable to the electrolytic process, since 
it permits the use of larger quantities of material and also avoids 
the decomposition of the product by the heat liberated by the 
current. The colourless form of tetraethylammonium is unstable 
at the temperature of boiling ammonia, since it is decomposed 
completely when its solutions are evaporated. The change does 
not appear to occur in the same manner as with the blue variety, 
since the volume of gas evolved is greatly in excess of that required 
by the equation 2NEt 4 — * 2NEt 3 -fC 4 H 1( j (cf. Schlubach, loc. cit.). 

The relationship between the blue and colourless varieties has 
not been elucidated completely, but it is suggested that a case of 
association is presented, 2NEt 4 (blue) NEt 4 *NEt 4 (colourless); 
the phenomena are thus comparable with those observed with 
triarylmethyls and hexa-arylethanes and with diarylnitrogens and 
tetra-arylhydrazines. H. W, 


Bromo-salts of Ruthenium [Kuthenibromides]. A. Gutbier 
and F. Kraitss {Ber., 1921, 54, [5], 2835— 2838).— In continuation 
of previous work on ruthenichlorides (A., 1915, i, 120), a series of 
the corresponding bromo-salts is described. 

The Mowing pentabromo-eompounds were prepared by mixing 
suitably concentrated solutions of their components. They arc 
readily decomposed in aqueous or aqueous-alcoholic solution, 
particularly when warmed. They can be crystallised from moder- 
ately dilute hydrobromic acid, from which they separate in lustrous, 
dark-coloured crystals which are stable towards air. Methyl 
ammonium ruthenipentabromide, (NH 3 Me) 2 RuBr, needles* di 
methyhmmmium, (NH 2 Me 2 ) 2 RuBr 5 ; trimethylammonium ; ’ tetra 
methytammmium, leaflets; etkylammonium, needles; diethylam 
momum, needles; triethykemmonium, thick plates; tetraethylam 
mmiurn, leaflets ; n -propyhmmonium, needles ; iso propylammmium, 
needles; dipropylammmium ; n-butyh/nmoniim, small needles; 
isQbutylammmiwrn;^ needles ; pyridinium, scales; 

(C 5 H 4 Me*NH) 2 RuBr 5 ; quinolinium, needles. 
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The solutions of the pentabromideB in hydrobromic acid instantly 
eact with bromine vapour at the atmospheric temperature, giving 
he hexabromides, which separate in sparingly soluble, dark coloured 
rystals. The following new compounds are described; dipropyl - 
mvnonium ruthmihexabromide, (NH 2 Pr 2 ) 2 RuBr 6 , long needles ; 
ioamylammonium ; $-picolinium, needles; quinoUnium, H. W. 

Dioximes. Giacomo Ponzio (Gazzella, 1921, 51, ii, 213 — 
;28; Atii Accad. Sci. Torino , 1921, 56, 90 — 106). — In hot aqueous 
olution, the modifications of dioximes of a-keto-aldehydes 
,nd a-diketones react directly with iron, copper, nickel, and cobalt 
a compact strips, giving the corresponding internal complex salts, 
n this reaction, 

2NOh:cr / -cr /, :noh+x (noh:cr'‘CR /, :no) 2 x+h 2 , 

diich possibly occurs also with other elements of Group VIII in 
he periodic system, the syn-glyoximes resemble strong acids, 
.lthough they are not electrolytes and attack neither magnesium 
ior zinc. In this way, cobalt, copper, and iron mostly yield either 
leep brown colloidal * solutions or amorphous precipitates, but 
:uprie dimethylglyoxime has been obtained crystalline. 

Methylglyoxime, prepared by way of oximinoacetone, exhibits 
lormal cryoscopic behaviour in water, has the molecular electrical 
onductivity A 32 0-062, and dissolves in water to the extent of 
ipproximately 2-08% at 8°, 4-58% at 26°, and 7-56% at 40°. 
tfickel methylglyoxime {Tschugaev, A., 1911, i, 261) crystallises 
n bright red prisms, begins to turn brown at about 200° without 
nelting, dissolves in water to the extent of 0-0131% at 16° and 
>0396% at 100°, yields a scarlet precipitate of nickel dimethyl- 
rlyoxime when treated in aqueous solution with dimethylglyoxime 
md a drop of ammonia solution, and dissolves in sodium hydroxide 
elution, giving an orange-yellow liquid which gradually deposits 
lickelous hydroxide. Dibenzoyl m r.th i/lgl yoxim e, 
XOBzXAIe-CHIXOBz, 

■rystallises in white needles, m. p. 164 — 165*. 

Two methods are given for the preparation of dimethylglyoxime, 
)oth making use of oximinomethyl ethyl ketone, which is pre- 
pared in the one case from methyl aeetoacetate and in the other 
tom methyl ethyl ketone. When crystallised from toluene, di- 
uethylglyoxime has m. p. 240* (partial sublimation), and its 
solubility in water varies from 0-32 gram per litre at 0 C to 5 66 
?rams at 100° and is represented by the expression, log S = 1-505 15 -f 
1-01525U— 0-000027725/ 2 . Its copper compound, contrary to 
Tschugaev’s statement (A., 1905, i, 743), is insoluble in the ordinary 
organic solvents with the exception of alcohol. The cobaltous salt, 
[C 4 H 7 O a N 2 )Co, obtained by heating either the aqueous solution of 
the glyoxime w r ith a strip of copper or the alcoholic solution with 
iqueous cobalt acetate, forms a coffee -coloured powder with violet 
reflexion and commences to undergo change at about 200*. The 
iibenzoyl derivative has ra. p..225° (cf. Diels and Stem, A., 1907, 
i, 480). . 

Methylethylglyoxime, NOH!CMe*CEt!NOH, crystallises in* white 
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needles or lamina, m. p. 172—173°, and its solubility in water is 
expressed by the equation log S=l*81837-b(M)2317J 0*00009015/*. 
The compound described in Richter’s Lexikon (I, 290) as ap-dioxydi- 
iminopentane, NOH^CH'CPr'NOH, m. p- 168 , does not exist. 
Dibenzoylmeihylethylgly oxime, C ig H ls 0 4 N 2 , crystallises in long, 
white, lustrous plates, m. p. 173°. 

Methyl-?i-propylglyoxime crystallises in large, lustrous plates or 
long, flattened needles, m. p. 175°, and its solubility in water is 
given by the expression, 

log S = 1 •23045+0 00478637i+0-0001350812e 2 . 

The nickel salt forms orange needles, m. p. 159 — 160°, and the 
same melting point is found for the compound prepared by 
Tschugaev’s method (loc. tit. ), although this author gave m. p. 
144°. The dibenzoyl derivative, C 20 H 20 O 4 N 2 , crystallises in white 
needles, m. p. 128°. * 

Metkyli&opropylglyoxime, CgH^C^No, crystallises in lustrous 
lamina or long, slender needles, m. p. 157 — 158°, and its solubility 
in water is expressed by 

log S^O-23044— 0*00075979/ +0-00015876/ 2 . 

The nickel compound, (C 6 H u 0 2 N 2 ) 2 Ni, crystallises in lustrous, 
orange-yellow laminae, m. p. 229°, and the dibenzoyl derivative, 
.white prisms, m. p. 112 — 113°. 

Chloromethylglyoxime has m. p. 188 — 189 & . Its nickel com- 
pound, C 6 H 8 0 4 N 4 Cl 2 Ni, forms lustrous, wine-red plates, and begins 
to blacken at about 200°. 


Nickel acetylhexoyldi oxime , (C 8 H 15 0 2 N 2 ) 2 Ni, crystallises in brick- 
red prisms, m. p. 157 — 158°. Nickel acetyUn-nonoyldioxim, 
{C u H 2 i0 2 N 2 ) 2 Ni, crystallises in yellowish -brown plates, m. p. 125°. 
Nickel acetylpalmityldioxime, (C J8 H 25 0 2 N 2 ) 2 Ni, forms yellow plates, 
m. p. 88 — 89°. Nickel acetylstearyldioxime , {C^HggOoN^Ni, 
crystallises in orange plates, m. p. 89°. Nickel phenylmethylghj ■ 
oxime, C 18 II 18 0 4 N 4 Ni, forms scarlet needles, m. p. 239 — 240. 
Nickel methylbenzylgly oxime, (C 10 H 11 O 2 N 2 ) 2 Ni, crystallises in orange 
laminae, m. p. 180°. T. H. P. C 


Chromithiocyanates. I. Niels Bjerrum (Z. anorg. Chem 
1921, 118, 131 — 164). — A detailed study has been made of the 
formation of complex thiocyanatochromi-compounds from chromium 
thiocyanate, of their properties, methods of analysis, and of their 
equilibria in solution. The existence of six different complexes 
has been established, of which four have been isolated. 

Experiments with mixed solutions of chromic nitrate and potass- 
ium thiocyanate, in which the formation of chromi-complexes was 
followed by observing the gradual diminution of the conductivity 
of the solution, showed that a condition of equilibrium is eventually 
reached, very slowly in the cold in dilute solution, much more quickly 
at higher temperatures or at greater concentrations. At the point 
of equilibrium, the number of (CNS) groups associated with each 
chromium atom in the complex depends on the ratio of thiocyanate 
to chromium salt originally present. A mixture of compounds is 
formed, which can be separated by taking advantage of their 
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lifferent solubilities in ether. After acidification and extraction 
rith ether, the aqueous solution contains a mixture of mono- 
•hromipentaquothiocyanate and chromitetraquodi thiocyanate salts, 
[he existence of these Balts was inferred from analysis of 
;he solution. Their colour in solution is reddish -violet. They 
ire quite stable in acid, but unstable in alkaline solution. The 
velocity constant in the formation of the mono-complex compound 
rom chromium nitrate and potassium thiocyanate is 0*13 at 50°, 
;he equilibrium constant 328, and the decomposition constant 
>0004. 

Complex chromithiocyanates are also obtained by drying slowly 
i solution of a hexaquochroraithiocyanate. During drying, the 
colour deepens, the solution becomes syrupy, and eventually 
indistinct, red crystals of a chromitriaquotrithiocyanate appear. 
The mixture contains, howenrer, both higher and lower complex 
thiocyana to -compounds. The trithiocyanato-complex can be ex- 
tracted with ether, in which the higher tetra-, penta-, and hexa- 
jompounds are not soluble in absence of free acid. It was not 
! ound possible to obtain the trithiocyanato-compound perfectly 
pure, but the analytical figures for the compound approximated to 
Cr(CNS) 3 (H 2 0) 3 ]. The aqueous solution is red, but it gives a 
^reen solution in ether, with which it forms a compound, probably 
jontaining 3 mols. of the solvent. It is quite stable in ether and 
in acid aqueous solution, but is rapidly decomposed by alkalis, 
and even by sodium acetate. Determinations of the partition 
coefficient between water and ether gave results varying from 
3-3 to 4*7, and it is supposed from this circumstance that the 
substance may be a mixture of two stereoisomerides. 

The rate of decomposition of potassium chromihexathio- 
cyanate was studied in aqueous, acid, alkaline, and alcoholic 
solution in the dark and in daylight. In the dark there is not 
much difference in the rate of decomposition in any of these media ; 
the fact that the hexathiocyanato-eompound is "not sensitive to 
alkali confirms the opinion that in the other compounds of the 
series decomposition by alkali is due to replacement of water in 
the inner complex by hydroxyl. In daylight, the rate of decom- 
position is about ten times as fast as in" the dark. When an acid 
solution of the above potassium salt is shaken with ether, three 
layers are formed, the inner layer being a concentrated solution of 
chromihexathiocyanato-acid in ether. The acid, however, rapidly 
decomposes in ether. The following well-characterised, insoluble 
salts were prepared. Pj/ridi ne salt . (C 5 H 6 X ) 3 Cr{CXS) 6 ,H 2 0, reddish- 
violet, small, flat needles. Quinoline salt, (C 9 H 8 N) 3 Cr(6xS) 6 ,H,0, 
very small crystals, similar to those of the pyridine salt, with a very 
small solubility product. ' E. H. K. 

Chromithiocyanates. II. Niels Riekrum ( Z . anorg. Chem 
1921, 119, 39 — 53; cf. preceding abstract). — After many unsuc- 
cessful attempts to isolate a chromiaquopentathiocyanate deriv- 
ative, this was accomplished by meatus of the quinoline salt. 
A solution containing potassium chromihexathiocyanatft and 
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potassium thiocyanate in the mol. ratio 1 : 3 was heated for two 
days at 50°, and after acidification first the unchanged chromi- 
hexathiocyanate and then the chromipenta thiocyanate were aepar. 
ately precipitated with quinoline sulphate. Quinoline chromi- 
aquopentathiocyanate, [0{CNS) 5 H 2 0](C g H 8 N) 2 H 2 0 forms bluish- 
violet, small, well developed c^stals, readily decomposed by 
ammonia. An aqueous solution of the sodium salt was obtained 
by shaking the quinoline salt with ether and aqueous sodium 
acetate-acetic acid solution. Its colour is reddish-violet; the 
free acid in ether is greenish -violet, changing to green as it decom- 
poses into the tetrathiocyanato-acid. The rate of decomposition of 
the chromipentathiocyanato-ion was determined in aqueous acid 
solutions varying from p H — 1 1° Pn = ^- stability increases 
with the acid strength ; in alkaline solution decomposition is rapid, 
A solution of chromitetrathiocyanato-aeid was prepared from the 
mixture obtained from the slow drying of a solution of hexaquo- 
chromic thiocyanate {loc. cit.), taking advantage of the fact that 
the neutral trithiocyanate is extracted by ether from neutral 
solution, the tetrathiocyanate only after acidification. It is stable 
in ether, unlike the pentathiocyanate, and forms a green ethereal 
solution. In water, it forms a reddish -violet solution and is quite 
.stable in presence of acid. No well-defined crystallised salt of the 
chromitetrathiocyanato-acid was discovered ; the quinoline salt is 
readily soluble and the quinine and strychnine salts form blue, 
flocculent precipitates of varying composition. E. H. R. 

Chromithiocyanates. III. Niels Bjerrum (Z. anorg . Chew ,, 
1921, 119, 54 — 68). — This paper gives an account of the methods 
used for the analysis of complex mixtures of chromithiocyanato- 
compounds (preceding abstracts). Chromium was always esti- 
mated by titration with thiosulphate after oxidation to chromate 
with hydrogen peroxide. Titration of a solution of complex 
chromithiocyanate with silver nitrate by the Volhard method gives 
the total of ionic thiocyanate plus that present as chromi- tet-ra-, 
penta-, and hexa-thiocyanato-ions. The titrated solution is then 
boiled with sodium hydroxide to decompose chromithiocyanato- 
complex compounds and after acidification is again titrated by the 
Volhard process. The second titration gives all the thiocyanate 
present in the form of chromi-mono-, di-, and tri-thiocyanate com- 
pounds plus three thiocyanate groups for each molecule of the 
chromi-tetra-, penta-, and hexa- thiocyanate compounds. This 
method is useful only for determining the proportion of ionic and 
of total complex combined thiocyanate present. The ionic thio- 
cyanate can also be determined colorimctrically with an accuracy 
of 5—10% by comparing the colour given with ferric nitrate with 
standard thiocyanate solutions. When a large proportion of 
complex thiocyanate -chromium compounds is present their colour 
makes it impossible to use this method. The different complex 
compounds are estimated as Mo,ws. Chromi-hexa- and penta- 
thiocyanato -compounds a^e precipitated as quinoline salts, and 
from *an estimation of chromium and thiocyanate in the mixture 
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the proportion of each can be estimated. The remaining solution 
is then acidified with sulphuric acid and extracted with ether, after 
which the ether is again extracted with an aqueous .sodium acetate- 
acetic acid solution. In this way, the trithiocyanate is obtained 
hi the ether and the tetrathiocyanate in the aqueous acetate solution 
and both can be estimated. The original aqueous solution now 
contains chromium thiocyanate with chromi-mono- and dithio- 
cyanato -compounds. It is analysed for total chromium and com- 
plex combined thiocyanate. An estimation of chromium thio- 
cyanate is made on the original solution by adding potassium 
sulphate and alcohol, filtering, and analysing the precipitated 
chrome alum. A small proportion of chromium present as “ con- 
cealed basic chromium ” cannot be estimated in presence of chromi- 
thiocyanato-compounds. Frqrn the data obtained it is possible to 
estimate approximately the proportions of chromi-mono- and di- 
thiocyanato-compounds present. E. H. R. 

Chromithiocyanates. IV. Niels Bjerrum (Z. anorg. Chem., 
1921, 119, 179 — 201 ; cf. preceding abstracts). — Experiments 
were made to study the equilibrium between different complex 
chromi-thiocyanato-eoinpounds at 50°. At the ordinary tempera- 
ture, the velocity of formation of the complex compounds is- 
extremcly slow, but at 50° it proceeds at a speed convenient for 
measurement. The reaction was followed in solutions of chromic 
nitrate (0*01N) and potassium thiocyanate containing varying pro- 
portions of the latter, by means of conductivity measurements, and 
the solutions were analysed when equilibrium had been reached 
(cf. Pt. III). Six equilibrium constants are involved, corresponding 
with the series of six reactions, of which the first is Cr(H 2 0) 6 ++ + -f 
CNS-=Cr(H 2 0) 5 CNS + + +H 2 0, and the last Cr(H20)(CNS) 5 -“H- 
CXS~ =Cr(CNS) 6 -fH 2 0. These constants may be designated 
Jewess,, £ericW*’^ r .< ssv and the values found are 328, 17*5, 
4*56, 1*93, 0*81 and 0*41. From these constants can be calculated 
the affinities of each successive thiocyanate group for the chromium 
atom. These, calculated from the equation A — RT log K and 
expressed in gram-calorics are 3710, 1840, 970, 420, —130 and —570, 
From the equilibrium constants were calculated the proportions 
of each of the complex chromi-thiocyanato-compounds which will 
be present in solution in chemical equilibrium for concentrations of 
ionic thiocyanate from 10 3 to 10 molar, and these results are em- 
bodied in a diagram by means of which the concentration of each 
complex compound can be found when the thiocyanate- ion con- 
centration is known. A curve is given showing the relation between 
the concentration of ionic thiocyanate and the number of com- 
bined thiocyanate groups per atom of chromium. At 100°, equi- 
librium is reached in about half an hour, but apparently a rather 
smaller proportion of complex compounds is present at equilibrium. 
On the other hand, a solution which had stood for several years 
at mom temperature showed a greater prpportion of higher complex 
compounds than a solution of the same total concentration in 
I ^ihbrium at 50°. E. H! R. 
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Preparation of Organic Compounds of Boron with the 
Aid of Boron Fluoride. I. Boron Alkyls and Alkylboric 
Acids. Erich Krause and Rudolf Nitsche {Ber., 1921, 54, 
[B], 2784 — 2791). — Boron trialkyls arc prepared readily by passing 
gaseous boron trifluoride (prepared from potassium borofluoride, 
boric anhydride, and concentrated sulphuric acid and purified by 
condensation by liquid air and subsequent fractionation of the 
liquefied gas) into an ethereal solution of the requisite Grignard's 
reagents. They are isolated by distillation of the crude product 
of the reaction (under diminished pressure, if necessary) in an 
atmosphere of nitrogen. They are colourless, mobile liquids with 
a not unpleasant odour. They are readily oxidised on exposure 
to air, frequently becoming spontaneously ignited. They can be 
preserved indefinitely, even if exposed to light, in an atmosphere 
of nitrogen in sealed tubes. In spite of their relatively high boiling 
points, they are readily volatile at the atmospheric temperature, 
They are very slowly decomposed by water. The alkylboric acids, 
Alk*B(OH) 2 , are most conveniently prepared by preserving the 
boron trialkyls in a loosely-stoppered flask originally filled witl 
nitrogen ; in consequence of the inward diffusion of air, they thee 
become oxidised gradually to the boronalkyi oxides, Alk*BlO, 
which arc converted by crystallisation from a small quantity oi 
hot water into the alkylboric acids. The latter are crystalline 
compounds which are very soluble in the usual media. Thev 
reduce alcoholic silver nitrate solution when warm, but not in the 
cold. Their volatility is remarkable. 

Boron trmoamyl, has b. p. 119°/14 mm., df * (vac.) 

0-7600, (vac.) 0-7607, »£ 142983, wf 6 143207, 143782, 

144254. Boron tmsobutyl has b. p. 86°/20 mm., 188°/760 mm, 
dr (vac.) 0-7380, whence df* (vac.) 0-7400, rig* 1*41652, fij;' 
141882, 1-42445, rig* 142882. Boron tri-n-propyl, b. p. 

60° /20 mm., 156° /760 mm., has d; 47 (vac.) 0-7024, whence df 3 
(vac). 0*7225, 1-41129, rig* 141352, 1-41895, ngj 142354. * 

iso Amylboric acid, C 5 H 1I -B(OH) 2 , colourless, rectangular plates, 
m. p. 169°, isobutylboric acid, long, colourless, pointed plates, 
m. p. 112°, and n -propylboric acid, thick, rectangular plates, m. p. 
107°, are described. \y. 


Constitution of Grignard's Compounds. Julius vo>' 
Braun {Ber., 1921, 54, [jB], 2687). — The idea that the primary 
product of the interaction of a Grignard reagent with a carbonyl 
compound is a molecular additive product (Meisenheimer and 
Caspar, A., 1921, i, 654) has been advanced previously by the 
author (A,, 1918, i, 107 ; 1920, i, 30). He, however, has regarded 
ne addiCon as occurring at the oxygen atom, whereas Meisenheimer 
and Caspar consider it to take place at the magnesium atom. 

H. W. 


2^i5 n wfif r °i UCer r Tat ' S ' Ruiirman >' (Ber., 1021, 54, [£]■ 
, , ¥ 1 , 1’ ^ preliminary account. The crude tar is dehydr, 
a e , Treed from mechanical impurities, distilled under diminished 
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jressure (about 20 mm.), and finally treated with steam at 100°. The 
nvestigation of the neutral oils and phenols is confined for the 
}resent to the steam distillate, whereas the total vacuum dis- 
tillate is used for the examination of the acids. The neutral oil 
s collected in a number of fractions between 83 and 166°/12 mm. 
The separate portions arc characterised by a pleasant odour and 
ieep blue fluorescence which gives place after a time to a dark 
brown coloration. They all contain sulphur (3*4 — 1*8%) which is 
removed only to a small extent by distillation over sodium, but 
2 an be considerably eliminated by treatment with sodium in boiling 
alcoholic solution; oxygen is also present. Further purification 
is conveniently effected by agitating them with methyl alcohol, 
which dissolves the greater proportion of the sulphur and the 
whole of the oxygen compQunds and gives a residue containing 
essentially paraffins and naphthenes. The latter are readily 
destroyed by treatment with fuming nitric acid. A neutral 
fraction, b. p. 140 — 145°/12 mm. when treated in this manner, 
yielded a product, b. p. 144 — 147°/J2 mm., which appears to be 
hexadecane or the next higher homologue. 

The portion of the tar soluble in sodium carbonate solution 
appears to contain acids of the series C- n H 2n _ 2 0 2 and C n H 2n _ 4 0 2 , 
the investigation of which is not complete. 

The sodium hydroxide extract of the tar consists essentially 
of phenols which distil at 88 — 178°/12 mm., with considerable 
formation of jfitch. They can be most readily separated from 
one another by conversion into the arylurethanes, NH 2 *C0*0*Ar, 
and crystallisation of the latter from a mixture of benzene and 
light petroleum. Regeneration is effected by heating the esters, 
when they are decomposed into the phenols and cyanic acid. The 
presence of cresol and its three next higher homologues has been 
established. Phenol appears to be absent. H. W. 

Sulphuryl Chloride. I. Influence of Catalysts : a Con- 
venient Method of Chlorinating Benzene. Oswald Silberrah 
(T., 1921, 119, 2029 — 2036). 

The o- and p-Nitrobenzyl Bromides. Charles Moureu 
and Ralph L. Brown (Bull. Soc. ckim., 1921, [iv], 29, 1006 — 
1008). — o-Nitrobenzyl bromide may readily be obtained by the 
action of either hydrogen bromide or phosphorus pentabromide on 
o-nitrobenzyl alcohol in chloroform solution (cf. Norris, Watt, and 
Thomas, A., 1916, i, 461). p-Nitrobenzyl bromide is obtained 
with a 30% yield by the direct nitration of benzyl bromide (cf. 
Lyons and Reid, A., 1917, i, 559). W, G. 

The Action of Cupric Chloride on Organometallic Deriv- 
atives of Magnesium. Eustace Ebexf.zer Turner ( J . Roy. 
Soc. New South Wales , 1920, 54, 37 — 39). — The method of preparing 
diphenyl by the interaction of magnesium phenyl bromide in 
ethereal solution and anhydrous cupric chloride (cf. T., 1919, 115, 
55&) was found to be successful for the preparation of 1 : l'-ditolyl, 
but could not he used for coupling two dissimilar groups. * 
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Cupric chloride did not react with the magnesium derivatives 
of haJogenated fatty acids to give succinic acids, but ethyl oc-bromo- 
butyrate reacted in ethereal solution with magnesium and cupric 
chloride, giving ethyl s-dicthylsuccinate. W. G. 

The Behaviour of Azo-compounds and their Salts with 
Aromatic Hydrocarbons and Aluminium Chloride. Rudolph 
Pummerer and Joseph Bihapfl (Ber., 1921, 54, [B], 2768 — 2784).— 
An attempt has been made to extend Scholl’s condensations with 
aluminium chloride in the anthracene and naphthalene series to 
the benzene series by carrying out the reactions in presence of a 
substance, such as azobenzene, capable of undergoing hydro- 
genation. It is uncertain whether diphenyl is formed, for the 
greater part of the benzene is converted into viscous, high molecular 
condensation products, thus benzend and aluminium chloride 
begin to react at 40°, but no gaseous hydrogen can bo detected. 
Bisdiphenylene-ethylene, however, when dissolved in dry xylene, 
b. p. 135 — 138°, and treated with five equivalents of aluminium 
chloride for twelve hours at 35 — 40°, is converted into bisdiphenyl- 
ene-ethane (67% yield), long, glistening needles from benzene and 
alcohol, m. p. 238' 5 — 239°. The hydrogenating action of dry 
benzene, free from thiophen, and aluminium chloride on azobenzene 
for three-quarters of an hour at 60° results in the formation of 
hydrazobenzene in 18% yield. In presence of hydrogen chloride, 
phenylation occurs with the formation of aminodiphenyl, m. p. 
J3°, in a yield of 70 — 80%, together with 10% of benzidine, some 
aniline, and 7 — 10% of an oxidisable substance which is possibly 
a semidine base. The course of the reaction in the formation of 
the aminodiphenyl is probably as follows : OTh^NPh+C.H, — > 


NHPh’NH-C 6 H 4 Ph 


NPh:N*C 6 H 4 Ri+C 6 H ( 


C e H 4 Ph-NH-NH-C«H 4 Ph; 


* -^6 4 “ ^ VoU.i li WJU'i'iii u . 

0 6 H 4 Ph-NH-NH*C 8 H 4 Ph+2H 2C $ H 4 Ph*NH 3 ; 
which is equivalent to : NPh:NPh+2C 6 H 6 =2C 6 H 4 Ph'NH 2 . 

This reaction is not limited to the use of azobenzene and benzene, 
for a similar reaction proceeds even more readily w r hen the latter 
is replaced by toluene or xylene. F. M. R. 

The Alleged Hexavalency of Carbon in Carbonium and 
iTyestufi Salts. A. Hajstzsch ( Ber., 1921, 54, [B], 2569— 
2572).— Kehrmann’s theory of the hexavalencv of carbon in 
carbonium salts (A., 1918, i, 311) is refuted, and is shown to be 
mitirely lacking in experimental support. The extension of 
Kehrmami s theory to the yellow salts obtained from fuchsonimon- 

1 sa ^ s aminoazo -colouring matters 

(A., iyi7, i, o93) is equally unsound. F. M. R. 

oi Carb °iiium Salts. A. Hahtzsch 
( er 921, 54, [B], 2573 — 2613). — Determination of the absorption 
spectra, conductivity measurements, and chemical investigation 
? 1Sten . Ce ° f on ^ ^arply-defined groups of triphenyl. 

• . ® "ve S , ^vhich are interconvertible, and which give 

nse to equilibrium mixtures. In addition to the normally-con- 
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gtituted, colourless, non-conducting triphenylmethane compounds 
there exist only the well-characterised, anomalous, yellow con- 
ducting triphenylcarbonium salts, which may be recognised by 
their absorption spectra. The latter compounds are not to be 
regarded as compounds which possess “ ionisable *' carbon valencies, 
or individual unsaturated carbon atoms, or quinonoid or quinolide 
rings, as has been the case hitherto, but are to be regarded as 
carbonium salts similarly constituted to the azonium, phosphonium, 
oxonium, and thionium salts. As is usually the case with -onium 
haloids, two series of isomeric halogen derivatives exist in the case 
of the carbonium compounds, viz., pseudo-salts with a. direct 
non*ionising linking of the halogen atom, such as X*C(C 6 H 5 ) 3 , 
and true salts with an indirect ionising linking of the halogen atom, 
such as [C(C*HAJX. , 

Under suitable conditions the compounds are partly isomerised 
when dissolved in inert solvents with the formation of an equilibrium 
mixture, thus : 

Br-C(C 6 H 5 ) 3 [C(C e H 5 ),]Br, 

the tendency being towards the formation of the pseudo-salt. The 
more readily and completely the halogen atom forms complex 
anions with chemically active substances, the greater the tendency 
of the equilibrium towards the formation of the carbonium salt 
containing the complex kation [C(C 6 H 5 ) 3 ]. 

Even the carbonium perchlorate in an inert solvent such as 
chloroform is converted into the pseudo-salt with the formation 
of the equilibrium mixture : 

[C(C g H 3 ) 3 ]C10 4 ^ C10 3 -0-C(C 6 H 5 ) 3 . 

Ether, in suitable concentrations . converts all the equilibrium 
mixtures into colourless solutions of the pseudo -salts, but, in the 
case of the pseudo-perchlorate, when the ether is removed, iso- 
merisation occurs and the true salt is formed. The chemical 
behaviour of carbonium salts also can only be explained by the 
complex formula [C(C 6 H 5 ) 3 ]X. As is the case with all groups 
attached directly to the central atom of a complex kation, the 
benzene nucleus in carbonium salts cannot be detected by its 
usual reactions, such as bromination, sulphonation, or nitration. 
The carbonium salts are structurally related to the diazonium salts, 
as is shown by the common possession of several characteristic 
reactions ; for example, alcohol converts triphenylcarbonium salts 
into triphenylmethane in a similar manner to the conversion of 
benzenediazonium salts into benzene. 

The yellow' salts of rosanilinc dyes formed in strongly acid 
solution are also carbonium salts, thus pararosaniline forms tri- 
anilino-sulphato-carbonium sulphate, [C(C s H 4 *NH 3 ’S0 4 H) 3 ]S0 4 H. 

F. M. R. 

The Coloured Alkali Salts of Triphenylmethane, and 
Triphenylmethyl as an Amphoteric Ion. A. Hantzsch 
Rer., 1921, 54, [B], 2613— 2620).— The proof that the coloured 
salts of triphenylcnrbinol are true -onium salts (cf. preceding 
abstract) in which the triphenylmethyl residue functions as a 
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kation leads to the conclusion that the coloured alkali salts, such 
as triphenylmethy 1-sodium, are neither true triphcnylmethane 
derivatives with an ionisable carbon valency nor quinonoid com- 
pounds, but are also complex salts in which the triphenylmethyl 
residues function as an anion, thus : 


^H 5 -C<c 6 H 5 l Na - 


In the same manner that the neutral triphenylmethyl residue 
in the colourless, non-conducting triphenylmethyl compounds, 
R‘C(C e H 5 ) 3 , acts as kation in combination with strongly negative 
acidic residues or anions, it acts as anion when combined with 
strongly positive metals or kations. Consequently, alkali and 
tetra-alkylammonium salts (I) are chemically similarly constituted 
to the triphenylcarbonium salts (II), although oppositely charged : 


WKjg 


(Na, or NR 4 ) 




(k) (II*) 

Just as the triphenylcarbonium salts are derived from the 
similarly coloured true base, [C(C 6 H 5 ) 3 ]OH, which is spontaneously 
isomerised to the colourless pseudo-base, HO*C(C 6 H 5 ) 3 , so the 
coloured alkali salts are derived from the true colour acid, 
[C(C 6 H 5 ) 3 ]H, which is spontaneously isomerised to the colourless 
pseudo-acid, H*C(C 6 H 5 ) g . 

There is, therefore, an analogy with the aci-trinitromethane 
salts, and consequently the coloured metallic salts of triphenyl, 
methane are aci-triphenylmcthane salts. Colourless pseudo- 
metallic salts, such as MgCl-C(C 6 H 5 ) 3 , or Zn(CH 2 -C 6 H 5 ) 3 , also 
exist and correspond with the colourless pseudo-haloid salts 
X'C{C 6 H 5 ) 3 . F. M. R. 

The So-called Halochromism of Triphenylmethane Deriv- 
atives. A. Haxtzsch (Ber„ 1921, 54, [23], 2620— 2027).— A. von 
Baeyer's conception of halochromism rests on a purely empirical 
basis and merely expresses the fact that certain colourless sub- 
stances are converted into coloured salts by means of colourless 
acids or bases, without explaining the phenomenon. In the author's 
opinion, halochromism is produced by a discontinuous chemical 
reaction resulting in an alteration in structure, such as the alternate 
transition betw-cen an ionogenic and non-ionogenic linking, that 
is, isomerism between electrolytes and non-electrolytes. As it 
nas been shown by optical measurements that normal salt forma- 
tion from true acids, which occurs without any structural alteration, 
is an optically indifferent process, it follows that halochromism 
does not occur without structural alteration. Kauffm arm's recent 
work on the derivation of valency laws (A., 1920, i, 50) is discussed 
and his deductions are refuted. 

/Z he in?,°"^ d ^ i011 Nmni)er of Carbon. A. Hantzsch 
L- /’ 7 [^1 2627nr2633).— As the haloid pseudo-salts of 

^ re isomerised under suitable conditions to the 
ip leny carbomuin haloids, it follows that the normally 
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quadrivalent carbon atom in the former possesses the co-ordination 
number 3 in the latter : 

X-C(C 6 H 5 ) 3 -> x|^>C-C,H s ]. 

Carbon retains this co-ordination number also in all other electro* 
lytes in which it is the central atom of kations or anions, for example, 
in the yellow carbonium salts which contain more than two equiv- 
alents of acid to one of base, such as [C(C fi H 4 ‘NH 3 *S0 4 H) 3 ]S0 4 H, 
and in the red anions of the alkali salts, such as [CHg'CfjHJNa, 
[CH(C 6 H 5 yNa, [C(C 6 H 5 ) 3 ]Na, etc. Under suitable conditions, the 
co-ordination number of carbon in the kation of the carbonium 
salts can be raised from 3 to 4, particularly in media which dissolve 
these salts without decomposition, thus : 



<-C 6 H 5 

C 6 H 5 ‘OH 


Ci0 4 . 


F. M. R« 


Catalytic Oxidation of Naphthalene. C. R. Downs (U.S. 
Pat. 1374722). — - Naphthalene vapour is partly oxidised to form 
phthalic anhydride by subjecting it to the action of an oxidising 
gas such as air at a temperature of about 450° in the presence of 
aluminium oxide as a catalyst. Chemical Abstracts. 


Catalytic Oxidation of Fluorene. J. M. Weiss and C. R. 
Downs (U.S. Pat. 1374693). — Fluorenone is produced by oxidising 
fluorene vapour with air at a temperature of 300 — 700° in the 
presence of a catalytic metal oxide. Chemical Abstracts. 

Determination of the Melting- and Boiling-points of 
Anthracene, Phenanthrene, and Carbazole. W. Kirby { J . 
Soc. Chem. Ind 1921, 40, 274t).- Determinations of the melting- 
and boiling-points of anthracene, phenanthrene, and carbazole, 
using specially purified materials, gave the following results : 
anthracene, m. p. 218°, b. p. 340°; phenanthrene, m. p. 101°, 
b. p. 332°; carbazole, m.,p. 247', b. p. 331*5°- Earlier recorded 
values were generally lower in tin* case of the melting-points and 
higher in the case of the boiling-points. G. W. R. 

o-Quinones and 1 : 2-Diketones. IV. Synthesis of Ace- 
naphthene. A. Schonberg (AV., 1921. 54. [A]. 2838 — 2S39).— 
A preliminary note. A suitable synthesis of acenaphthene and its 
derivatives has not been described previously. It- is now shown 
that acenaphthenediscmiearhazone gives a 50° ,, yield of acenaph- 
thene when heated at 200° with a solution of sodium in alcohol 
(cf. Wolff, A., 1912, i, 988). The application of the synthesis to 
derivatives of acenaphthene is being investigated. H. W. 

New Derivatives of Diphenylamine. A. V. Bi.om {Ildv. 
Chim. Ada , 1921, 4, 1036—1039). — The following new derivatives 
of diphenylamine are described: 4 ' -V 'hloro -'2 : 4-diu it rod i ph enyl- 
orange-red needles, m. p. 16(j r , which on reduction with 
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sodium sulphide and alcohol yields 4 f -chloro-4-nitro-2-amin o- 
diphenylamine, brownish-violet needles, m. p. 177 ; 2 : 4 -dinitro- 
4.' -ethoxy diphenylamine, glistening, red plates, m. p. 119— -120 , 
which on reduction yields 4-niiro-2-amino-4 - ethoxy diphenylamme , 
•brown plates, m. p." 153°; 2 :4-dinitro-4'-mdhoxydiphenylamme, 
dark red, glistening needles, m. p. 140°; i:4'-diMoro-2-mtro. 
diphenylami-ne, reddish-brown, glistening needles, m. p. 149—150 . 

In an attempt to prepare carbazole derivatives, the above mtro- 
aminodiphenylamine derivatives were converted into the ^azimmes, 
hut nitrogen could not be removed from the latter; 4 -ctdoro- 4- 
nitrophenylaziminobenzene , forms brown needles, m. p. 212—213°, 
and on reduction and acetylation yields 4 * cMoro-4-acetylamino - 
phenylaziminobenzene, silvery needles, m. p. above 300 ; 4-nitroA^ 
ethoxyphenylaziminobenzene, crystallised in pale brown needles, 
m.p 145-146°. 

The History of the Blue Oxidation Product from Diphenyl, 
amine. F. Keiirmann and St. Micewicz (Helv. Chim. Acta , 
1921, 4, 949).— Blom’s view (A., 1921, ii, 664) that the cause of 
the colour reaction between diphenylaraine, nitric acid, and sulphuric 
acid is still undecided is corrected (cf. Wieland and Muller, 
A., 1913, i, 1386; Kehrmann and Micewicz, A., 1912, i, 1020). 
The authors, in their former publication (loc. cit.), attributed the 
discovery of this reaction to Merz and Weith (Ber., 1872, 5, 283), 
whereas it was actually due to A. W. Hofmann (Annalen, 1864, 
132, 165). F- M - R. 

Ketens. XXXVII. Ketenimine Derivatives. H. Staudin- 
oer and E. Hauser {Helv. Chim . Acta , 1921, 4, 887 — 896).— It 
has been shown previously (Staudinger and Meyer, A., 1920, i, 228) 
that a ketenimine derivative is prepared by the action of triphcnyl- 
phosphinepheny limine with diphcnylketen thus : PPh a INPh-f 
CPh 2 ICIO — * PPh 3 !0-[-CPh 2 *C!NPh. The same substance can also 
be obtained from triphenylphosphinediphenylmethylene and phenyl- 
carbimide : PPh 3 :CPh 2 +NPh:CO — > PPh 3 0+CPh 2 :C:NPh. The 
former reaction occurs with greater readiness and smoothness, 
however, and has now been subjected to an extended examination. 
Differently substituted ketens, which in other reactions exhibit 
such unusual diversity, react with about equal ease with phos- 
phineimine derivatives. On the other hand, diphcnylketen reacts 
much more readily with alkylated than with arylated phosphine- 
imines (cf. Staudinger and Hauser, this vol., i, 68). When the 
act is considered that the replacement of the carbonyl by the 
C'N’R group usually causes enhanced activity, it is remarkable 
to find that the ketenimine compounds are highly stable. They 
do not suffer autoxidation and do not unite with unsaturated 
compounds. They are generally stable towards water and alcohol, 
but are hydrolysed by acids to the corresponding acid amides. 
They react fairly readily with aniline and phenylhydrazine, but 
much less vigorously than do the ketens. On the other hand, the 
ease with which the simple ketenimines undergo polymerisation is 
surprising in such stable substances. 
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Diphenylketenphenylimine, CPh 2 ;C:NPh (loc. cit.), is converted 
by aniline into dlphenylacetodiphenylamidine, m. p. 114°, and by 
phenylhydrazine into the compound , CHPh 2 ‘C(:N*NHPh)*NHPh, 
m. p- 117°. It undergoes autoxidation at 150°, partly in accord- 
ance with the scheme: CPh 2 :c:NPh+0 2 — > C0Ph 2 +0;c:NPh. 
Triphenylphosphinemethylimine and diphenylketen give triphenyl- 
phosphine oxide and diphenylkctenmethjlimine , CPh^CINMe, a 
yellow liquid, b. p. I20°/0*2 mm., which could not be obtained 
quite pure. It is a very stable substance which shows little ten- 
dency towards polymerisation; it is converted by concentrated 
hydrochloric acid into diphenylacctomdhylamide, colourless crystals, 
m. p. 164‘5°. In contrast with diphenylketenaphthenylimine, the 
methyl compound unites with methyl iodide, but the methiodide 
has not been examined further. 1) i methylkete nphenyli mine , 
CMe 2 !CINPh, is a pale yeliow liquid, b. p. 98 — 100°/12 mm.; it 
is transformed by concentrated hydrochloric acid into wobutyr- 
anilide, m. p. 104°. Ketenphenylminc , CH 2 !CINPh, a colourless, 
mobile liquid, b. p. 33°/0 , l mm., which solidifies to a colourless, 
crystalline mass at about — 40°, is prepared from triphenylphos- 
phinephenylimine and keten in light petroleum solution at —20°. 
It readily becomes polymerised to a black, amorphous solid when 
preserved, but is otherwise surprisingly stable ; it does not appear 
to react with water, alcohol, benzaldehyde, dimethylaminobenz- 
aldehydc, benzylidcncaniline, thiobenzophenone, azidocarboxylic 
ester, or quinoline and carbon disulphide. Concentrated hydro- 
chloric acid transforms it immediately into acetanilide. Keten- 
ethylimine , CH 2 !CH*NEt, could not be isolated with certainty by 
reason of the readiness with which it polymerises even at —20°. 
Ethyl pkenyliminekdendicarboxylate, XPh!C!C{C0 2 Et) 2l forms colour- 
less crystals, m. p. 80 — 83°; it is much more sensitive to moisture 
than the products described above, H. W. 

The 2-Methylnaphthalene Series. K . Fries and W. Lohmann 
(Ber,, 1921, 54, [B], 2912 — 2924). — Previous experiments have 
shown that 1 -methyl- 3-naphthol is very readily converted into 
derivatives of 1 : 2-dihydronaphthalene under the influence of mild 
oxidising agents (A./ 1906, i, 190). Under similar conditions, 
4-chloro-2 -methyl- a -napht hoi is transformed into 2-methyl-l : 4- 
naphthaquinone. 

2-Methyl- ac-naphthyiamiiie is prepared conveniently by reducing 
l-nitro-2-methylnaphthalene with tin and hydrochloric acid and 
is converted by chlorine in the presence of glacial acetic and fuming 
hydrochloric acids into Idxto-H-mcfhyl^ : 3 : 4 : 4 -tclrachlorotctra- 

hydronapkthalene, C 6 H 4 <^^ \ colourless, prismatic crystals, 

in. p. 1 IS 0 . The latter is attacked but slowly by reducing agents, 
and does not liberate iodine from potassium iodide. It is con- 
verted by stannous chloride in glacial acetic acid solution into 
*‘chlor0‘2-methyl-<x.-}iaphthol, colourless needles, in. p. 104-5 = (acetate, 
needles, m. p. 87°), which is oxidised bv an excess of aqueous ferric 
chloride (less readily by hydrogen peroxide, nitrous or nitric acids) 



ABSTRACTS OF CHEMICAL PAPERS. 



to 2 -methyl-l : i-naphthaquinone, long, yellow needles, m. p. 104°; 
the quinone is prepared more easily by the oxidation of a solution 
of 2 -methyl- a - naphthy lamine sulphate in boiling glacial acetic acid 
with hydrogen peroxide. It is reduced by stannous chloride in 
the presence of glacial acetic acid to 1 : 4 ■ dihydroxy - 2 -m ethyl - 
naphthalene, colourless needles, m. p. (indefinite) 160°, after incipient 


darkening at about 120° ( diacetate , prisms, m. p. 113 ). Chlorine 
converts the quinone or quinol into 2 : Z-dicMoroA : 4-diketo-2- 

CO'CMeCl 

methyUetraJiydronaphtkalene, C 6 H 4 <C~^r i " . , small, pale yellow 


crystals, m. p. 45*5°, which is transformed, Blowly by stannous 
chloride and boiling glacial acetic acid but more rapidly by hot 
concentrated sulphuric acid, into 3 -chloro- 2 ‘fnethyl - 1 : ± -naph- 
thoquinone, dark yellow needles, m. p. 153°. It is remarkably 
stable towards aniline. Reduction with stannous chloride trans- 


forms it into Z-chloroA : 4.-dihydroxy -2-methyl naphthalene, long 
needles, m. p. (indefinite) 160°, after darkening at 130° (diacetate, 
slender, colourless needles, m. p. 194°). The action of bromine on 
2 -methyl-1 : 4-naphthaquinone gives a mixture of Z-hromo-2-mdhyl- 

1 : 4 -naphthoquinone, yellowish-brown needles, m. p, 151°, and 

2 : Z-dibromoA : 4- diketo-2-methyltetrahydronapMhalene , 


-COCMeBr 
'TOCHBr ’ 


coarse, pale yellow prisms, m. p. 107°. Z-BromoA : i-dihydroxy-2- 
methylnaphthalene crystallises in colourless prisms or needles, which 
darken above 95 & , but do not appear to melt (diacetate, colourless 
needles, m. p. 209°). 

If hydrogen peroxide is added cautiously to a solution of 2 -me thy 1- 
a-naphthylamine sulphate in boiling glacial acetic acid, the separa- 
tion of 4 ; 4:' -diamino-Z : Z' -dimethyldinaphthyl sulphate is observed. 
The free base forms colourless, prismatic crystals, in. p. 213° ( diaceiyt 
derivative, m. p. above 300°). The presence of two free amino- 
groups in the molecule is proved by its conversion into the di-p- 
nitrobenzylidene compound, C 3f) H 26 0 4 N 4 , small red crystals. 

H. W. 


Chromo-isomeric Silver Salts of Pentabromophenol, and 
a Theory of Chromo-isomerism of Solid Compounds. 

Howard J. Lucas and Archie R, Kkmp (J. Amer. Chem. Soc 
1921, 43, 1054 — 1665). — The silver salt of pentabromophenol 
exists in two forms, one pink and the other colourless, and in both 
forms silver is linked to oxygen. The moist pink salt is converted 
into the more stable, colourless form on heating or in the presence 
of a small amount of alcohol or of ammonia. If treated with 
stronger aqueous ammonia, it is converted into a white ammoniate, 
OgBrg'O'biH^CgBrgOAg^NHg^gO, which changes into a yellow 
ammoniate , CgBr 5 *OAg,2NH 3 , when warmed with stronger ammonia 
solutions The pink salt is more reactive than the white salt, 
ihus with ethyl iodide it ii^ore readily gives the ethyl ether, and 
it more rapidly absorbs ammonia from an atmosphere containing it. 
to explain these facts, a new theory of chromo- isomerism is 
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proposed, on the basis of which the wave-length of the light ab- 
sorbed by a substance will change as the electrostatic environment 
of the absorbing atoms or ions changes, and will be longest when 
the electrostatic fields are the strongest. This theory offers a 
satisfactory explanation of the yellow colour of aqueous solutions 
of the colourless sodium pentabromophenoxide, of the colour of 
the two forms of the silver salt, and of the yellow colour of the 
ammoniate of the latter. Absorption of light in these cases is 
attributed to the isorropesis of the benzene ring, which is un- 
doubtedly a factor in colour production in other benzene derivatives. 

The theory offers a satisfactory explanation of the different 
colours of polymorphic forms of inorganic compounds such as 
mercuric iodide, thallous iodide, etc. The more symmetrical 
form is the darker coloured because the electrostatic fields about 
the atoms are stronger in the more symmetrical forms. W. G. 

Production of Picric Acid from the Sulphonic Acids of 
Phenol. Ruth King (T., 1921, 119, 2105 — 2119). 

Preparation of p-Methylaminophenol. Society op Chemical 
sdustry in Basle (Swiss Pat., 88561 ; from Ckem. Zentr 1921, 
r, 803 — 804). — p-Arylsulphonamidophenyl esters of the formula 
.cyl*0*C € H 4 ‘NH’S0 2 *Aryl are methylated on the A-hydrogen 
tom and the monomethyl derivatives thus obtained are hydro- 
;aed to form p-racthylaminophenol by the usual methods. By 
reatnient of 4-toluenesuIphonamidophenyl toluenesulphonate, 
6 H 4 Me'S0 2 On34) 6 H 4 *0430 2 *C 6 H 4 Me, with sodium hydroxide solu- 
ions, the sodium salt is obtained as leaf-like, white crystals. This 
; heated with methyl alcohol and methyl chloride under pressure 
)r a few hours at 100 — 120°, whereby 4 -toluenesulphonmethylamido- 
henyl toluenesulphonate is obtained; it forms needles, m. p. 162°. 
’his is heated with 70% sulphuric acid, and by cautious addition 
f water to the brown product a clear solution is obtained, which is 
eated with dilute sodium carbonate solution, p -rndhylaminophenol 
5 extracted from the weak alkaline solution with ether. 

G. W. R. 

Metallic Derivatives of Nitrophenolic Compounds. II. 
>ome Nitrotolyloxides of Metals of Group II. Dorothy 
jOddard and Archibald Edwin Goddard (T., 1921, 119, 2044 — 
>048). 

Thymol from Nitrocymene. R. M. Cole (U.S. Pat,, 1378939). 
-Thymol is prepared bv electrolytic reduction of nitrocymene 
ind diazotisation and reduction of the resulting 2-amino-5-hydroxy- 
i - met hy 1- 4 - isopropyl benzene. Ch emic a l Abstracts. 

Preparation of Thymol, Menthone, and Menthol from 
Eucalyptus Oils. Henry G. Smith and A. R. Pen fold («/. Boy. 
Soc. ■Yew South Wales, 1920, 54, 40—47; ef. T., 1921, 119, 779).— 
Piperitone, a natural constituent of certain eucalyptus oils {loc. 

when oxidised with ferric chloride 'and acetic acid, gives a 
P% yield of thymol. When reduced by hydrogen in the presence 
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of nickel at 175 — 180°, pipcritone gives an almost quantitative 
yield of month one, which on further treatment with sodium in 
aqueous ether gives menthol. W. G. 

Oxonium Salts from Phenol Ethers and Phenols. I 
Nitrosophenol Dyes. IV. F. Kehrmann, H. Decker, and 
B. Solonina (Ber. } 1921, 54. [/»], 2427 — 2435). — With refer, 
ence to Decker and Solonina’s quinonoid oxonium formula for 
Kehrmann and Messinger’s colour salt from thymol ethyl ether 
(A., 1902, i, 767), Meyer and Billroth (A., 1920, i, 37) state 
that the compound was not purified by crystallisation, and that 
the constitution of the diphenylamine derivative obtained by 
reduction was not definitely proved. These assertions are con- 
troverted by the authors, who apply the oxonium theory to explain 
the constitution of other similar compounds. T. H. P. 


Oxonium Salts from Phenol Ethers and Phenols. H. 
Decomposition of Oxonium Salts from Thymol Ethyl Ether 
and from Anisole hy Water or Substances of Alkaline 
Reaction. F. Kehrmann, 11. Decker, and Ch. Schmajewski 
(5er., 1921, 54, [J5], 2435 — 2440). — The authors have investigate 
further the red compounds obtained from oxonium salts by thi 
action of basic compounds or water (Decker and Solonina, A 
1902, i, 767). 

In this way, Kehrmann and Messingcr’s blue nitrate, 

Me Me 


N0 3 -OEt:<^^=NO-/ \oEt,HNO, 

Pr Pr 

(cf. Meyer and Billroth, A., 1920, i, 37), yields a mixture, from 
which the following two compounds have been isolated : (1) Thy. 
moindophenol ethyl ether (Decker and Solonina, loc. cil.), and 
(2) a small proportion of a compound, crystallising in pale orange- 
yellow needles, m. p. 125—126°, and of unknown constitution; the 
expected diethyl ether of dithymylnitric oxide was not detected. 

When dianisylmtric oxide is prepared by the action of pyridine 
on the perchlorate of the blue compound formed by nitration of 
anisole (Meyer and Billroth, loc. cit.), it is accompanied by indo- 

phenol oxide monomelhjl ether, \()Me, which 

crystallises in lustrous, pale orange-yellow needles, m. p. 125 126 , 

forms a violet solution in concentrated sulphuric acid, and is reduced 
by stannous chloride to p-hydroxy-p'-methoxydiphenylamine. By 
ferric chloride, the latter is oxidised to indopkenol monomethyl etfat, 
which crystallises in lustrous, yellowish -red, unstable crystals, and 
may be prepared from the potassium derivative of indophenol, bv 
way of the corresponding silver compound. T. H. P. 


Studies in the Dihydronaphthalene Series. II. The 
ar-Dihydro-a-naphthoU and their Derivatives. Frederick 
Maurice Rowe and Esther Levin (T,, 1921, 119, 2021 2029)- 



ORGANIC CHEMISTRY. 


i. 33 

Nitro-Derivatives of Quinol. F. Kehrmann, M. Sandoz, 
,nd R. Monnier ( Helv . Chim. Acta , 1921, 4, 941— 948).— The 
>bservatioii that quinol monobenzoate is nitrated when dissolved 
n amyl nitrite led to this investigation of the quinol benzoates, 
[he nitration of quinol monobenzoate, m. p, 163 — 164°, in acetic acid 
nlution with one molecular proportion of nitric acid yields 2-nitro- 
^uinol 4-monobenzoate, golden-yellow needles, m. p. 95 — 96°, 
dentical with that obtained by the action of amyl nitrite. Hydro- 
ysis converts it into o-nitroquinol, m. p. 133 — 134° (Elbs, A., 1893, 

, 640), and benzoylation yields o-nitroquinol dibenzoate, white, silky 
leedles, m. p. 139 — 140°. Further nitration yields 2 : Q-dinitro- 
\uinol 4 -bemzoate, citron-yellow needles, m. p. 150 — 151°, which 
jn hydrolysis is converted into 2 : 6-dinitroquinol, long, yellow 
leedles containing water of crystallisation, in. p. 134—135° (Nietzki, 
i,, 1883, 465) ; 2 : ti-dinitfoquinol i-nitrobenzoate , straw-yellow 

needles, in. p. 161 — 162°; o-nitroquinol dinitrobenzoate , small, white 
crystals, m. p. 214 — 215°. 

The nitration of quinol dibenzoate , in. p. 180 — 181°, yields 2 : 6- 
iinitroquinol dinitrobenzoate , yellow needles, m. p. 158 — 159°. It 
is interesting to note that two nitro-groups enter the quinol nucleus 
in this case, whereas a second nitro-group cannot be introduced 
into the quinol nucleus by the nitration of 2-nitroquinol dibenzoate. 
The nitration of quinol dibenzoate never results in the formation 
of a mononitro-derivative, which is in agreement with Xietzki’s 
observations (loc. cit.) with quinol diacetate. F. AI. R. 

Nuclear Condensations of Ethers of Phenykne reap tan. I. 

A. Bistrzycki and Franz Kuba (Helv. Chim. Acta, 1921, 4, 969 — 
^81). — p -Methylthioliriphenylacdic acid , SMe*C 6 H 4 ■CFh 2 *C0 2 H, 

olourless needles or microscopic prisms, m. p. 208 — 210 5 after 
oftening at 204°, is prepared in almost quantitative yield by the 
radual addition of anhydrous stannic chloride to a gently boiling 
olution of benzilic acid and anisyl mercaptan in benzene. The 
iker salt and methyl ester, colourless prisms, in. p. 141 — 142’5°, are 
[escribed. Attempts to demethylate the acid by hydriodic acid 
>r aluminium chloride alone or in the presence of benzene or carbon 
lisulphide did not lead to the desired result. The acid is converted 
3}’ sulphuric acid (95%) at the atmospheric temperature into 
y-mtkylthioltripkenylca rbi not, SMe'CgHj’CPhg'OH, pale yellow' 
prisms, m. p. 65 — 68° after slight previous softening, which is 
reduced by zinc dust in glacial acetic acid solution to p-methyl- 
Holtriphenylmetkane, colourless needles, m. p. 68 — 69°. The 
krbinol is converted by hydrogen chloride in ethereal solution 
pto p-methylthioltriphenykhloromethane, rhombic platelets, m. p. 
p8'5— 89 5°, which undergoes a complicated decomposition when 
heated. The acid is converted by nascent bromine into p -methyl- 
blpkoxidetriphenylacetic acid , S0Me'C 6 H 4 *CPh 2 'C0 2 H, colourless, 
microscopic prisms, decomp. 130° (after four years the decomp, tem- 
perature had risen to 219 — 220° ; the reason for this is unknown), and 
|y potassium permanganate into p -methylsutphonetri pheuylacetic acid , 
|0 2 Me‘C e H 4 , CPh 2 *CO 2 H, microscopic prisms, decomp. 140°. The 
VOL. cxxii. i. c 
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latter is transformed by concentrated sulphuric acid into p -methyl 
sulphomtriphenylcarbinol, which appears to exist in two forms, 
m, p. 178 — 179° and 132° respectively; the former is produced 
when the latter is preserved, whilst the reverse change can occasion- 
ally be induced by crystallisation from a mixture of acetone and 
water. 

DipheiiyLa-methylthiolnaphthyfacetic acid , SMe’CjoHg'CPlyCOgH, 
rhombic leaflets, m. p. about 204° (decomp.) after previous darken, 
ing and softening, is prepared from benzilie acid and a-naphthvl 
methyl sulphide. (The sodium salt, needles, and methyl ester, 
colourless needles, ni. p. 185- -186°, are described.) It does not 
appear to be converted into the corresponding carbinol by treat- 
ment with sulphuric acid, although evolution of carbon dioxide 
occurs. When heated at 200—225°, it passes into diphenyl*, 
r Mthylthiolnapkthylmdkane , CHPl^’CfoHySMe, prisms, in. p. 157— 
158°; 

Diphenyl sulphide can be condensed with benzilie acid, but the 
product has not been obtained in the crystalline condition. 

The condensation of diphenyleneglycollic acid and anisyl niei. 
captan in boiling benzene solution in the presence of stannic 
chloride leads to the production of 9 - p - methyl tk iolphe n ylfluou n< , 

9A>CH-C 6 H 4 -SMe, i 0Dg needles, m. p. 126—128°. 9-p.Jfcrtj!. 

t , 

tkiolphenylfluorme-^ -carboxylic acid, lar«e 

COjjH ” ' 

almost colourless leaflets, m. p. about 170° (decomp.), can, how- 
ever, be obtained when diphenyleneglycollic acid and thioanisole 
react in glacial acetic acid solution in the presence of concentrated 
sulphuric acid at a temperature not exceeding 40 — 45°. Under the 
latter conditions, benzilie acid can be condensed with thiophene 1 
but investigation of the product- is not complete. H. W. 

Derivatives of Cinnamyl Alcohol and Phenylallyl Alcohol 
a-Phenylglycerol. Charles Moure u and Patrick Gallaghf.i 
(Bidl Soc. chim 1921, [iv], 29, 1009— 1017).— Phenylallyl alcoho 
or cinnamyl alcohol, when acted on by phosphorus tribromidf 
or hydrogen bromide, gives in all cases the compound C 6 H-*C,H 4 Br 
which has, in all probability, the constitution CHPhlCiKUBi 
(cf. Klages and Klenk, A., 1906, i, 638). This monobronio-deriv 
ative on bromination gives a^y-tribronio-x-phenylpropane, which, 
when heated with silver acetate and acetic acid at 120— 125 3 fnr 
thirty-flve hours, gives pkenykjtyccryl triacetate , b. p. 1 75°/5 — 0 mm.: 
df 1*1871 ; n™ 14972. This triacetate, when boiled with dilute 
hydrochloric acid, yields z-pkenylghjcerol b. p. 1814 win.: 
df 3 1-2213; 1-5605; 1-5600; «£ 5 1*5593. W. (!. 

The Molecular Transposition accompanying the Dehydra- 
tion of a^-Diphenyl'fjS-dimethylpropan-a-ol. (Mme) Rvhabt 
(Oompt, rend., 1921, 173, 1182— 1184).— It has previously been 
sho^vn that, when oca-diphenyl- j^-dimethylpropan-a-ol is dehy- 
drated by means of a mixture of acetic anhydride and acetyl 
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chloride, a hydrocarbon and a chloro- compound, C 17 H i9 Cl, m. p. 
109-110°, are obtained (of. A., 1913, i, 1325). This chloro- 
compound yields with silver acetate a hydrocarbon , C 17 H 18 , and 
its constitution is now established as being CH 3 , CPh 2 'CMe 2 Cl. 

aa-Diphenylpropaldehyde reacts with magnesium ethyl bromide 
to give $$-diphenylpentan-y-ol , b. p. 210 — 212°/40 mra., which by 
the action of thionyl chloride is converted into y-chloro- (3 (3 - diphenyl - 
jj enkme. Ethyl aa-diphenylpropionate reacts with magnesium 
methyl iodide to give fifi-diphenyhy-methylbutan-y-ol, 

CMePly CMe a * Oil , 

b, p. 186 — 187°/J4 mm., which with thionyl chloride yields 
’y.cMoro-$$-diphenyl-y-metkylbutanc, m. p. 108 — 109°, identical with 
the chloro-compound mentioned above. W. G. 

Triphenylethmylcarbinol and its Analogues. Kurt Hess 
and Wilhelm Weltzien (Ber. y 1921, 54, [/?], 2511 — 2521).- 
The authors have prepared and investigated triphcnylethinyl- 
carhinol, OH*C(CiCPh) 3 , phenyldi-phenylethinyi-carbinol, 
OH , CPh(CiCPh) 2> 

and diphcnylphenylethinylcarbinol, OH’OPh^CiCPh, in order to 
ascertain if, as regards haloehromy, these compounds resemble the 
carbinols including radicles of the triphonylmethyl type con- 
taining so-called tervalent carbon. The third of the above com- 
pounds is Nefs benzophenonephcnylacetylene (A., 1900, i, 21) 
obtained by the action of sodium phenylacetylide on benzophenone, 
and the authors have prepared all three compounds by this method 
which gives, however, poor yields. Better results were obtained 
by the use of magnesium phenylethinyl bromide. That the 
reactions really proceed in the direction supposed and that, for 
instance (Kohler and Reiiner, A., 1905, i, 347), in the action of 
aagnesium phenylethylene bromide on phenylpropiolic chloride 
he acetylene linking of the phenylpropiolic acid does not par- 
icipate, is shown by the fact that the action of hydrogen and 
platinum black in alcoholic solution converts the triphenyl- 
jthinyl-carbinol into a compound obtainable also from magnesium 
p*phenylethvl bromide and ethvl £-phenvipropionate : 

0H*C(C:CPh) 3 : ~> OH-C(CH„*CH,Ph) 3 . 

2CH 2 Ph*CH 2 *MgBr+C0 2 R-CH 2 ’CH 2 Pli ^ 

The action of magnesium phenylethinyl bromide on distyryl 
[ketone yields a compound, C 25 H 20 O, which forms a yellow syrup 
olidifying to a deep brown, vitreous mass, gives a red solution 
nth concentrated sulphuric acid, and has probably the constitution 
'Ph :OC(OH ) (OH lOH Ph ) 2 , although here also combination of 
Aenylacetylene at an ethylene gap of the ketone is not excluded. 

The three carbinols exhibit typical haloehromy, and give 
respectively; (1) with concentrated sulphuric acid, bluish-violet, 
magenta, and orange-red solutions, (2) with perchloric acid, deep 
bluish-violet, Bordeaux, and orange-red precipitates, and (3) with 

t Ptannic chloride, bright blue, Bordeaux, and reddish- violet pre- 
ipitates. The colorations and precipitates .are, however, so 
ensitive that no double compounds have yet been isolated. With 

c 2 
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phenylacetylene or tolane* no sign of halochromy is revealed by 
the above reagents. The conclusion is drawn that the triphenyl- 
met.hane configuration with its typical effects on the carbinol need 
not be attributed to the aromatic character of the benzene nucleus, 
since halochromy is observed when the benzene nuclei are replaced 
by “ gap-linkings.” Owing to the instability of these acetylene 
compounds, it was not found possible to replace the hydroxyl of 
the carbinols by halogens, so that the question of radicle-dissociation 
remains open. 

Oxalyl chloride and magnesium, phenylethinyl bromide react, 
giving a compound agreeing in composition with the formula 
OH*C(C:CPh) 2 *C(G:CPh} 2 ‘OH, and an attempt is to be made to 
obtain by pinacone rearrangement a compound which, with 
magnesium phenylethinyl bromide, will yield an ethane derivative 
which contains only one hydroxyl gtoup and may be examined 
for dissociation. 

For the purpose of testing Gom berg’s quinocarbonium theory, 
Schlenk and Ochs (A., 1915, i, 579) prepared tri-2-thionylcarbinol 
and regarded the halochromy of this compound as explainable 
by quinonoid rearrangement (cf. Pfeiffer and Bottler, A., 1919, 
i, 62). For triphenylethinylcarbinol, however, quinonoid rear- 
rangement is excluded, unless a highly improbable allenic structure 
is assumed. 

Tri-phmyhthimjl-carbiml, C 25 H 1$ 0, prepared from magnesium 
phenylethinyl bromide and phenylpropiolic chloride, crystallise 
in long, colourless needles, softening at 122°, m. p. 126 — 12J 
(browning). 

PhmyUipkenykthimjkarbmol, C 23 H 16 0, prepared from imp 
nesium phenylethinyl bromide, ethyl bromide, magnesium, an 
phenylacetylene, forms a yellow oil. 

T ri-$-phenylethjlcarbind, OH’C(CH 2 *CH 2 Ph) 3 , crystallises i 
bundles of long, colourless needles, softening" at 66°, m. p. 68—09 

The compound (see above), obtained from magnesiui 

phenylethinyl bromide and oxalyl chloride, forms pale yelloi 
crystals, softening at 128°, m. p. 130—131° (decomp.). T. H. P. 

Action of Nitrogen Iodide and of Cyanogen Iodide 0 ] 
Benzamidine. Pall Robin {Compt. rend,, 1921, 173, 1085- 
1086). Nitrogen iodide readily reacts with benzamidine to givi 
iodobenzamidine (A., 1920, i, 568), but cyanogen iodide gives i 
very unstable, additive compound, CyHgX.,*CNl, m. p. 72 3 (decomp.) 

W. G. 


Electrolytic Reduction of some Carboxylic Acids 

Hartjshige Inoue (,/. Chem. hid. Jajxin , 1921, 24, 906—918).— 
By the electrolytic reduction of (a) phenylacetic acid, (6) cinnamic 
acid, and (c) benzoic acid, the following substances were isolated 
m each case: {a) Phenylethyl alcohol and r.^-dihydroxy-zS-di- 
phenylbutane.m.p. 114-5'. (6) y-Phonylpropyl alcohol and r-yt- 
dihydroxy-a^diphenylhexane. (c) Benzyl alcohol. py-Dihydroxv- 
K-phenyl-y-methylbutane, m. p. 145°, was prepared by the same 
reducing method (cf. J. Soc, Chem. hid., 1922, Jan.). K. K. 
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The Electrochemical Oxidation of Aromatic Nitriles 

Fb. Fighter and Gustav Grisard (Hdv. Chim. Acta 1921 4* 
928 941). The behaviour of bcnzonitrile, the three Suonftrilet’ 
phenylacetomtnie, and allied substances has been examined 

Benzonitrile is extensively degraded by electrochemical oxidation 
in addition, hydroxylation of the nucleus takes place with the 
formation of catechol and 2 : o-dikydroxybenzonitrile , colourless 
needles, m. p. lol 0 . 

p-Toluonitrile is electroehemieally oxidised at lead peroxide 
anodes with exceptional smoothness to p-eyanobenzoic acid- in 
‘the most favourable circumstances, the total yield of this sub- 
stance and terephthalic acid amounts to 44-6% p-Toluic acid 
when dissolved in a mixture of acetone and sulphuric acid, is con’ 
verted at a lead peroxide anode into terephthalic acid, the yield 
being 14%. Tn warm solution and with an excess of current v- 
xylene is oxidised at a lead peroxide anode mainly to n-tolualdehvde 
smal quantities of p-toluic acid being also formed. From these 
results it is apparent that the electrochemical oxidation of the 
methyl to the carboxyl group is greatly facilitated by the presence 
of the cyano -radicle. r 

In a well-cooled solution, o-toluonitrile is converted at a lead 
peroxide anode into o-cyanobcnzoie acid, the yield being 6-25 0 / • 
in addition, very considerable degradation occurs. If the cooling 
is not efficient the nitrile .becomes hydrolysed to o-toluic acid 
which becomes oxidised to o-phtlialic acid. o-Toluic acid is 
very extensively degraded in acetone-sulphuric acid solution at 
lead peroxide anodes; phthalic acid is formed to the extent 
of 5%. 

ni-Cyanobenzoic acid is produced in 28°' yield from m-toluo- 
mtrde dissolved in a mixture of acetone and sulphuric acid at lead 
peroxide anodes; the formation of dark, resinous products is more 
marked in this case than with the other isomcrides. 

Under all conditions of electrochemical oxidation, phenylaceto- 
m n!e is attacked and sutlers fission at the methylene group ■ the 
sole products are benzaldehyde and benzoic acid, which are also 
produced from phenyhicetie arid. jj 

Nitration, Chlorination, and Bromination of m-Hydroxv- 

?ff 0lC n Acid - P I5eyer (#«■• trav. ckim .. 1921, 40 621— 
Wi).— Un nitration m -hydroxy benzoic acid yields the 2-nitro- 
-nitro-, and 6-nitro- derivatives together with a small quantity of 

t irr . F™ 88 ’- A-, 485 >- Cl.lorinati 0 n yielchTthe 

--chloro- and 6-chloro-acids (of. Zincke and Walbamn, A., 1891 

«oluL il lm ' j’ in acetic acid 

2?'4 V ^loo-derivative only (ef. Coppadoro, A., 
? f com I ,ariso11 "ith aciils which othe; 
rliich l^ ^‘''d to ls- obtainahffi bv the methods used, but 
° ’, tai ' K ; d > th ,? blowing were prepared : o-mVro- 

J roxybauoic acid, pale yellow crystals, m. n 194 iq^° 

t andW -8 At ?f . *1'° IUCthy ‘ est, ' r as described 

y bohen and McCandhsh from methyl 3 : 5-dinitrobenzoate (T., 
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1905, 87, 1266). Griess’s 5-nitro-acid (A., 1887, 485) is in reality 
6 -nitre - m- hydroxy benzoic acid; <i-chloro-m-hydroxybenzoic add, 
m. p. 219-5—220*5°, was obtained from 4-nitro-m-hydroxy benzoic 
acid by reduction, diazotisation, etc.; and ft-bromo-m-hydroxy- 
benzoic acid , in. p. 185° (decomp.), was prepared similarly from 
6-nitro-m-hydroxybenzoic acid. H. J. E. 

Some Derivatives of Saligenin. Merrill C. Hart and 
Arthur D. Hirschfelder (,/. Amer. Ckem. Soc., 1921, 43, 1688— 
1693).— With a view to study their pharmacological properties 
derivatives of saligenin of the types 0R*C fi H 4 *Cff 2 *0H, 

R-CO-0-CX-CH.-oV “ 

and R‘CO*0*C 6 H4*CH 2 *0*COK were prepared. The ethers were 
prepared by heating potassium saligenate with the alkyl or aryl 
haloid on a water-bath under a reflux condenser. In this way, 
the authors obtained the ethyl ether, b. p. 264° (cf. Botsch, A., 
1882, 174), the \ propyl ether, b. p. 155 — 157°/24 mm. ; the n-butyl 
ether, b. p. 160— 162°/25 ram. ; the isoamyl ether, b. p. 176° /27 
mm., and the benzyl ether, b. p. 221 — 222°/25 mm., m. p. 37°. 

The mono-esters were prepared by the action of acid chlorides or 
anhydrides on potassium saligenate in ether or alcoholic solutions. 
The monoacetale has b. p. 167 — 168°/29 mm.; the monobenzoate 
was a colourless oil; the dibenzoate obtained by benzoylation in 
pyridine solution had m. p. 51°. 

Potassium saligenate is best obtained by the action of alcoholic 
potassium hydroxide on saligenin in acetone solution. A good 
yield of 5- bromo-2- hydroxy benzyl alcohol was obtained by the 
method of Auwers and Biittner (A . , 1899, i, 36). For the preparation 
of 5-iodo-2-hydroxybenzyl alcohol, Seidel’s method (cf. A., 1899, 
i, 597) is not satisfactory, A good yield is obtained by treating 
saligenin in aqueous solution with a solution of iodine in aqueous 
potassium iodide. W. G. 

Complex Metallic Ammines. VI, ci.s-Phthalato-, cis* 
Homophthalato-, and other Diethylene diaminecobal tic Salts. 

James Cooper Duff (T., 1921, 119, 1982— 1988). 

The Optically Active Forms of the Keto-dilactone of 
Benzophenone-2 : 4 : 2' : 4'-tetracarboxylic Acid. William 
Hobson Mills and Charles Reynolds Nodder (T., 1921 119 
2094 — 2104). 

Preparation of Vanillin from Acetylisoeugenol. W. C. 

biEVERs and L. Givauda.v and Co. (Swiss Pat., 89053 ; from Chem. 
f n r ' 1V : ^)* — Acetylisoeugenol is oxidised in the presence 

o aromatic aminocarboxylic acids. For example, aeetyhsoeugenol. 
as such, or dissolved in an appropriate solvent, is added to an 
aqueous solution of sodium dichromate. The mixture is mechanic- 
* ZJf a * en h j w ?i le a S0 ^ ut i°R of p-aminobenzoic acid in 50% 

P ric acid is added. Acetylvanillin is extracted from the j 
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products of reaction. The bisulphite compound is obtained and 
treated successively with acid and sodium hydroxide. G. W. R. 

JZ\ Pr J ,parat r i0n ° t AMehydes f rom Acid chlorides rv 

cff fJtsTh ( L ml 54 fsTISsS - a Z etzsche ’ and ' 

of the possibility of preparing di- and poly afdehydes by“ate 
&?192{?ii,°32? C ° WSp0ndi ^ chloriiL (cZ t ft 

’ Th '" t “ is” carried out by means of hydrogen in the presence 
P ^ „f h d kleSegUl,r ® hot xylene solution, sulphuml ” 
qmno lme being used as regulator. Suberyl, Mophthalyl, and tore- 

!it l h y vdes i" d n ,r VCr 1 “ to ‘*' e coaling 

diaiaenyaes in 7,.— 8o% y ,eld. j-o-Phthalyl chloride on the 

other hand, gives mainly phthalide under these conditions 
sumably the symmetrical is transformed into the unsym metrical 
acid chloride by the palladium chloride formed during the reaction 
the same manner as by aluminium chloride 8 " 

Ihe following substances are described. Suberdialdehvde fdi 
semicarbazone, m. p. 183—185=, dioxime, m. p. 152°; ipW 

n l7h m ,,'\ 84 - 86 4hthaldia1deiS; 
p j. ’ terephthaldialdehyde, m. p. 116 °; terenhthaluf 
dneA-t-HaphOylam** C^H^, yellow crystals, m p 

^'8° ! a ^ e ty^ e ^’P hen yl' , y t l r az o ne^yeHow^ leaUrts*” 8 p 

2/h (decomp.) after softening at 26.1°. ’ p ' 

• Tel j c I ,hf j‘. aly . 1 ; .j hlo I' i<le is converted by aniline in xylene solution 
mto the dmmhde, long, colourless needles, m. p 334-337° hv 

luto "; e ^-noph, halide, needles, p 334- 
. (shght decomp.) after softening at 325° and bv dinbenvl 
amine into the bisdjphenylamide, colourless needles, m p tfO# 
(decomp.) after softening at 268°. P H \V 

N™ 8 r SUpP ° Sed . True Oihenzoylmethane of Wislicenus • 
New Experiments. Charles Difraissk and Pjfrre S 
iCompt. rend., 1921 173 0 * 7 , t* h* \ i * herald 

(\ iq*>i i no it a V •'*)•' It hah been shown previously 
;;; 7 . ■ ie oom P<> l| nd obtained bv Wislicenus bv 

'apomhcation of phenyl bromostyryl ketone with alcohol in 
scKiim 1 hydroxide is not di benzoyl methane. (/H.^COPh) and 
C \ Klenc V" n ? w produced to "how that the com pound is real 1 v 
^■bonzoyl-^-ethoxy-^-phenylethylene, IWh-GHirPh-OEt. 

fof rea(iil -V condenses with ethyl alcohol 

“S' ;V j ' «*> *r •«*£- 

taction reaik nL » compound. Wislicenus'* 

S~ S-E Aaft** 

** - * 

W. G. 
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Hydroxycarbonyl Compounds. 2:4:6: 2-Tetrahydroxy- 
benzophenone. P. Karrer [Helv. Chim. Acta , 1921, 4, 992-~ 
993). — 2 : 4 : 6 : 2'*Tetrakydroxybenzophenoneketimide hydrochloride , 
C 6 H 2 (OHVC(C 6 H 4 -OH)OT,Ha t 

colourless needles, separates gradually when a solution of salicylo- 
nitrile and phloroglucinol in anhydrous ether is saturated with 
hydrogen chloride in the presence of anhydrous zinc chloride and 
preserved at the atmospheric temperature during several days; 
it is a relatively stable substance which may be crystallised from 
fuming hydrochloric acid. It is hydrolysed by hot water to 
2:4:6: 2 ' -tetrahydroxybenzophenone, C 6 H 2 (OH) 3 *CO*C 6 H 4 ‘OH, yel- 
low leaflets which gradually decompose and blacken when heated ; 
the latter has marked anti-diarrhueie action. H. W. 


The Products of the Reduction of Hydroxymethylene- 
acetophenone [Phenyl (i-Hydroxyvinyl Ketone] and of 
oc-Hydroxymethylene- a-henzylacetone { (3-Phenyl- a-hydroxy- 
methylene-ethyl Methyl Ketone]. Hans Rupe and Hans Muller 
(Helv. Chim. Acta , 1921, 4, 841 — 860). — The successful reduction 
of hydroxymethylenecamphor to camphylcarbinol by hydrogen in 
the presence of nickel has led the authors to investigate the be- 
haviour of phenyl (3-hydroxyvinyl ketone and (3-phenyl- a-hydroxy- 
methylene-ethyl methyl ketone under similar conditions; the 
reactions in these cases are found to follow a complex course. 

Phenyl ^-hydroxy vinyl ketone, COPh-CHiCH-OH, is not smoothly 
reduced by hydrogen in the presence of nickel in aqueous -alcoholic 
solution. Its reduction by aluminium amalgam in moist ethereal 
solution, and the action of nickel and hydrogen, sodium amalgam, 
and zinc dust and ammonium chloride respectively on its sodio- 
compound, are described fully. Apart from the formation of very 
considerable amounts of resinous by-products, hydrogenation pro- 
ceeds in such a manner that the double bond and the ketonic group 
are affected simultaneously, giving the corresponding glycol, which 
passes by loss of water into the' unsaturated secondary alcohol, 
thus : COPh’CHICH'OH + 2H 2 = OH-CHPh-CH 2 *CH 2 -OH 
OH*CHPh'CH.'CH a , ay- Dikydroxy-x* phenylpropan e, is a colourless, 
odourless liquid, b. p. 175°/1I mm. {slight dccomp.). It is smoothly 
transformed by benzoyl chloride in the presence of pyridine info 
the corresponding dibenzoate , colourless needles, m. p. 51°, which 
ruD^°^Tr aC m, when i heated and passes into cinnamyl benzoate, 
imOH-tHj’Ohz, a highly refractive liquid, b. p. 209°/ 13 mm 
dcohol, OH*CHPh*CH:CH 2 , is a colourless liquid, 
b. p. 92 /II mm., 214°/760 mm., the constitution of which is proved 
by its conversion, by means of ozone, into mandelic acid The 
corresponding bemoale, a colourless, mobile liquid, has 1> n 182" .'12 

The reduction of styryl methyl ketone to li-phcnylcthyl methvl 
ketone, b. p ll2—U3"/12 mm., is effected with unusual rase 
and m 9S-100% yield fey means of hydrogen and nickel. The 
condensation of the saturated ketone with ethyl formate in the 
presence of sodium, sedamide, or sodium ethoxide is described 
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fully, the latter agent being preferentially used, since it leads to 
the production of the a-compound (yield 80%) and y-compound 
(yield 10 — 15%) which arc separated by taking advantage of the 
solubility of the copper salt of the latter in cold benzene in which 
the copper compound of the former does not dissolve. ^-Phenyl- 
z.Jiydroxymeihylene-elhyl methyl ketone , CH 2 Ph'0(!CH , OH) , COMe 5 is 
an extremely unstable substance characterised by the readiness 
,vith which it passes into (3-acetyl indene (see later) when heated or, 
nore particularly, when treated with a trace of acid; the corre- 
sponding sodium salt, a pale yellow, amorphous powder, copper 
<alt, steel-blue leaflets, m. p. 184°, and amorphous nickel salt are 
lescribed. The sodium salt is readily converted in aqueous solution 
i>y the addition of the hydrochloride of the requisite base into the 
viilide, CH 2 Ph‘CAcICH*NHl?h, lemon-yeliow needles, m. p. 130 — 
134° (indefinite), and p -toluidide, pale yellow needles, m. p. 103°. 
The corresponding amide crystallises in long, almost colourless 
needles, m. p. 95°. The benzoate , triclinic crystals, m. p. 73°, is most 
conveniently prepared from benzoyl chloride and the copper salt 
in well-cooled pyridine solution. By reason of its instability, the 
reduction of p-phenyl-a-hydroxymethylene-ethyl methyl ketone 
appears to be impossible, but the benzoate is readily hydrogenated 
in accordance with the scheme: CH 2 Ph*CAc!CH*OBz -f-H 2 — > 
CH 2 Ph*CHAc*CH 2 *OBz -> CH 2 Ph«CAoX' H 2 - 1 VC0 2 H 
CH 2 Ph*CHMe*COMe. x-Phenylfcopropylethyl methyl ketone, b. p. 
118— ~120°/14 mm., gives a semicarbazone, colourless needles, m. p. 
112°; it is converted by ethyl formate and sodium ethoxide into 
t-phenylvso propyl ^-hydroxyvinyl ketone , 

CH 2 PlrCHMe-CO-CH:CH*OH, 

slender, colourless needles, in. p. 62 s (the sodium, nickel , and copper 
salts are described). 

$-Acetylindene, C 6 H 4 <C^(^|^CAc, asbestos-like needles, m. p* 

122° {phemjlhydrazonc, colourless needles, m. p. 225°) is most con- 
veniently prepared from (3 -phenyl -x-hvdroxy methylene-ethyl methyl 
ketone by the action of hydrochloric or formic acid. It is 
converted by concentrated nitric acid or ozone into phthalic 
acid; the isolation of an intermediate compound could not be 
effected. 

' Z-Plienylethyl ^hydroxy vinyl ketone, OH 2 Ph‘CH 2 *CO*CH:CH-OH 
(see above), crystallises in colourless needles, m. p. 99", b. p. 139 — 
U0°/12 mm. It is moderately stable when pure and dry, but 
is rapidly and quantitatively decomposed by traces of mineral 
acids into formic acid and 3-phenvlethyl methyl ketone. The 
■wdiiira and copper salts and the benzoate, colourless needles, m. p. 
1)9-100°, are described. H. \V. 

Additive Reactions of the Carbonyl Group involving the 
acrease in Valency of a Single Atom. James B. Con ax t 

1-Amer. Chem . Soc., 1921, 43, 1705 — 1714, 2125: ef. preceding 
bstracts). — The additive reactions of the phosphorus haloids with 
arbonyl compounds are of a different type from the reactions of 
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most reagents with these compounds in that they involve the form, 
ation of a cyclic compound and the increase in valency of a single 
phosphorus atom. The reaction is reversible and is analogous to 
reactions such as the addition of halogen acids to ammonia. The 
author has applied Lewis’s theory of the cubical atom (cf. A., 
1916, ii, 310) to this problem. He considers that the positive 
nucleus of the carbon atom of the carbonyl group is exposed by 
the drawing away of the electrons of the double bond, and that 
the exposed nucleus behaves, in additive reactions, like a positively 
charged atom and unites with atoms having unshared electrons. 
Such an atom is the phosphorus atom in phosphorus trichloride 
and the nitrogen atom in ammonia. The resulting additive com- 
pounds may undergo various irreversible intramolecular changes 
or react irreversibly with other reagents giving stable products. 

Phosphorus tribromide combines with phenyl styryl ketone in 
the 1 : 4-position, the reaction being parallel to that with the 
trichloride and the equilibrium has been determined in each case. 
It is more in favour of the additive product in the case of the 
tribromide than with the trichloride. W. G. 


CH, 


CH, 


uO 


I 


1 : 2-Naphthaquinols. K. Fries ( Ber ., 1921, 54, [jftj, 2925— 
2930). — The compound described by Fries and Hubner (A., 1906, 

i, 190) as 1 : 2-naphthamcthylcnequinone, C 6 H 4 ^^^^9^, 

lias been shown by Pummcrer and Chcrbuliez (A., 1915, i, 418: 

1919, i, 440) to have the constitution 
indicated by the annexed formula 
and to be dissociable in solution into 
1 ; 2-naphlhatiiethylenequmone and 
1 -methyl- £«naphthol. They have there- 
fore considered that the dehydro-com 
pound obtained from 6-bromo-I methyl-p-naphthol (Fries and 
Hubner, loc. cit.) must yield 6-hromo-l -methyl- ^-naphthyl acetate 
(in addition to the compound, G w H 10 O/HBr, previously isolated) 
when acted on by acetyl chloride; this fcfnow shown to be the ra.se 

It is also shown that the constitution, (VlLBi<^ ( W : W { )Ar 

TH— -CH ’ 

assigned previously to the compound (^.R^O/'lBr, is incorrect, 
since it is hydrolysed to 

needles, m. p. 179°, and hence must be 4-chloro-l).bromr>.l- 
methyl-p-naphthy 1 acetate. The course of the reaction is explained 
by the fission of dehydro-6-bromo- 1 -methyl-fi-naphthol into the 

quinol chloride, C 6 H 3 Br<C^^^V|j, which is converted into the 

acebate of ^ cI jIojo-B-bromo-l-incthyl.?.naphthol and 6-bromo-l- 
methyl- ^ -naphthol which becomes acetylated. 

The following new compounds are described. UMoro-X-mdhl 
|3 -mpkthol, colourless needles, m. p. 101°, and its acetate, lustrous 

prisms, in. p. 78'; the compound, small 

3 Xvi-—=ClV 
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prisms, in. p. 127° (decomp.); 1 : 3 : 4 : 4-tetrackloro-2-1cetoA -methyl- 

letrahydrompMkalene, C e H 4 <^ eC 1 ’f^ , prisms, m. p. 82°. 

Ovig Grid 

H. W. 

Oxidation and Reduction of Quinol and Quinone from ! 
the Point of View of Electromotive Force Measurements. 

F. S. Granger and J. M. Nelson {J. Amer. Chem . Soc., 1921, 43, 
j 40 j — -1415). — -The reaction C 6 H,,0 2 ^ C 6 H 4 0 2 +211+2© has been 
investigated by measurement of the E.M.F. of solutions of quinone, 
quinol, and quinhydrone in water and hydrochloric acid by means of 
combinations of the type Hg | HgCl (sat.) KC1 1 KCl (sat.) | Solution 
of Qflflt and C 6 H 4 0 2 in HC1 1 Pt. In addition to the E.M.F. data, 
values for the solubility of the constituents in water and hydro- 
chloric acid are required and were obtained. The solubility of 
quinol at 25° is found to be (a) in water (>645 mol. per litre, ( 6 ) in 
OOliV-hydroehloric acid, 0*64-5 mol. per litre, (e) in 01A T -hydro- 
hloric acid, 0633 mol. per litre, and {d) in ^’-hydrochloric acid, 
•494 mol. per litre. The solubility of quinone at 25° in water is 
•1266 mol. per litre, in OLY-hydrochloric acid 0*1275 mol. per 
tre, and in A T -hydrochloric acid 0*1332 mol. per litre. The solu- 
ility of quinol, quinone, and quinhydrone in the presence of one 
nother has been determined and the dissociation constant ( K ) of 
uinhydrone calculated. The value of K in water is 0*289, in 
•lA T -hydrochloric acid 0*263, and in X - hydrochloric acid 0*267. 
leveral tables of potential measurements are given, and these values 
re compared with calculated values and found to be in fair agree- 
ment. The equilibrium constant (J*) for the reaction quinol ^ 
luinone is calculated by means of the equation a*=0 , 0298 log 
q jh) -j- 0-0596 log (H.*) —0*0298 log k, and the value 1*6 y.10' 2 * 
Stained. 3. F, S. 

The Dibromoanthraquinones. Martin Battegay and J. 
?laudin {Bull. Soc. chim 1921, [iv], 29. 1017 - 1027; ef. Grand- 
nougin, A., 1921, i, 87 J ). — A more detailed account of work already 
published (A., 1921, i, 349). 1 : 6 -Dibromoanlhmquinone, m. p. 204 J , 
s obtained by heating l-nitro- 6 -suIphoanthraquinono with bromine 
in a scaled tube for eight hours at 210 '. 1 : 7 -Dibromoanihm- 

quinone, m. p. 220 °, is obtained in the same manner from 1 -nitro- 
7-sulphoanthraquinone, or from 1 : 7-dianiinoantbraquinone by the 
Sanclmeyer reaction . W . G . 

The Homonuclear Dibromoanthraquinones. K. Grand- 
htOEGin (Comjyt. rend., 1921, 173, 839 -840; ef. A., 1921, 1,871). 
■Very scanty details are given for the preparation of the four 
imonuclear dibromoanthraquinones, namely, the 1 :2-, 1 :3-, 1 :4-, 
id 2 : 3 -derivatives. W. G. 

The Dibenzoyldiaminoanthraquinones. Martin Bait eg ay 
nd J. Claudin {Bull. Soc. chim., 1921, .[iv], 29. 1027—1036).— 
i part a more detailed account of work already published (ef. 

1921, i, 513). 1 ; 2- and 2 : 3 -Diammoanthraquinones when 

c* 2 
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benzoylated in neutral or acid media give the corresponding 2-phenyl- 
anthraquinoneiminazole, but in alkaline solution the benzoylation 
yields the dibenzoyl derivative. 2* Phenyl- a -anthraquinoneimm- 
azole, m. p. 235° (Schaarschmidt, A., 1915, i, 177 gives m. p. 271°), 
in an alkaline vat dyes cotton an orange-yellow, which passes by 
oxidation to a very fast, intense bright yellow. 1 : 2- Dibenzoyl- 
diaminoanthmquinone has m. p. 355°. 2 -Phenyl-^-antkraguinone- 
iminazole has m. p. >360° (Schaarschmidt, loc. cit gives >385°), 
and 2 : 3 -dibenzoyldiaminoanthraquinonc has m. p. 315°. 2 : 6- 
DibenzoyMiammmnihraquinom has m . p. 300°, and 2 : 7-dibenzoyU 
dmminoanthraquinone has m. p. 300'". Of these dibenzoyl deriv*- 
ativcs only the 1 : 4-, 1 : 5-, and L : ^derivatives are powerful dyes. 

W. G. 

The Intermediate Products in the Synthesis of Alizarin. 

Eugene Grandmougin {Compt. rend., 1921, 173, 1176 — 1178; 
cf. A., 1921, i, 871). — The author considers that the stages in 
the synthesis of alizarin from anthracene are : anthracene — > 9 : 10- 
dibromoanthraeene — * its tetrabromidc — 2:3:9: 10-tetrabromo- 
anthracene — > 2 : 3-dibromoanthraquinonc — > alizarin. 

W. G. 

Derivatives of 1-Menthol. E. A. Luck [Apoth.-Zeit., 1921, 
36, 279; from Chem. Zentr 1921, iii, 721). — The following deriv- 
atives of l- menthol are described : cyanomenthane, 
yellowish-white needles ; potassium me nthancca rbox yla te , CjiH 1s> 0 2 K, 
long, yellow needles; men than eca rbox yh c acid, white 

needles; menthanealdehyde corresponding with the latter acid, 
C 11 H 20 O, silky needles; the secondary alcohol from the aldehyde, 
C 22 H 10 0 2 , slender, white needles; the ketone , (A,H 38 0 2 , white 
needles ; sesquiterpene from menthono, C 15 H 24 or CaJn M , brownish- 
black, thick mass, not solidifying after two months ; nitrososesqui- 
terpene, C 30 H 47 NO, a light yellow syrup; the compound, 
CSSK 'C 3 0 H 45 !NO , OK, yellow needles, detonating on heating. 

G. W. R. 

Essential Oil 0 ! Nepeta japonica, Maxim. I. Yoshlharc 
Mur a yam a and Takeyoshi Itagaki ( J . Phann. Soc. Japan , 1921, 
869— 880),— An essential oil (1-8%) was obtained by steam dis- 
tillation of A epeia japonic^, Maxim, from China. It boils at about 
205 or 63 83 u /10 mm. and contains d-limonene and a small quantity 
of free acids, esters, and alcohols, but consists mainly of a ketone. 

which seems to be d-menthone, the optical antipode of 
the common /-menthone. K £ 


The Essential Oils of Leptospcrmum ftavescens var 
graiidiftorum and Leptospcrmum odoratum. A. R. Pexfoli 
{J. Roy. Roc. New South Wafos, 1920, 54, 197 -207; cf. A., 1921 
1 859).— The chief constituents of the' essential oil of’ Leplospermun 
ftavescens v&v. grandiftorm are the two sesquiterpenes aromaden- 
drene and eudesmene, together with a sesquiterpene alcohol not 
identified. The oil has d 1 * 0-9324; [a] D -2*42°; »g 1-5048 and is 
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distinct from the oil of Leptoapermum flaveacena. The principal 
constituents of the essential oil of Leptospermum odoratum, Cheat, 
are eudeamol, aromadcndrenc, and cudcsmene, {3-pinene, a-pinene, 
the butyric and acetic esters of an unknown alcohol, together with 
a small amount of an alcohol having an odour of citronellol, but 
not being either geraniol or citronellol, and small amounts of a 
solid and liquid phenol. The yield of oil was much higher from 
leaves cut in August or October than from those cut in May, and 
the eudesmol was present in minimum amount in the latter oil. 

W. G. 


The Structural Formula of Caoutchouc according to 
Harries. S. C. J. Olivier (Iiec. trav. chim., 1921, 40, 665 — 
676; cf. Harries, A., 1904, i, 757, and 1905, i, 364). — The author 
lias repeated some of Haines’s work and has obtained, in some 
cases, different results. He concludes that the assumption of 
homogeneity for the ozonide of caoutchouc is not valid and that 
the molecular weight cannot serve as a basis for estimating that of 
caoutchouc itself; further, that it is impossible in the present 
state of our knowledge to choose between the ring formula sug- 
gested by Harries and the Weber open-chain formula. H. J. E. 


Catechu and Catechin. Astrtd Cj.eve von Euler (Svensk. 
Km. Tidskr 1921, 33, 88 — 98; from Chew. Zentr ., 1921, iii, 
731). — A theoretical discussion of the chemistry of catechu and 
catechin. From a consideration of existing experimental work, 
the following alternative formulae for catechin are suggested : 


OH /O \ 

<>S,iV “OK 

\ \/ 

OH, 


OH 


0 


CHH j 0H 
CH H j 
\/\/| 

: 0 

G. W. R. 


CH, OK 1 , 


The Course of the Reaction in the Synthesis of Oxindigo 
Z^-Diketo-A 1 1 -dicoumaran ) . K. Fries and H. Hasenjacer 
Her., 1921, 54. filj, 2931—2934; cf. Fries and Hasselbach, A., 
911, i, 150). — When 6-niethyl-3-coumaranone reacts with 3-keto- 
;-j?-flimethylaininoanileoiimaran in xylene solution, '2' -p-di methyl- 
mnoaniUno-Q-mrthyb'Z : 2 ' -dicoumaranone. brownish-red, glistening 
leedles, m. p. 232° (decomp.), after sintering at 229", is obtained, 
t is hydrolysed by strong acids to p-aminodimethyianiline and 
“ 6-inethyloxindigo.'’ 3-Keto-2-/j-dimethyIaniinoanil-6-methylcou 
maran and 3-eoumaranone, on the other hand, yield the isomcride 
-•p-fi / math yla min oaa ilin o- iS-mcthyl-'l : 2 '-dicoumaranone, pale brown- 
ish-red needles, m. p. 211° (decomp.), ajter sintering at 208°. It 
is hydrolysed by strong acids to p-aminodimethylaniline and 
“ B-methyloxindigo.” 
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2 : 2 ' - Diketo-ft-methyLh} v -dicoumaran ( ft 6-mthyloxindigo” '* 6* 
methyl-2 : T-dicoumaranme-indigo ”), crystallises from glacial acetic 
acid in small, yellow, prismatic crystals, m. p. 265° (decomp.), after 
darkening at 220° and sintering at 240°. 

It follows, therefore, that the isomeric 2- or 2'-p-di m eth yl ami no - 
anilino-6- methyl-2 : 2'-dicoumaranones are the primary reaction 
products and not “ 6-methyloxindigo.” F. M. R. 

Syntheses in the Thianthren Series. I. Jnanendra Nath 
Ray (T., 1021, 119. 1059—1967). 

Preparation of Nitrosulphonic Acids of Hydrogenated 
Cinchona Alkaloids. C. F. Boehringer & Soiine (D.R.-P. 
338738; from Chem . Zenlr ., 1921, iv, 709 — 710). — Nitrosulphonic 
acids are prepared by dissolving hydrogenated cinchona alkaloids 
or their salts in a mixture of sulphuric and nitric acids, or nitric 
acid or an alkali nitrate is added to a solution of them in sulphuric 
acid, or their nitro-compounds are dissolved in strong sulphuric 
acid. Nitrohydrocinchomdmesitlphonic acid , C^H^OgN-jS, forms 
yellow, microscopic crystals; hexagonal plates are obtained from 
methyl alcohol ; it is decomposed by heating with hydrochloric acid, 
giving nilrohydrocinchonidine and sulphuric acid. It chars with- 
out melting. Nitrohydroquininesul phonic acid, C^HojChNgS, forms 
yellow needles; it chars without melting on heating above 250 s 
and darkens on exposure to light. By heating with hydrochloric 
acid, sulphuric acid and niirohydroqwnine are obtained. The 
latter forms thin, yellow leaflets, m. p. 212° (decomp.). Nitro- 
ethylhydrocupreinesulphonic acid, C 21 H 27 0 7 N 3 S, forms yellow crystals 
which darken at about 260° and char at about 280° without melt- 
ing. It is decomposed on heating with hydrochloric acid into 
sulphuric acid and nifroethylhydrocu preine. G. \V, p, 

Preparation of Amino sulphonic Acids of Hydrogenated 
Cinchona Alkaloids. C. F. Boehringer & Sohne (D.R.-P. 
339947 ; from Chem. Zentr ., 1921, iv, 912). — Nitrosulphonic acids, 
derived from hydrogenated cinchona alkaloids, are reduced by means 
of ferrous sulphate and alkali hydroxide. For example, nitro- 
hydroquinin esu 1 phonic acid is reduced by ferrous sulphate in the 
presence of an aqueous or methyl-alcoholic solution of barium 
hydroxide to aminohydroquininesidphonic acid ; it forms yellow 
needles, m. p. 222 — 224°. The red crystalline sulphate gives 
aminohydroquinine, m. p. 216—218°, by hydrolysis with strong 
hydrochloric acid. G. W R 

Preparation of Acetylsalicylyl Compounds of Quinine and its 
Derivatives. E. Merck, Claus Diehl, and Hans Mayen (D.R.-P. 
J388o3; from Chem. Zentr., 1921, iv, 709). — o-Acetoxybenzoyl 
chloride is allowed to react with molecular proportions of quinine 
or its derivatives in a suitable solvent. By the action of o-acetoxy- 
benzoyl chloride on dry^quinine in dry alcohol, o-acdoxybenzoyl- 
hydrochloride is obtained in white needles or plates, m. p. 

242 1 decomp.). From a solution of ethylhydrocupreine in dry 
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toluene, o •acetoxyhenzoyldhylhydrocupreine hydrochloride is similarly 
prepared; it forms white needles, m. p. 252° (decomp.). 

1 (l W. R. 

The Active Constituent of Ergot. K. Spiro and A. Stoll 
(] T erh. Schweiz. Nat. (hs., 1920, reprint; from Chem. Zentr., 1921, 
[\\ 889 — 890).— Ergotamine, obtained in crystal li, sable form from 
ergot, on treatment with methyl alcohol gives a new, less active, 
alkaloid, ergotaminine. Ergotamine acts paralytically on the 
sympathetic system, causes contraction of plain muscular tissue, 
and a slight decrease in blood pressure. It acts on the uterus even 
at, great dilutions. Ergotaminine exerts a similar effect. Histamine 
takes no part in the typical ergot effect. Ergotamine, however, 
acts similarly to ergot and may he used in the same way. 

• ‘ G. W. R. 


Hydrogenation of isoCodeine and i/ -Codeine. Edmund 
Speyer and Hermann Wieters {Her., 1921, 54, [if], 2647— 
2(i50). — Catalytic hydrogenation in the presence of palladium 
proceeds differently in the cases of isocodcine and ^-codeine, since 
the former is transformed into a di hydro-derivative, whereas the 
latter gives tetrahydro-^-codeine to which, on the basis of Knorr's 
formula for ^-codeine, the annexed con- 
figuration is assigned. 

0Mc*C^ 'CH Oihydroiaocodeine, C 18 H 23 0 3 N, crystal- 

OH’C^ /C\ lises in small, rhombic prisms, m. p. 199 — 

'v/ \ 200°; the corresponding picrate, ra. p. 

V i 2 235 — 237°, after previous softening, the 

OH CH hydrochloride and hydroiodide are dc- 

\/ scribed. The methiodide forms leaflets, 

HO.. CH NMe m. p. 272 5 . T elrahydro-^ -codeine . 
H,C ' CH(OH) CH., Ci,H,sO 3 X,0 r>H 2 O. crystallises in rhom- 
bic prisms, in. p. 114— 11 5 J after soften- 
CH CH hig at 1 10’; it dissolves in solutions of 
2 2 alkali hydroxides from which it is pre- 

cipitated by ammonium chloride. The hydrochloride, microscopic 
prisms, m, p. 238 — 240° (decomp.), and meihiodide, prisms, m. p. 
249— 250° (decomp.), are described. H. TV. 


Constitution of Rutaecarpine. Yasuhiko Asahina and 
Atsushi Fujita {J. Pharm . Soc, Japan, 1921, 803—869). — Asahina 
and Maj r eda (cf. A., 1916, i, 238, 621 : A., 1921, i. 48) proposed 
constitutional formulae for evodiamine and rutaecarpine, alkaloids 
isolated from the fruits of Evodia ruiaecarpa, Benth. and Hook. 
The authors attempted to reduce rutaecarpine with alcohol and 
sodium, with hydriodic acid, with zinc amalgam and hydrochloric 
acid, and with acetic acid and sodium amalgam in methyl- alcoholic 
solution without obtaining any definite compound except rutae- 
carpine hydriodide, m. p. 270°. When rutaecarpine was heated 
with amyl alcohol and potassium hydroxide for two hours, an- 
thranilie acid and 2-S-amin octhyl i ndol e - 3-carboxy! ic add, CnHi20 2 N 2 , 
were isolated in almost quantitative amount. The acid forms 
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white, silky crystals, m, p. 257 s , is almost insoluble in common 
organic solvents, but soluble in acetic acid and hot dilute alcohol; 
yields a picrate, orange- yellow scales, m. p. 247° (decomp.), and 
when boiled with dilute hydrochloric acid for two to three hours, 
is resolved into 2- (3 - aminoethylindole and carbon dioxide. This 
confirms the constitution previously suggested for rutaecarpine. 

K. K. 


The Addition of Organic Bases to Metallic Salts. Walter 
Peters (Z. anorg. Chem., 1921, 118, 172 — 176). — It was shown in 
previous papers {A., 1913, ii, 42 ; 1915, i, 504) that by the addition 
of ammonia or amines to complex salts, compounds of much higher 
co-ordination number were obtained than by the addition of 
ammonia to simple salts. The work has now been extended by the 
preparation of a number of pyridine, piperidine, and ethylene- 
diamine additive compounds of double platino- and platini- 
chlorides. No relation was found between the number of molecules 
of each base combined with a salt and the affinity or dissociation 
constant of the base. The following compounds were prepared. 

Pyridine compounds : CuPtCl 6 ,GC 5 H 5 N, long, thick, cornflower- 
blue needles; CdPtCl 6 ,6C 5 H 5 N, a white, curdy precipitate by 
adding pyridine to the aqueous solution of the salt ; 

MnPtClg,0C 5 H 5 N, 

a brick-red precipitate changing to brown; NiPtCI 6 ,6C 5 H,-N, 
yellowish-green; CoPtCl 6 ,6C 5 H 5 N, yellowish- brown. ° J 

Piperidine compounds: Na 2 PtCl 4 ,2C.H n N, reddish-brown pre- 
cipitate; BaPtCl 4 ,4C 5 H n N ; Na 2 Ptt\,4C 5 H n N, pale yellow 
crystals; CuPtCl 6 ,2C s fi n N, greenish-blue precipitate; 

ZnPtClg,40 5 H n N, 

white; CdPtCl^CgHjjN, olive; NiPtCl 6 ,6C 5 H u N, dirty green. 

Ethylenediamne compounds : ZnPtCl 6 ,2C 2 H 4 (NH 2 ) 2 , white: 
CdPtCl 6 ,GC 2 H 4 (NH 2 ) 2 , small crystals with a yellow tinge: 
NiPtCl 6 ,2C 2 H 4 (NH 2 ) 2 , bright red. E. H. R. 


Action of Sodammonium on Pyridine. Preparation of 
the Hydrate of Tetrahydrodipyridyl, P. Lebeau and M. Picox 
V Compt.jend ., 1921, 173, 1178— 1180).— When pyridine, cooled 
to —60°, is allowed to drop slowly on to sodammonium, a com* 
pound, (C 5 H 5 NNa) 2 \ H 3 , is obtained which retains its ammonia 
even in a vacuum. This compound is spontaneously inflammable 
in air and detonates. It reacts with methyl and propyl iodides 
tert .-amyl chloride, and ethylene diehloride giving in all cases un- 
stable substances. By the controlled action of alcohol and water 
in the presence of ether, tetrahydrodipyridyl hydrate , (C 5 H B N)„H 2 0, 
is obtained from which the corresponding hydrochloride 
(C 5 H 6 N) 2 HC1, 

and mercurichloride , (C 5 H 6 N) 2 HCl,HgCl 2 , were prepared. W. G. 

Reduction of Pyridine with Zinc Dust and Acetic Anhydride. 

Dimrotii and Richard Heene (Ber., 1921, 54, [if], 2934— 
942).— -Pyridine is readily reduced by zinc dust in the presence 
o acetic anhydride to 1 : V -diacelyltetrakydro-4 : 4 ' -dipyridyh 
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a cN <ch!ch> ch_ch <ch:ch> NA c ’ lon &. y eUow neetUe8 > 

jn. p. 124 — 125°, which on exposure to moist air is converted 
gradually into 4 : 4'-dipyridyl and 'acetic acid. De-acetylation 
and oxidation to 4 : 4 / -dipyridyl is also observed by the action of 
manganese dioxide or lead dioxide on the substance dissolved in 
acetic acid or by the action of air or nitrous fumes on the alcoholic 
solution. It is transformed by iodine in benzene solution to 
4 : 4 '-dipyridyl, but pyridine is the main product of the action of 
iodine dissolved in potassium iodide on a solution of the acetyl 
.compound in acetic acid. Conversely, 4 : 4'-dipyridyl is reduced 
by zinc dust and acetic anhydride to 1 : l'-diacetyltetrahydro- 
4 : 4 / -dipyridyl. The relationships are thus similar to those 
observed by Emmert between pyridine and tetrahydrodipyridyl 
(A., 191$, i, 415; 1920, i,* 331). Like the dialkyl compound, 
1 : l'-diacctyltetrahydro-4 : 4 '-dipyridvl undergoes dissociation into 
radicles; the solution of the substance in glacial acetic acid 
becomes intensely blue when gently warmed, but is decolorised 
bv air and the alternate coloration and decolorisation can be 
repeated until the substance is completely oxidised. It appears 

that the radicle can react in two forms, 


:®>CH-CH<®;CH >NAo , 


Cv /Cfl-CHv 

\n4- 


md ) <( - 7 CH. The first form gives a peroxide, 

/ \ch-ch/ 

N ' Ao <CH^CH> CH, 0 ,0,CH <chIch> XA o ’ with air whioh - 

possibly after transformation into X Ac * C ^ ^ > loses 

acetic acid, whereupon two residues unite to form 4 : 4'-dipyridvl. 
The second form adds iodine or hydroxyl to give 
Ae v /CH-CIK 
\ X / \ C H, 

no / \ch-ch/ 


which loses acetic acid and yields pyridine. 

Diacetyl tetrahydrodipyridyl can also be obtained in a colourless 
modification when the veJIow variety is warmed with alcoholic 
potassium hydroxide solution (the acetyl groups are remarkably 
stable towards this reagent). Since the yellow and colourless 
forms are chemically indistinguishable and have the same melting 
point, it would appear at first sight that the coloured crystals are 
contaminated by some persistent, coloured impurity. Against 
this view, however, it is observed that the solution of the colour- 
less compound in acetic anhydride becomes yellow when warmed 
and deposits yellow crystals when subsequently cooled. The 
yellow compound deposits a small quantity of orange-red needles, 
to. p. (indefinite) 248°. when warmed with a small quantity of 
acetic acid or acetic anhydride ; the substance has not yet been 
investigated completely. , 

Quinoline, also, is readily reduced by zinc dust and acetic 
^hydride, giving an amorphous powder, m. p. {very indefinite) 



i. 50 

190° 


ABSTRACTS OF CHEMICAL PAPERS. I 


results agreeing approximately 

H. W. 


H<\| /-OH 
NPh 


the analyses of which give results agreeing app 
those required for 1 : Y -diacetyltetrakydrodiqmnolyl 

Fission of y-Pyrone by Aniline and .V-Phenyl-4-pyridone. 

W. Borsche and Iris Bon acker {Ber., 19-I, 54, [ J, 

2686) —y-Pyrone is readily converted by aniline into di-anilino- 
vinyl ketone, CO(CH:CH-NHPh)„ which easily loses amlme and 
passes into l-phenyl-4-pyridone. The latter may be yarded, 
not only as a y-pyridone derivative, but also as an A -disubstitutcd 
aromatic amine of the type of dimethylamlme. It exhibits, how- 
ever, few of the reactions typical of this type of substance. Its 
indifference towards ketonie reagents, alkyi haloids, and nitrous 
acid has led Smernov (A., 1921, l, o94) to regard it as 
an internal ammonium oxide (annexed formula). 1 his 
view is not shared by the authors, since the quin- 
que valency of the nitrogen atom is opposed to its 
ability to add Grignard's reagents. They consider 
that its stability is due to the unsaturated nature of the two carbon 
atoms attached to the nitrogen atom and the consequent greater 
demand on its valency whereby its power of influencing reactions 
in the aromatic portion of the molecule is correspondingly dimin- 
ished. If this is the case, i-phenyl-4-piperidone should exhibit 
the reactivity of an A T -dialkylaniline. Since the ketone could not 
be prepared in sufficient quantity, this point has not been tested 
experimentally, but it is shown that the corresponding saturated 
secondary alcohol is a highly reactive substance. 

BishydroxymetlyUMacetonedianilide [di-anilinovinyl Jcetonel 
yellow, silky needles, m. p. 150°, is prepared by the action of 
aniline on y-pyrone in dilute acetic acid solution at the atmospheric 
temperature (a substance, C 17 H lfi ON 2 , m. p. 167 is obtained as 
by-product in quantity too small for extended investigation). 
Fission of the y-pyrone ring can also be effected by substituted 
anilines and its homologues if the latter possess pronounced basic 
properties ; the corresponding p -toluidino-, pale yellow leaflets, m. p. 
167°, and m-m£ram7iwo-compounds, m. p. 223°, are described in 
detail. (aa'-Dimethyl-y-pyrone, on the other hand, appears to 
be stable towards aniline.) The dianilino -ketone is converted by 
hydrochloric acid, by sodium ethoxide, or by distillation in a 
vacuum into l-phenyl-4-pyridone, long, colourless needles, m. p. 
(4-2H a O) 104 — 105°. Anhydrous l-phenyl-4-pyridone, m. p. 116° 
(Smernov, loc. c it., gives 125°), is conveniently prepared by distilla- 
tion of aniline chelidonate under diminished pressure. 
The corresponding picrate , yellow leaflets, m. p. 190 
and methiodide, colourless rhorabohedra, m. p. 14(P, 
are described; the latter, however, appears to be a 
pseadomethiodide (annexed formula), since the corre- 
sponding hydroxide passes into l-phenyl-4-pyridone 
and methyl alcohol when its aqueous solution is 
evaporated. l-Phenyl-4-pyridone forms an additive 
compound wifti magnesium methyl iodide, from which 
the parent substance is regenerated by dilute acid. 


C-OMe 

/\ 

H c 9H 
HC CH 

\/ 

/N\ 

Ph I 
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^Hydroxy A-phenylpiperidme, m. p. 69—70°, is prepared by 
the reduction of 1 -phenyl-4-pyridonc by sodium in boiling alcoholic 
solution. The picrate , dark yellow needles, m. p. 145 — 147°, meih- 
iodide, m. p. 153 — 155°, benzoate, coarse, colourless prisms, m. p. 102 — 
103°, and p -nitrobenzoate, yellow leaflets, m. p. 156°, are described. 
4 -Hydroxy-l-phenylpiperidine does not react simply with nitrous 
acid, since the secondary alcoholic group is liable to be attacked, 
but the formation of a p-wi/roso-derivative is established by the 
isolation of the corresponding gallocyanin dye, C 25 H 21 0 7 N a Cl, 
bluish-green needles, in. p. 140°. With a diazotised solution of 
• aniline, 4-hydroxy- 1-phenylpiperidine gives 4-hydroxy-l-p-benzene- 
azophenylpiperidine , small, brown crystals, m. p. 127° (benzoyl 
derivative, m. p. 125°), whilst with diazotised sulphanilic acid it 
gives the corresponding sodnim salt, C J7 H 18 0 4 N 3 SNa,2H 2 0, which 
is reduced by stannous chloride and hydrochloric acid to 4 -hydroxy* 
\-ip-aminophenylpiperidine, colourless leaflets, m. p. 158° ( dibenzoyl 
compound, colourless leaflets, m. p. 195°). DiA-hydroxypiperidino - 
4 -phenylmethane, CHo(C fi R 4 , C 5 NH ft , OH) 2) colourless leaflets, m. p. 
102°, is prepared from the base by the action of formaldehyde and 
hydrochloric acid. 

The oxidation of 4-hydroxy- 1-phenylpiperidine to 1 -phenyl - 
4-piperidone has not been effected in a satisfactory manner; the 
latter substance has been prepared in small quantity by hydro- 
genation of 1 -phenvl-4 -pyridone by Skita’s method and is identified 

as the compound, NPh<^l}^y»>C» T -NH-CO*NHPh, yellow 
leaflets, in. p. 199° (decomp.). H. W. 

Benzyl Ester of 2-Phenylquinolme*4-carboxylic Acid. 
A. Gams and O. Kaiser (U.S. Pat., 1378343).— Benzyl 2-phenyl- 
quinoIine-4-carboxyIate is prepared as follows : Sodium 2-phenyl- 
quinolin e - 4 -carbo xy late is heated in acetone and treated with 
benzyl chloride, gradually added, the acetone is distilled off, the 
residue is mixed with water and extracted with ether or benzene. 
The solution in the volatile solvent thus obtained is washed with 
sodium carbonate and with water and dried with calcium chloride 
and then treated with dry gaseous hydrogen chloride. The hydro- 
chloride of the benzyl ester thus formed is a line, crystalline, yellow 
powder. It is dissolved in alcohol, decomposed by adding solid 
sodium carbonate, and separated by filtration from the sodium 
chloride. By concentrating the solution the ester crystallises. 
It may be purified by recrystallisation from alcohol or ether. It 
has ni. p. 77 — 78° and is citron-yellow. Chemical Abstracts. 

Certain Derivatives of Arylated Cinchonic Acids. Karl 

W. Rosenmund (Ber., 1921, 54, [#], 2893 — 2896). — at-Phenylcin- 
chonic acid (2-phenylquinoline-4-carboxylic acid) is extensively 
used in pharmacy under the name '* Atophan/ 1 In this connexion 
its allyl ester is particularly useful by reason of its low melting 
point, solubility in fat, and ready absorption by the skin. A 
number of unsaturated esters of differently substituted cinchonic 
acids are described, which, however, do not possess these properties. 
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2-Phenylquinoline4-carboxyIic acid is converted by boiling 
thionyl chloride into 2-phenylquinoline-4-carboxyl cMmde, m. p. 
81 — 82°. Allxjl z-phenylcinchonate is a pale yellow liquid, b. p. 
265°/15 mm., 21570-8 mm., m. p. 30°. The corresponding cm- 
mmyl ester has m. p. 83°. Allyl -2-pUnyU-mdhyl^molme. 
4-carboxylaU forms pale yellow needles, m. p. ?o— 7b • AU D\ 
2 -pipermylqmndineA-carboxylate, m. p. 61°, Vyfbromo.n.p-opyl 
2 -phenylqmndine-i-carboxylate, m. p. 15°, Jy-thbromo^-phtnyl- 
n- propyl 2 -phenylquinolineA-carboxylaJ.e, needles, m. p. M>3 , and 
$y-dibromopropyl 2 -piperonylquinolineA-carboxyme, m. p. l0« 

1 03° , are also described. M. W. 


Isomerism of the isoOxazolecarboxylic Acids. VI. 

M. Betti and S. Berltxgozzi {Gazzetta, 1921, 51, ii, 229—238).— 
It has been shown (Betti and Alessarfdri, A., 1915, i, 713; Betti, 
\ 1915, i, 896; Betti and Berlingozzi, A., 1915, i, 996, 997 ; Betti 
and Pacini, A.’ 1916, i, 222) that two 3 : 5-diphenyksooxazolc- 

4- carboxylic acids, ni. p. 153 and 233 respectively, and. two 

5 - phenyl-3-niethylisooxazole4-carboxylic acids, m. p. 157° and 
189° respectively, may be obtained. It is now found that, in 
either case, the acid with the lower melting point represents the 
unstable form and may be converted by boiling concentrated alkali 
hydroxide solution into the less readily fusible, stable isomeride ; 
the inverse change has not been found possihle. 

These results explain (l) why the amide obtained from 3-phenyl 
(or methyl) 4-benzylidene/sooxazolone may yield the one acid when 
treated with dilute alkali hydroxide solution and the other when 
treated with the concentrated alkali, it being the amide of the 


unstable acid, and (2) why the ethyl ester obtained by the action 
of hydroxvlamine on ethyl benzoyl- (or acetyl -Jacctoacetate is 
hydrolysable onlv to the stable isomeric acid, w ith which it corre- 
sponds. The amides of the stable acids, and the ethyl esters of 
the unstable acids, have now been prepared. 

The isomerism of these acids may be due to the presence in the 

one form of a double ring, thus O^V^ 1 ; as this formula 

aH 0 Hi 

contains an asymmetric carbon atom, experiments are being made 
on the optical resolution by means of alkaloids. 

The stable form of 3 : 5- diphenyli^oox azole -4- carboxylic acid, 
m. p. 233°, gives the following derivatives : chloride , which was 
obtained slightly impure in long, silky, almost white needles, m. p. 
88 — 89°. Amide, Cj 6 1I 12 0 2 X 2 , which forms opaque, white, spherical, 
crystalline aggregates, m. p. 223°. Anilide, C. 22 H 16 0 2 N 2 , crystal- 
lising in groups of small, yellow needles, m. p. 188°. The isomeric 
unstable acid, m. p. 153°, gives an anilide, crystallising in lustrous, 
deep yellow leaflets, m. p. 236°; the elhyl ester, obtained as an 
orange-yellow oil, and the chloride, obtained as a viscous, orange- 
yellow substance, could not be purified. 

The stable form of # 5-phenyl-3-metliyl«‘.sooxazole4-carboxylic 
acid, m. p. 189°, yields : a dense, oily, yellow chlaride , difficult to 
purify; an amide , C u H 10 O 2 N 2 , crystallising in opaque, white, 
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mammillary aggregates, m. p. 205°; and an anilide , which crystal- 
lises in groups of silky, white needles, m. p. 160 u . The isomeric 
unstable modification, m. p. 157°, forms an oily, uncrystallisable 
chloride; an anilide, separating in lustrous, brown crystals, in. p. 
179°, and an ethyl ester, which was obtained as a dense, intractable 
oil T. H. P. 

2:4-Diketo-5-phenyl-5-ethyltetrahydro-oxazole. J. Altwegg 
and D. Ebin (U.S. Pat., 1375949).- 2 : 4-Diketo-5-phenyl-5-ethyl- 
tetrahydro-oxazole is prepared by dissolving 450 grains of x-phenyl- 
fi-methyl-lactamide in 3 litres of boiling toluene, adding 700 grams 
of anhydrous potassium carbonate with stirring, slowly adding 
300 grams of ethyl chloroformate, heating the mixture for an hour, 
adding cold water, decanting, and treating the liquid with sulph- 
uric acid. An oily substance separates, which after some time 
solidifies to a crystalline mass, from which crystals, m. p. 63°, b. p. 
176°/3 mm., are obtained after cooling. The aqueous solution has 
an acid reaction and forms salts with alkali or alkaline-earth metals 
and magnesium. The o- methyl derivative, m. p. 70°, may be 
similarly produced from x -phenyl -la ct amide. 

Chemical Abstracts. 


A New Synthesis of Oxazines. Arthur Fairbourxe and 
Harold Toms (T., 1921, 119, 2076—2078). 


Isatin and its Derivatives. III. 5 : 5'-Di-isatylmethane and 
its Conversion into Quinoline Derivatives. W. Borsche and 
K. Meyer {Ber., 1921, 54, [R], 2841 — 2843; cf. Borsche and 
Sander, A., 1915, i, 299). — p-DiaiuimxliphenyJ methane is readily 
converted by Sandmeyers method (A., 1919, i, 318) through 
^■A , -di(oximinmcetyUimino)-diphenylmdhane, yellow plates, in. p. 
212°, into 5 : o' -di-imiylm ethane (I), a reddish -yellow powder which 
does not melt at 300°. 


X H 



(I.) 


X 

/\/\Mc\ 
I I | 


C(Ul/„ 


(11.) 


The latter compound readily combines with ketones, thus with 
acetone it yields (i : i) -m<th yl en hylq uinoUne-i-oa rboxyl ic 
acid) (II), a yellow powder, m. p. above 320 , and this when dis- 
tilled with lime, is converted into i)-diqnimihhjhndh(vu, colourless 
plates, in. p. 142", which forms a yellow picrate, darkens at 215", 
m, p. 234° (deeomp.). With acetophenone 5 : .V - d i -isatyl methane 
forms (i ; G r -methylen(di-('2~pht nylquinolini A-carboxylic acid), m. p. 
2G5° (deeomp.), which when distilled with lime yields diquinolyl- 
Methane, silvery, glistening plates, m. p. 205°. F. M. R. 


Isatin and its Derivatives. IV. Tlie Action of Hydrazine 
on Isatin and 1-Methylisatin. W. Borsche and Robert Meyer 
[Ber., 1921, 54, [R], 2844 -2853),— The interaction of hydrazine 
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and isatin should result, according to the conditions, in the form- 
ation of isatin hydrazone or di-isatinazine, but Curtius and Thun 
(A., 1891, 1360) obtained only the former, and regarded it as a 

hydrazi-compound (•C<C^^)- Staudingcr and Kupfer (A., 1911, 

i, 751), on the other hand, concluded that the reaction products of 
hydrazine with aldehydes or ketones are hydrazones, and this- view 
is supported by the investigation of the action of hydrazine on 
isatin and 1-methvlisatin. If the products are hydrazi-compounds, 
the derivative of isatin should yield a triacetyl compound and the 
derivative of l-methylisatin a diacetvl compound Actually they 
yield diacetyl (I) and monoacetyl (II) compounds respectively 
identical with the condensation products of acetylhydrazme with 
1-acetylisatin and l-methylisatin: 

/\ — |C:n-nhao An — tc:n-nhac 

1 jeo I A Jeo 


NAc (I-) 


NMe (II.) 


Isatinhydrazone can be condensed with isatin or aldehydes under 
suitable conditions, the reaction being facilitated in most cases by 
the presence of a trace of mineral acid, but condensation does not 
occur with ketones. 

Isatinhydrazone, small, flat, yellow needles, m. p. 23/ 238 

(Curtius and Thun gave 229°)/ sublimes without decomposition 
in a vacuum, dissolves in hot dilute sodium hydroxide with an 
orange-red colour, and on cooling slender, dark yellow needles 
(o-aminophenylglyoxylic acid- hydrazone sodium salt 0 separate, 
from which isatinhydrazone is regenerated by acetic acid. \ -Acetyl - 
isat in-aceiylkyd r ozone , yellow needles, m. p. 178°, is obtained by 
the action of acetic anhydride on isatinhydrazone, or by the action 
of acetylhydrazine on 1-acetylisatin in alcoholic solution. Benzyl- 
ideneisatinazine, orange-red needles, in. ]). 195° (decomp.), is 
obtained by the interaction of isatinhydrazone and benzaldehyde 
in alcoholic solution. 

Piperonylideneisati ncizinc , small, orange-red needles, m. p. 250 — 
251 1 (decomp.), is obtained by the interaction of isatinhydrazone 
and piperon aldehyde in alcoholic solution in presence of a drop of 
fuming hydrochloric acid. 

’p-Nitrobenzylideneisatimzine forms orange-red plates, m. p. 
250 —251° (decomp.). Di-isatinazine, glistening, dark red needles, 
decomposing at 295 — 296°, is best prepared by boiling an alcoholic 
solution of isatinhydrazone with isatin in presence of a few drops 
of fuming hydrochloric acid; it is hydrolysed by acetic acid and 
fuming hydrochloric acid to isatin and hydrazine, and with acetic 
anhydride it forms only a momacetyl derivative, dark yellow, Hat 
needles, decomposing at 220°. In continuation of a former investi- 
gation (A., 1902, i, 186), an attempt was made to convert Marcli- 
lewski’s semicarbazone of isatin (A., 1896, i, 449) into the azine by 
boiling with aniline. The product was, however, the phenyl- 
carbamylhydrazone, C 8 H 5 ON!N , NH , CO*NHPh, yellow needles, 
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m. p. 233° (decomp.). 1-Methylisatinhydrazone forms small, yellow, 
glistening needles, m. p. 107 — 108°, is soluble in most organic 
solvents, but insoluble in dilute sodium hydroxide ; it forms a red 
picrcUe, m. p. 112°, and a red hydrochloride , m. p. 182°. 1 -Methyl- 
isatinacetylhydrazone crystallises in thin, yellow needles, m. p. 
143°. BenzylideneA-rriethylisatinazine forms red plates, m. p, 156°. 
p -NitrobenzylidcneA-nietkylisatimzine forms small orange-yellow 
needles, m. p. 245 — 246°. DiA-methyUsatinazine crystallises in 
light red needles, decomposing at 240 — 245° after darkening at 
about 235°. 

. There is a great similarity between the behaviour of isatin and that 
of 1-methylisatin with hydrazine, but the corresponding isatic acids 
(o-aminophenylglyoxylic acids) in acetic acid solution exhibit a 
remarkable difference in their behaviour when treated with hydr- 
azine. o-Aminophenylglyoxylic acid yields an intermediate pro- 
duct, C ]6 H l4 0 4 N 4 ,2H 2 0, a pale yellow, crystalline powder, which 
is instantaneously converted into di-isatinazine by alcohol con- 
taining some hydrochloric acid. 1-o-Afethylaminophenylglyoxylic 
acid, on the other hand, under similar conditions, yields a second 
hydrazonc, oblique-angled, red prisms, m. p. 162 — 163°, believed 
to be a stereoisomcride of that already described. F. M. R. 

Octabromoindigotin. Ecu. Grandmougix (Comp, rend., 
1921, 173, 982 — 9S5). — Telrabroiuoanthranilic acid, by the action 
of formaldehyde, gives a formalidc , C s H 3 0.>NBr 4 , which yields a 
nitrile and the latter on hydro! \ sis yields the glycine of tetrabromo - 
anfhranilk arid. The glycine when boiled with acetic anhydride 
gives acetyl tetrabron loin doxy lie acid, which in ammoniacal solution 
is readily saponified and oxidised, giving octabromoindigotin. On 
oxidation in acetic acid solution with chromic acid, octabromo- 
indigotin gives tetrabromoisatin, and on reduction alcuco-derivative, 
the yellow sodium sail of whi<*h is only sparingly soluble. The 
original indigotin lias a redder colour than the hexabromoindigotin, 

W.G. 

Deoxyindigotin. \Y\ Borsch m and Robert Meyer ( Ber ., 
11*2 1 , 54, [B\ 285-1— 2856).-— An alcoholic suspension of indigotin 
is unaffected by boiling with hydrazine, but on adding sodium 
hydroxide and boiling for several hours, a deep green solution is 
obtained which deposits a yellow, crystalline precipitate on oxida- 
tion by air. This product, C ls H 13 OX 2 , crystallises from 200 times 
its weight of glacial acetic acid in small, greenish-yellow needles, 
m. p. 317°. The authors name the product deoxyindigotin, and 
ascribe the following constitution to it : 

c “ h 4<nh>' - l '<nh 5 > c « h *. 

Neither deoxyindigotin nor the solution from which it is obtained 
are suitable for dyeing, but when deoxyindigotin is sulphonated 
with 36 limes its weight of sulphuric aeiij for three-quarters of an 
hour at- 40 — 45° it yields a monos id phonic arid , the sodium salt 
of which dyes wool or silk in golden-yellow shades which are very 
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fugitive to light. Similar deoxy-compounds are obtained by the 
action of hydrazine and sodium hydroxide on 5:5'- or 7 : 7'- 
dimethylindigotin, or dibromoindigotin, but thioindigo red is only 
converted into its leuco-compound. F. M. R. 

Benz oylat ion and Benzylation of 2 : 5-Diketopiperazine. 

Takaoki Sasaki and Toicudji Hashuioto {Ber., 1921, 54, [B], 
2688 — 2693). — 2 : 5-Diketo-l : 4-dibenzoylpiperazine is prepared by 
the gradual addition of benzoyl chloride to a suspension of glycine 
anhydride in pyridine and subsequent heating of the mixture on 
a water-bath; it forms colourless crystals, m. p. 239 — 240°, 
whereas Scheiber and Reckleben (A., 1913, i, 969) record m. p. 
116°. It is smoothly converted into hippuric acid by means of 
sodium hydroxide solution at 37 w . 2 : 5-Diketo-l : 4-dibenzyl- 
piperazine (cf. Mason and Winder, T., 1894, 65, 190; Mannich and 
Kuptal, A., 1912, i, 217) cannot be prepared by the action of sodium 
ethoxide and benzyl chloride on glycine anhydride but is readily 
formed from diacetylglycine anhydride under similar conditions; 
it has m. p. 173 — 174°. The stability of the ring system is remark- 
ably increased by the introduction of the two benzyl groups. 

H. W. 

Diketopiperazines. XI. 3 : 5-Diketo-l-benzylhexahydro- 
1 : 4-diazine. J, V. Dubsky and K. Dixgemaxse (Bar., 1921, 
54, [B], 2659 — 2667 ; cf. A., 1919, i, 289). — Iminodiacctonitrile, 
XH(CH 2 -CN) 2 , m. p. 78°, is conveniently prepared by the action of 
aqueous hydrocyanic acid (10%) on hexamethylenetetramine and 
is benzylated by the gradual addition of the nitrile and pyridine 
to benzyl chloride, which is heated at the temperature of boiling 
water. B enzylimi n odi aceton it rile, CH 2 Ph‘X(CH 2 -CX) 2 , large, pris- 
matic crystals, m. p. 45 — 45*5° (the unstable hydrochloride, m. p. 
105°, is described), is hydrolysed by boiling aqueous barium hydr- 
oxide solution to ben zyli min odi acetic acid, C H 2 PI l * N ( 0 H 0 *C 0 2 ti) , 
colourless, matted needles, m. p. 197—198° (decomp.). The sub- 
stance behaves definitely as a monobasic acid and yields only a 
monopotassium salt even when treated with two molecular pro- 
portions of potassium hydroxide. The colourless zinc salt, 
C n H 41 0 4 NZn, and the pale blue copper salt, C n H n 0 4 NCu, are 
described.^ The latter gives an azure blue additive product . 
kiiHii0 4 NCu,NH 3 ,2H 2 0, with ammonia. Benzyliminodiacetic acid 
gives a mlrate, C 11 H 13 0 4 X f HX0 3l colourless iieedles, m. p. 117" 
(decomp.), and a hydrochloride , C U H 13 0 4 X,HC1, decomp. 197 5 . 
Renzyhmmodiacetonitrile is transformed by methyl- alcoholic hydro- 
oia° C * nto fo' tlz $iMinodiacetale hydrochloride , m. p. 

^ J oweve b could not be isolated in the homogeneous 

condition. The corresponding dimethyl ester could only be obtained 
as a pale yellow, viscous liquid which decomposes when distilled 
under diminished pressure. The corresponding diethyl ester is a 
brownish-yellow, viscous ljquid with similar properties ; in the form 
of its hydrochloride, the latter is converted by ammonia into its ethyl 
hydrogen ester and, finally, into the diamide, CH 2 Ph-N(CH 2 *CO*XH 2 ) 2> 
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pale yellow, glistening needles, m. p. (anhydrous) 166° (+1H 0) 
m. p._159 , which can also be prepared by the action of hvdroeen 
peroxide on the nitrile. The anhydrous hydrochloride and its 
monohydrate m. p. 222 (decomp.), are described. When heated 
at 180—190 under 8 mm. pressure, the diamide is transformed 
into benzyltmtnodtaceltmde [3 : S-dikelo-l-benzyl-l : 4 -hexahyirodi- 

mne\, CH 2 Ph-N< ( .,j r 2 ^ 0 >NH, yellowish-white crystals, m. p. 

]06 °' H. IV. 

. Diketopiperazines. XII. Attempted Preparation of 

l-Benzoyl-3 : 5-diketohexahydro-l : 4-diazine J V Dcbskv 

wLi T E f 1921 ’ 54 ' [ f ] - 2667-2073; cf preceding 
abstract) — A record of unsuccessful attempts to prepare 3:5- 
diketo-l-benxoylhexahydro-l : 4-diazine from benzoyliminodiacet- 
amide by elimination of ammonia or from the corresponding mono- 
amide by loss of water. 1 6 

laWrfT": c ° ,our,ess > lustrous leaflets, m. p 
131— 132 (cf. Bailey and fenyder. A., 1915, i, 389), is prepared 
convenient y by heating iminodiacctonitrile with a solution of 
benzoyl chloride m benzene at 1 10—120' ; it is formed in small 
amount by the benzoylation of the iminodinitrile according to 
the Schottcn-Baumann method. Tt could not be hydrolysed with 
hydrogen peroxide ; it is converted by barium or potassium hydroxide 
almost exclusively into benzoyliminodiacetomonoamide ' ' 

C0 2 H‘CH 2 *XHz»CH 2 *C0-XH 2 , 

in. p. 190—191°. Methyl he.nzoyliminodiacelak , XBzfCH -CO Vp) 
transparent prisms, m p 73-76°, is prepared by the 'action of 
benzoy chloride on methyl iminodiacetate or, preferably, from the 
ivdroch onde of the ester, benzoyl chloride, and sodium hydrogen 
yhonate It is hydrolysed by a,,ueous barium hydroxide solution 

t0 bemoyliininodiacdic acid, 
\Bz(lH 2 t(J 2 H),,H 2 0. glassy prisms, m. p. 88—90“: the barium 
alt, colom.cM Icallcts ( — 1- >U 2 0), and the copper salt, pale blue 

el t'L \ 1 ^enzoyliminodiacetodiamide, 

Ncz(CH 2 '(,(>.\ HA, m. p. 22a — 227', is obtained by the action of 
mimoma on a solution of tin* methyl ester in alcohol*. II \y 

Diketopiperazines. XIII. J. V. Dubsky, E. Hoher and 
h. Dingemansb {Her., 192J, 54, [B], 2674—2678- cf. nreced- 
n g abstracts). 2 : 5- / )ih io t pi pennine -J : 4-diaedodi^ phthaiide 

-ioH i 'XH , (’0-CH 2 , X<C^|^.|j>X< , H 2 -('0'XH-C 10 1I t , decomposing 

ndrochloride 4 0,)ta '"'' d . b -Y * l,c of methyl iminodiacetate 

Rdrocli unde on a-naphthylannnr at 170-1 7,7° In spite of 

Cnd°,os V ibl lat i ,0nS "1 conditions - ^ 'vas not 

n(l possible to conduct the operation in such a manner as to 

lead to the produet ion of t heketopiperazine^ II 

diloroarswf i0, i' ° f l ), ‘ cn . vli "' il uxliacetimide from aniline and 
oaectanude has been recorded previously (Dubsky and 
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Granacher, A., 1918, i, 188) ; attempts t-o prepare the corresponding 
2 : 6-dimethyl derivative by the use of a-chloropropionamide 
yielded a mixture of a-anilinopropionamide, NHPh*CHMe*CO , NH 2 j 
colourless, lustrous leaflets, m. p. 141°, and a-anilinopropionanilide, 
slender, silky needles, m. p. 126*5°. 

Hexaethylidenetetramine is highly resistant towards hydro- 
cyanic acid. H. W. 

Rosaniline-sulphurous Acid and its Colour Reactions with 
Aldehydes. Heinrich Wieland and Georo Scheijinu 
1921, 54, [B], 2527 — 2555). — The hydrochloride of pararosaniline. 
leucosulphonic acid prepared by Hantzsch and Osswald (A., 1900, 
i, 256) was regarded as the substance which produces the well- 
known colour reactions with aldehydes. Subsequently, Diirr- 
schnabel and Weil (A., 1905, i, 947) obtained the free sulphonie 
acid, and products described as “ neutral and acid sulphites ” of 
pararosaniline. The latter authors’ product is the free base of 
the former authors’ hydrochloride, and is actually a trihydrate oj 
par armanilineleueosrd phonic acid , crystallising in needles, whilst 
the so-called “ acid sulphite ” is the monohydraie of pararosaniline. 
leucosulphonic add , crystallising in oblique-angled plates. This 
sulphonie acid possesses an amphoteric character, and its hydro- 
chloride has been described by Hantzsch and Osswald ( Joe . cit.). 
It forms a sodium salt, plates (2H 2 0), and an ammonium salt, fine 
needles (2H 2 0). Similar products are obtained from other dyes, 
namely, Dobners-violetieucosul phonic acid , small, quadrangular 
monoclinic, yellow crystals (H. 2 0), and Crystal -violet-leucosulphonic 
acid, faintly violet powder (3H 2 0), which is extremely unstable. 

The so-called “ neutral sulphite ” is the pararosaniline salt 
of parar osa n ilin ehncosu Iphon i c add , metallic glistening crystals, 
C(C 6 H 4 ‘NH 2 ) 3 'S0 3 *NH 2 :C g H 4 :C(C c H 4 *NH 3 ) 2 . Similar colour salts 
of a mixed type have also been prepared, namely, the Crystal* 
violet salt of pararosanilineleucosul phonic add, black, crystalline 
powder with a green, metallic lustre, and the pararosaniline salt of 
Malachite-gree n -leucosulpkon ic add , black, microervstalline powder 
with a green lustre. Pararosanilineleucosul phonic acid is not the 
substance which gives rise to colour reactions with aldehydes, for 
no reddish-violet colour is produced when acetaldehyde is added 
to a very dilute hydrochloric acid solution of pararosan i line leu eo- 
sulphonic acid, and the latter can bo isolated unaltered from the 
solution after removing the acetaldehyde in a vacuum. The colour 
reaction only occurs when the solution contains sulphurous acid. 
The solution of pararosanilineleucosulphonic acid (I) in sulphurous 
acid is regarded as containing the A-sulphinic acid (11), thus : 

S0 3 H*C(C fi H 4 *KH 2 ) 2 ‘C 6 H 4 *NH 2 pSO, £ 

(I.) 

S0 3 H*C(C 6 H 4 ‘NH 2 ) 2 -C 6 H 4 *XH*S0 2 H 

(II.) 

The sulphur dioxide attached to the amino-group in II can be 
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removed completely by iodine, which distinguishes it sharply from 
the sulphonic group attached to the carbon atom. The first stage 
in the reaction is the formation of the A-suIphinic acid, and the 
sulphonic group is introduced subsequently. When an aldehyde is 
added to the colourless dilute solution of the rosaniline-sulphurous 
acid an intense bluish-red colour is produced owing to the conver- 
sion of the benzcnoid triphenylmethano derivative into a quinonoid 
compound by some hitherto unknown means. It was not known 
definitely whether the aldehyde colouring matter still contains 
sulphurous acid in some form, or whether it is identical with the 
reaction product obtained by the interaction of rosaniline and one 
or two molecular proportions of aldehyde. Actually the aldehyde 
colouring matter contains SO 2 . When a .solution of pararosaniline 
reacts with one molecular proportion of sulphur dioxide and one 
molecular proportion of acetaldehyde, an insoluble colouring matter 

(III) separates in bluish-red flocks after a short time : 

nh 2 *c 6 h 4 «c:c 6 h 4 ;nh 

C e H 4 *NH*S0 2 *0HMe*0H(H o 0) 

(HI.) 

With an excess of sulphurous acid, a colourless, crystalline product 
(4H 2 0) is formed : 

S0 3 H*C(C 6 H 4 *NH,) 2 ‘C 6 H 4 *NH%S0./0HMe*0H 

(IV.) 

This A T -a]dehyde-sulphurous acid pararosanilineleucosulpbonic acid 

(IV) is also formed by the addition of acetaldehyde to a concen- 
trated solution of pararosanilineleucosulpbonic acid in a slight 
excess of aqueous sulphurous acid. 

The colouring matter (III) is insoluble, whereas the colouring 
matter produced in the ordinary colour reaction with aldehydes is 
readily soluble, and is onh* formed when a further molecular pro- 
portion of sulphur dioxide is used, and the quantity of aldehyde 
is also increased. It would appear, therefore, that the latter 
colouring matter, when acetaldehyde is used, has the con- 
stitution : NH*G 6 H 4 ;C(C 1 6 H 4 »XH*SO*d*CHMe'OH) 2 . The instability 
of this colouring matter on keeping is due to the hydrolysis of the 
aldehyde-sulphurous complex as such, for that does not give rise 
to colour reactions. p p 

Trypaflavin [3 : G-Diamino-l-methylacridinium Chloride]. 

Hans Thiemf. (Bcr. dent. Pharm. (!es. y 1921. 31, 323 — 344). 

Normal trypaflavin is composed of equimolecular quantities of two 
stereoisomeric forms, one of which on treatment of the sulphate 
m aqueous solution with barium hydroxide is converted into the 
true stable quaternary ammonium base, whilst the other breaks 
down into diaminoacridine with loss of methyl alcohol. The 
trypaflavin sulphate which is formed on, adding sulphuric acid to 
the aqueous solution of the base after filtering off the diamino- 
acridine, no longer behaves as a dual substance when the treat- 
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ment with barium hydroxide is repeated, as no diaminoacridine is 
formed, but, instead, the theoretical quantity of the quaternary 
base. The different behaviour of the normal sulphate and the 
above salt was also demonstrated by conductivity measurements 
of the two salts in reaction with barium hydroxide. Whilst in the 
one case a very rapid fall in conductivity during the first few 
minutes was observed, in the latter case, where no diamino acridine 
was formed, no such rapid fall in conductivity occurred. In each 
case there was a slow continuous decline, but this was due to 
absorption of carbon dioxide by the free base. G. F. M. 

The Behaviour of certain Bisacylaminoethylene Derivatives 
prepared from Glyoxalines. A. WiNDAUS, W. DOrries, and 

H. Jensen (Ber., 1921, 54, [B], 2745-^-2755). — A series of examples 
is given of the fission of the giyoxaline ring by tsovaleryl chloride 
with the product of bisacylaminocthylenes, the catalytic hydro- 
genation of the latter to the ethane derivatives, and the conversion 
of these into the corresponding amines. The bisbenzoylamino- 
cthylenc compounds lose a molecule of benzoic acid and one of 
ammonia under the influence of alcoholic hydrogen chloride and 
pass into benzoylamino-kctones which are transformed by further 
action of the same reagent int-o aminoketones. 

A well-coolcd aqueous solution of giyoxaline is converted bv 
alternate addition of small amounts of isovaleryl chloride and 
potassium hydroxide solution into bishomlerylaminoelhylene, which 
is conveniently characterised as its dibromide , slender needles 
m. p, 164 — 165° (decomp.). Hydrogenation of the ethylene deriv- 
ative in the presence of spongy palladium gives bimovalerylamino- 
ethane , C 2 H 4 (>iH , CO‘C 4 H 3 ) 2 , lustrous needles, m. p. 182°, which is 
converted by concentrated hydrochloric acid at 140° into ethylene- 
diamine dihydrochloridc. Bisbcnzoylaminoethylene is transformed 
by boiling methyl alcoholic hydrogen chloride solution (10%) into 
aminoaeetaldehyde, w hich is identified as glyoxalosazone. 

4(5) -Methylglyoxaline is converted by tsovaleryl chloride and 
reduction of the initial product into a'i- Jtiso vctlerylami n opropan e, 
colourless, slender needles, m. p. 172 — 173°, which is transformed 
into a ( Q-diaminopropane (dipiemfe, yellow needles, m. p. 237 s 
after previous darkening; dibenzoyl derivative, in. p. 192—193°). 

« |3 - Dibenzoy] am inopropy Ienc is transformed by alcoholic hydrogen 
chloride into aminoacetone. 

Hydrogenation of the product of the fission of histamine with 
isovaleryl chloride leads to the formation of tf&dri isovalerylami no- 
butane , slender needles, m. p. 196 — 197 s , which is converted in the 
usual manner into x$S-tnciminobutane trihydrochloride, needles, 
m. p. 209 210° (corresponding piemte, small, yellow needles, 
m a ^ ou ^ The fission of histamine with benzoyl 

chlonde and sodium hydroxide has been described previously 
(Windaus and Vogt, A., 1907, i, 978); the product thus obtained 
is converted by alcoholic hydrogen chloride into a b-dibenzoyl- 
amim^-ketobutane, NHBzC%CO-CH 2 ‘CH 2 -NHBz, small, colourless 
needles, m. p. 151° (semicarbazone, needles, m. p. 172—173°). 
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Ethyl glyoxaline-4-propionate oxalate is transformed by benzoyl 
chloride and sodium carbonate into the ester, 

NHBz-CH:C(NHBz)-CH 2 *CH 2 *C0 2 Et, 

slender needles, in. p. 132 — 133° (the corresponding add crystallises 
in needles, m. p. 156 — 157°); it is converted by boiling alco- 
holic hydrogen chloride into ethyl S-benzoylamino-yketovalemle, 
NHBz*CH 2 *C0*CH 2 *CH 2 -C0 2 Et, coarse prisms, in. p. 101° (semi- 
carbazone, needles, m, p. 171°). 

The fission of histidine methyl ester has been described by Kossel 
and Edlbacher (A., 1915, i, 285); the unsaturated ester thus 
produced has been hydrolysed to the add , 

NHBz-CH:C(NHBz)*CH 2 -CH(NHBz)-C 0 2 H, 
small needles, m. p. 241 The unsaturated ester is converted by 
hydrogen chloride dissolved in methyl alcohol into methyl a b-di- 
benzoylamino-y-hetovalerate , l^HBz > CH 2 *C0*CH 2 ‘CH(NHBz)*C0 2 Me, 
lustrous needles, m. p. 173 — 174°; it gives a phe nylhydrazone, pale 
yellow leaflets, m. p. 221 — 222°. H. W. 

The Nitro- and Amino -derivatives of ^Phenylglyoxaline. 

Reginald Lindsay Grant and Frank Lee Pyman (T., 1921 
119, 1893—1903). 

Aziminobenzene (1 : 2 : 3-Benztriazole). G. Chabbiee and 
A. Beretta ( Gazzetta , 1921, 51 , ii, 267— 269).— Attempts were 
made to prepare o-benzoylaminophcnyldiazonium chloride bv the 
action of nitrous acid on benzoyl-o-phenylenedi amine, but it was 
found that, under the most varied conditions, this reaction yields 

the benzoyl derivative of 1:2: 3-bcnztriazoIe, 

which crystallises in long, colourless needles, m. p. 112°. When 
dissolved in 95% alcohol and boiled in a reflux apparatus with 
30% sulphuric acid for nine hours, this compound is hydrolysed 
to 1:2: 3-benztriazole, which is conveniently prepared bv this 
method. v T. H. P. 

Preparation of Triazoles of the Aromatic Series (i^-Az- 
imides). Kalle & Co., Akt. Ges. (D.K.-P., 33S926; from 
Chem . Zentr.y 1921, iv, 709). — o-Aminoazo-dyes, in particular those 
which contain amino- and hydroxyl- groups in addition to the 
amino-group present in the ortho-position to the azo-group are 
treated with cuprammonium salts. The product from diazotised 
sulphanilic acid and m-tolylenediamine is dissolved in water and 
treated with ammonia. An aqueous solution of copper sulphate 
and 25% aqueous ammonia solution is added and the mixture is 
heated at 90° for a few hours. On cooling, the ammonium salt of 
b-amino-2-p-sidphophenyl-()-}nethyl-ij/-aziminobenzeue crystallises out. 

5* Amino-2-pkenyl-$-azimi nobenzene, PhX<oJ>C 6 H 3 ’NH 2 , is simi- 

My obtained from benzeneazo-m-phenylenediamine. It crystal- 
uses from glacial acetic acid and has m.' p. 183°. The dye from 
diazotised 5 -aminosalicylic acid and w-tolylene diamine gives 
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similarly 5-amino-%-p-hydroi?y'm.-carboxyphenyl-§-methyU\}f-azimino- 
benzene, C0 2 H-C 6 H 3 (0H)-N<|>C 6 H 2 Me-NH 2 . G. W. E. 

Structure and Colour of the Azine Scarlets. Julius 
Berend Cohen and Herbert Grace Crabtree (T. } 1921, 119, 
2055—2070). 

Ring Closure with Hydrazinedicarbonamides containing 
Sulphur. Dithiourazole and Iminothiourazole. Emil Fromm 
(#er., 1921, 54, [. B ], 2840) —The author has prepared previously 
many of the compounds described by Arndt and Milde in their 
recent publication (A., 1921, i, 813), and the account of the work 
will appear shortly in the Annul en . fn general, the results obtained 
are in good harmony except in so far as the preparation of dithio- 
urazole and iminothiourazole is concerned, for which the author 
prefers the older process. H. W. 

The Electrochemical Oxidation of Azobenzene. Vr, 

Fichter and Wolfgang Jaeck (Ueh\ Ckim. Ada , 1921, 4, 1000— 
1009). — Text-books of electrochemistry, in dealing with the ques- 
tion of the introduction of hydroxyl groups into the benzene 
nucleus by anodic oxidation, quote the conversion of azobenzenc 
into tetrahydroxyazobenzene (Heilpem, A 1898, i, 249) as a 
smooth reaction. Heilpem’ s analytical figures for the so-called 
tetra-acetyl derivative of tetrahydroxyazobenzene, however, repre- 
sent a triacetyl derivative as regards the carbon content, although 
the hydrogen content does not agree with this. Repetition of the 
oxidation shows that the product resembles that obtained by 
Heilpern, and is formed by the hydroxylation of azobenzene, 
although it is not tetrahydroxyazobenzene, but a complex mixture. 
Two of the reaction products have been isolated in the form of 
their acetyl derivatives from this mixture by means of their different 
solubilities in benzene; pp '■diacdoxyazobenzene, readily soluble in 
benzene, in. p. 193*5°, which on hydrolysis yields pp'-dihydroxv- 
azobenzene, brown crystals, m. p. 204°; diphenyl-pip' -biwzV 
•phenyl acetate, sparingly soluble in benzene, glistening orange-red 
crystals, m. p. 257°, which on hydrolysis yields diphenyl- pp'* 
bisazophenol , HO<^H 4 -N:NX , 6 H 4 < 1 fi H 4 «X:N T *C 6 H 4 -OH, small, brown 
needles, m. p. 265° ; the constitution was confirmed by synthesis 
from tetrazotised benzidine and phenol. 

For purposes of comparison, the isomeride, 

NPh:N'C 6 H 4 -0‘C gH, - A' :N*C 6 Hj*OH , 
for which the name 4 -hydroxy A : 4 '* -bisazo-hcuzolyl ether is suggested, 
in which azobenzdyl represents the group C g H^N:N-C 6 h!, was 
synthesised; p-hydroxyazo benzene condensed with p-nitrochloro- 
benzene for twelve hours at 240° yields azobcnzolyl-p-nitrophcnifl 
ether, small brown crystals, m. p. 125°, which is reduced in aqueous- 
alcoholic solution by sodium sulphide to azobenzolyl-p-aminapkeniii 
ether, pale brown, glistening scales, m. p. 100— ioi°. Prolonged 
reduction^ converts the latter compound into its Ayd/rao-derivative, 
m. p. 212°, which is reoxidised by air to the azo-compound. When 
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azobenzolyl-p-aminophenyl ether is diazotised and coupled with 
phenol, -hydroxy A : 4 "-bisazobenzolyl ether , brown crystals, m. p. 
198V is formed; its acetyl derivative crystallises in plates, m. p. 
183°. F. M. R. 

Action of Diazo-salts on Aromatic Sulphonamides. I. 
Pavitra Kumar Dijtt, Hugh Robinson Whitehead, and Arthur 
Wormall (T., 1921, 119, 2088-2094). 

Separation of the Proteins of the Serum. M. Piettre and 
A. Vila {Bull. Hoc. Chim. Biol , 1921, 3, 483 — 489). — A simplified 
method for the separation of serum- albumin and serum-globulin 
*iri described. Serum is neutralised with hydrochloric or sulphuric 
acid and the proteins are precipitated by addition of acetone or 
alcohol. Treatment of the precipitate with water removes the 
albumin, which is again precipitated, after filtration from the 
cdobulin, by addition of acetone. E. g. 

The Electric Charge of Haemoglobin. L. Michaelis and 
Y. Aieila ( Biochem . Z., 1921. 118, 144— 149) • Cataphoretic 
experiments show that haemoglobin behaves as a complex ampho- 
lyte. At the isoelectric point, the cataphoretic movement is nil, 
and with increasing or decreasing P n there is a continuous increase 
in the cataphoretic velocity. These results disprove Straub and 
Meier's contentions (A., 1921, i, 72). H. K. 

Viscosity of Gelatin Solutions. Clarke E. Davis, Earle 
T. Oakes, and Harold H. Browne (J. Amer. Chem. Soc 1921, 
43, 1526 — 1538). — Three kinds of gelatin have been examined to 
ascertain the effect on the viscosity of gelatin solutions of {a) the 
ageing of the solution, (6) the method of producing the solution, 
(c) the hydrogen-ion concentration, (d) the concentration of the 
gelatin, and (e) the hydrolysis of the solution. It is shown that 
viscosity determinations of gelatin solutions can be made by an 
Ostwald viscosimeter with a maximum error of 0-5%. Gelatin 
solutions increase in viscosity with age at different rates, depending 
on the concentration of the gelatin, the type of gelatin, and the 
hydrogen-ion concentration. For any given gelatin solution a 
maximum viscosity is attained at an age of solution of about twenty- 
four hours. A decrease in viscosity after the maximum is reached 
indicates bacterial decomposition. Gelatin solutions show a 
maximum viscosity at a hydrogen-ion concentration represented 
liy P H ~ 3-0 3-5 at 25 . The viscosity of gelatin solutions is not a 
simple function of the concentration of the gelatin. Both the 
hydrogen and hydroxyl ions catalyse the hydrolysis of gelatin in 
solution, but the hydroxyl ion is more powerful in this respect than 
the hydrogen-ion. Excessive temperatures accelerate the hydrolysis 
of gelatin, whilst actual boiling of the solutions causes very rapid 
hydrolysis. J.F. 8. 

An Unidentified Base among the Hydrolytic Products of 

Gelatin. Donald D. van Slyke and Alma Hiller ( Proc . Sat. 
Acad. Sci 1921, 7, 185—186).- — The * 11011 - amino -nitrogen pre- 
dictable from the products of the acid hydrolysis of proteins is 
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assumed to be entirely in the histidine and arginine. When 
arginine is estimated directly, the remaining non-amino-mtrogen 
is assumed to be histidine. A comparison of the histidine obtained 
on this assumption with that obtained by Koessler and Hanke s 
direct colorimetric method (A., 1920, ii, 67) gave satisfactory 
results for casein, cdestin, and fibrin, but not for gelatin. A hitherto 
unknown base must therefore be present among the products of 
the hydrolysis of gelatin which are precipitable by phosphotungstic 
acid. This was obtained by successive removal of the other bases 
from the phosphotungstatc fraction, after removal of phospho- 
tungstic acid. Attempts to crystallise the free base were urn 
successful. It is hygroscopic and decomposes slowly at 100 . 
The ratio of total nitrogen to ainino-iutrogcn is 2 : 1 and is not 
increased by prolonged boiling with 20% hydrochloric acid or by 
heating in a bomb tube with 25% sulphuric acid. It is concluded 
that it is not a peptide. vv ■ 


Origin of Melanin from Pyrrole. II. Action of Organ 
Extracts on Pyrrole. The Sepia of the Cuttlefish. Pietro 

Rondoni (Sperivientalc, 75, 33 — -44 ; from Ckem. Zentr 1921, 
iii, 887). — An aqueous extract of the ink-sac of cuttlefish (previously 
freed from secretion) gives a distinct blackening with pyrrole. It 
is weaker in the case of an extract heated for ten minutes, but is 
deepened by addition of ferrous sulphate solution. Similar results 
are obtained with extract from the skin of frogs. The phenomenon 
is confined to melanogenic organs and is of colloidal character. 
A pyrrole oxydase may be present. The inky secretion (sepia) 
appears to be a suspensoid associated with a protective colloid 
which prevents precipitation by the electrolytes in sea-water. 
From the similar properties of sepia and Angeli s “ pyrrole-black ” 
it is concluded that a pyrrole ring occurs in the former . 


n w 


Action of Hydrolytic Enzymes. II. Marc H. Van Laer 

(Bull. Soc. Chim. Belg., 1921, 30, 261—265; cf. A., 1921, ii, 445).- 
The author’s hypothesis, that a hydrolytic enzyme owes its activity 
to its capacity for adsorbing substrate and hydrogen ions, involves 
the possibility of an enzyme acting on all hvdrolysable substances 
which it adsorbs. In such a case, the optimal concentration of 
hydrogen ions should be independent of the particular substrate 
acted on, for this optimum is regarded as a characteristic of the 
enzyme itself, being the point beyond which the coagulating effect 
of further increases in the concentration of hydrogen ions, on the 
enzyme particles, preponderates over their catalytic effect on 
hydrolysis. Among the hydrolytic transformations effected by 
malt extract, those relating to starch, proteins, esters, and amygdalin 
(cf. A., 1921, i, 488) are all subject to the same optimal reaction, 
and may accordingly be due to one enzyme. J. H. L. 

Some Errors in the Study of Invertase Action. Warren 
G. Vosbtjrgh (J. Amcr. *Chem. Soc., 1921, 43, 1693—1705; cf. 
Nelson and Vosburgh, A., 1917, ii, 252). — Invertase solutions are 
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subject to loss in activity when diluted, the magnitude of the 
loss varying with the invertase preparation and the substances 
present in the water used for the dilution. Dilution w r ith distilled 
water results in less loss than is the case if very dilute acids are 
used and for practical purposes is consistent if the dilution is not 
too great. When an invertase solution is added to solutions con- 
taining sucrose, losses in activity are less than when the sucrose 
is absent. The velocity of hydrolysis of sucrose by invertase is 
greater when a citrate or acetate buffer is used as the source of 
hydrogen ions than when citric or acetic acid respectively is so used. 
Both dilute and stock solutions of invertase lose strength on keeping, 
the former faster than the latter. W. G. 

Toxicity. I. The Action of Quinine on Invertase. Peter 
Rona and Ernst Bloch ( Biochem . Z 1921, 118, 185— 212). — 
The inhibitory action of quinine hydrochloride on invertase is 
jependent on the P H of the solution. The more alkaline, the 
greater the toxic effect. This indicates that the free base is the 
active agent. The same applies to the action on paramoecia. 
Optochin, eucupin, and vuzin behave similarly, the two former 
being equivalent to quinine; vuzin is considerably more active. 
Quinidine has a greater toxic effect than quinine. H. K. 

Toxicity. III. The Action of m- and p-Nitrophenols on 
Invertase. Peter Rona and Emerich Bach (Biochem. Z 
1921, 118 , 232 — 253). — The inhibitory action of these phenols is a 
time process. There is also a distinct threshold value for each, 
beyond which only a relatively small variation of concentration is 
possible without producing complete inhibition. The process is 
not reversible, this being attributed to an irreversible destruction 
of the ferment. H. K. 

The Action of Metallic Copper and Silver on Diastase. 
The so-called Oligodynamic Phenomena. A. Lvger ( Biochem . 
Z., 1921, 117 , 153— 160).— Diastase inactivated by contact with 
metals is more or less reactivated by treatment with certain salts 
such as potassium cyanide and sodium thiosulphate. H. K. 

Enzymes. VIII. Conditions of Action of Amylases. 

W. Biedermann and Amin Rueha (Ferment forsch., 1921, 5, 56 — 
83; cf. A., 1921, i, 11, 468). — The results of previous investigators 
on the hydrogen- or hydroxyl-ion concentrations under which 
amylases act are fully discussed and their bearing on the different 
theories which have been advanced to explain enzyme action is 
considered. 

As regards the retarding influence of hydroxyl ions on diastatic 
action, there exists always an upper limiting amount of enzyme for 
' which the optimum activity persists in spite of the alkaline re- 
action. For less quantities of the enzyme, the action is retarded 
to an extent which increases as the amount of enzyme diminishes, 
ouch “subliminal ” amounts of enzyme may, however, be rendered 
active under the same reaction conditions if the degree of activity 

exxn. i. d 
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and therewith the diastatie power is raised by addition of suitable 
ionic mixtures to the solution. 

Similarly, the action of diastatie enzymes is prevented by a 
certain definite hydrogen-ion concentration, this depending, how- 
ever, on the amount of enzyme present in the solution. Malt 
diastase is far more “ acid-proof ” than the ptyalin of saliva, the 
former exerting its optimum activity when the acidity is such that 
the action of the latter is prevented. T. H. P. 

Chemical Investigation of Amylases and Related Enzymes. 

H. C. Sherman {Carnegie Inst. Washington Yearbook , 1919, 18, 
328 — 330), — A neutral solution of sodium aspartate corrected the 
abnormally low results obtained by the action of purified pancreatic 
amylase on potato starch which had previously been purified by 
washing with very dilute alkali and subsequent thorough washing 
with specially purified water. The neutral solution of sodium 
aspartate also accelerated the rate of hydrolysis of wheat, maize, 
rice, and potato starches by purified pancreatic amylase, by purified 
malt amylase, by commercial pancreatin, or by saliva, but had no 
such action on their hydrolysis by a simple extract- of matt, or by 
either the commercial or a laboratory preparation of the amylase of 
Aspergillus oryzee.. When soluble starch was used as the substrate 
and the reducing sugar produced was estimated gravimetricallv, 
similar results were obtained. When this technique was used, and 
asparagine was substituted for sodium aspartate, essentially similar 
results were obtained: however, the asparagine apparently pro- 
duced a slight increase in the activity of taka-diastase. When both 
asparagine and a neutral solution of sodium aspartate were added 
to a digestion mixture, the results were such as were obtained by 
use of either of the two compounds in its optimum concentration. 
Thus the activating effects of aspartic acid and asparagine were 
interchangeable rather than additive ; their effect was not due to a 
change in the hydrogen-ion concentration, or to the sodium ion, or to 
the mere concentration of electrolyte, since optimum concentrations 
of chlorides and phosphates were already present. The effect was, 
in a sense, specific, since neutral sodium aspartate increased the 
enzymic activity when the optimum amounts of chlorides and 
phosphates were present, but could not completely replace chlorides 
in the activation of pancreatic amylase. Chemical Abstracts. 

Importance of Acidity for Cyanohydrin Synthesis and the 
Non-existence of Rosenthaler’s syn-Emulsin. E. Noruefeldt 
( Biochem . Z., 1921, 118, 15—33). — The formation of benzaldehyde- 
cyanohydrin is largely conditioned by the P n of the solution, the 
synthetic action increasing rapidly with increase of P u . The 
enzymatic nature of emulsin in this reaction is an unnecessary 
assumption, the increased velocity in its' presence being due to 
removal of hydrogen-ions by adsorption of benzoic acid . The speci- 
ficity of emulsin in producing optical activity in the hydroxy-nitrile 
necessarily enzymatic, as the results of Fajans (A, 
i yub, n, ZbS) with quinine and quinicline have shown. H. K. 
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Toxicity. II. The Action of Quinine on Serum-lipase. 

Peter Rona and Dora Reinicke ( Biochem . Z., 1921, 118. 213— 
231) —Quinine hydrochloride inhibits the action’ of lipase similarly 
to the inhibition produced by atoxyl {A., 1921, i, 69). The action 
depends on the P i{ of the medium, being more pronounced with 
increasing P„, and is independent of the particular salt of quinine 
used. The inhibiting action on animal sera is only obtained at 
concentrations of quinine one hundred to one thousand times that 
observed with human sera. jj K 

The Enzyme Phosphatase Phosphatese. H. P Bares- 
jirecht ( Biochem . Z„ 1921, 118, 2M— 255). — Euler and Ohlsen’s 
experiments (A., 1912, i, 61) support; the radiation hypothesis of 
enzyme action. 1 

Additive Reactions of, Phosphorus Haloids. II The 
1 : 4-Addition of Phosphenyl Chloride. James B. Conant and 
S. M. Pollack (J . Amer. Chem . Hoc., 1921, 43, 1665—1669; cf. 
A., 1920, i, 454). — Dichlorophenylphosphine reacts with phenyl 
styryl ketone in acetic acid solution to give phenyl-P^benzoyl-x-phenyl- 
eihylpkosphinic acid, COPh-CH^CHPh-PPhO-OH, m. p. 220— 
225 (decomp.). In acetic anhydride as a solvent, the product is 

an unsaturated cyclic anhydride, CH<£p^>PPhO, which 

readily reacts with water to give the ketoph os phonic acid. The 
structure of the anhydride is shown by the fact that it combines 
with one equivalent of bromine and the product reacts with water 
to give two stereoisomerie phenyl ^-bromo^benzoyl -x-phmylethyl- 
phosphinic acids , CHBzBr-CHPh-PPhO-OH, which may also be 
prepared by bromination of the ketophosphinic acid/ One has 
m. p. 150° and the other ra. p. 195° (decomp.). They are both 
decomposed by aqueous alkali, giving phenyl styryl ketone, hydrogen 
bromide, and phenylphosphonic acid. W. G. 


Addition Reactions of Phosphorus Haloids. III. The 
Reaction with Distyryl Ketone and Phenyl Cinnamylidene- 
methyl Ketone. James B. Con ant, Albert H. Bump, and 
Harold 8. Holt {./. Amer. Chem. Hoc., 1921, 43, 1677—1684; 
cf. preceding abstract). — Phosphorus trichloride acts on distvrvl 
ketone in acetic acid solution to give p-cinnainovl-x-phenylethyl- 
j’hosphonic acid (cf. A., 1918, i, 74), which, when acted on bv 
bromine in chloroform solution, yields x- phenyl ^-{z'fi'-dibromO’ 
phenyl propionyl )-dh ylphos phin ic acid. 

CH PhBr-CH B r -CO*CH 2 -CHPh-PO(OH),. 

P- 180—182°. This compound readily loses hydrogen bromide 
under the influence of alcoholic potassium hydroxide, giving 
x ’phenyl^{x.bromociinuimoyl)-e/kylpko$phinic acid , 
CHPh:CBr-C0-CHvCHPh-P0 3 H 2 , 
jjL p. 130 132°, which on oxidation with ozone gives hydrogen 
romide, benzoic acid, and x-pken t/l-fi-yl i/o.ry ethyl pkosphin ic acid , 
(O.H-CO-CHj-CHPh-PO.ft,, m. 183’ (decomp.), and this phos, 
P onic acid on heating loses carbon moribxide, yielding a -phenyl- 
rmboxy ethyl phos ph i n ic acid. 

d* 
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A similar series of reactions occurred when the phosphorus 
trichloride was replaced by plxosphenyl chloride. The products 
obtained were phenyl-a-phenyl-^cmnamoylethylphosphinic acid , 
CHPh:CH-CO'CH 2 -CHPh-PPhO*OH, 
in. p. 235 — 236°; pkenyl^phenyl-^carboxyethylpkosphinic acid , 
m. p. 212°; phe>iyl-<t-phenyl-$-(<x.'$'-dibrQmophenylpropionoyl)-d:hyl 
phosphinic acid, m. p. 195° (decomp.) ; phenyl- a-phmyl ^ - {a -bromo- 
cinnamoyl) -ethylphosphinic acid , m. p. 200°. 

Phenyl cinnamylidenemethyl ketone condensed with phosphorus 
trichloride in acetic anhydride to give a poor yield of $ -benzoyl - 
a-styrylethylphospJiinic acid , CHPh!CH‘CH(CH 2 Bz)‘P0 3 H 2 , m. p. 
159 — 161°, and with phosphenyl chloride in acetic acid solution 
to give phenvl- 3 -benzoyl- cc-dyruldhyl phos phinic acid, 
CHPh:CH*OH(OHgBz)‘PPhO*OH, 

m. p. 200°, which on oxidation with "ozone gave benzaldehyde as 
one of the products, the combination thus taking place in the 
1 : 4-position. W. G. 

New Organic Compounds of Phosphorus. IV. Phos- 
phineimines. H. Staudinger and Ernst Hauser [Helv. Ckim. 
Acta, 1921, 4, 861 — 886). — It has been shown previously (Stau- 
dinger and Meyer, A., 1920, i, 106) that phosphines react with 
azides to give phosphazides which decompose spontaneously into 
phosphineimines: NPh!N:N-hPPh 3 — NPh!N*NIPPh 3 " — * 
NPh!PPh 3 . By operating at a low temperature, it has now been 
found possible to effect the isolation of certain phosphazides. 
The behaviour of phosphines towards azides has been more fully 
examined. 

The greatest reactivity towards phenyl- and benzoyl- azides is 
exhibited by tertiary phosphines, among which the alkyl com- 
pounds are the most active. Triphenylstibine, triphenylarsine, 
and a number of tertiary amines are found to be indifferent 
towards azides, and the substances thus conform to the general 
rule that phosphorus shows the most pronounced tendency to 
pass into the quinquevalent state. Triphenylphosphine and 
triethylphosphine react readily in cold dilute " solution with a 
number of azides, and the reaction does not appear to he influenced 
to a marked degree by the presence of substituents in the latter. 
It therefore appears probable that the azides, the aliphatic diazo- 
compounds, and nitrous oxide, all of which behave in the same 
manner towards phosphines, are to be regarded as substances 
possessing the unsaturated group, for which the name 

azen is proposed. The independence of the reaction on the 
presence of substituents in the nitrogenous component thus receives 
an explanation, since it is unlikely that the behaviour of the 
terminal nitrogen atom would be influenced greatly by a change 

in group at the third nitrogen atom. 

The reactivity of the phosphineimines depends greatly on the 
presence of substituents. In general, derivatives of triethylphos- 
phine are more active than those of triphenylphosphine and 
- -alkylated phosphineimines react more readily than the corres- 
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ponding 2V-arylated compounds. Benzoylated phosphineimines 
are relatively very stable. Generally, the phosphineimines are 
readily hydrolysed in accordance with the scheme NR!PR 3 -fH 2 0 
[R 3 P(OH)*NHR] — > R 3 P:0+NH 2 R. They yield salts with 
acids, some of which are stable towards cold water. They react 
readily with carbonylene derivatives containing twin double bonds 
(carbon dioxide, carbimides, and ketens), giving oxides of the 
tertiary phosphines, and a similar change is observed with thio- 
carbonylene compounds and other substances with twin double 
bonds (sulphur dioxide, etc.). On the other hand, they do not 
.react in the cold with substances containing a simple carbonyl 
group even if the latter is unusually activated. Similarly, simple 
reactions are not observed with other substances containing an 
nnsaturated bond, such as njtrosobenzene. 

Phosphine does react with an ethereal solution of phenylazide 
or benzoylazide. Phenylphosphine and phenylazide evolve nitrogen 
violently after some time, but the other products have not been 
examined. 

The following substances are described . Triphenylphosphineim i ne 
azide , PPh 3 .’NH,N 3 H (from triphenylphosphine and hydrogen 
azide in benzene solution), a colourless, crystalline powder, m. p, 
196° (decomp.), which is stable in dilute aqueous solution, but is 
hydrolysed by dilute acids to triphenvlphosphine oxide. Tripkenyl- 
phosphinmelhylimine , NMe^PPh 3 , a colourless, crystalline mass 
which is very sensitive towards moisture, m. p. (about) 62 — 65°; 
it is converted by carbon dioxide into triphenylphosphine oxide 
and methylcarbimide and by carbon disulphide into triphenyl- 
phosphine sulphide and mctbylthiocarbimide. Etkylazide, a colour- 
less, mobile liquid, b. p. 48°. Triphenylphosphinc-ethylimine, a 
colourless, crystalline substance, m. p. (indefinite) 90 c , which is 
transformed by ethyl iodide into the compound, C 22 H 25 XPI, m. p. 
164—165°. Ethyl azidoacetate and triphenvlphosphine give a 
glassy mass which is hydrolysed to triphenvlphosphine oxide and 
glycine ester hydrochloride and is transformed by methyl iodide 
into the compound, C^H^C^XPI, m. p. 103 -104'. 

Triphenylphosphinophcnylimine is transformed by plienylcarb- 
imide into triphenylphosphine oxide and carbodiphenyldi-imide, and 
by benzophenonc, after prolonged heating at 150°, into triphenyl- 
phosphine oxide and benzophenoneaniline. Benzaldehyde at 100° 
gives triphenylphosphine oxide and benzyl ideneaniline. Sulphur 
dioxide very readily gives thionylaniline, whereas a reaction is 
not observed with nitrobenzene, diphenyl-X-phenylnitron, iodo- 
benzene, or diphenylsulphoxide. 2 V iphen ylphos ph ine-x- naphthyl - 
azide, C 10 H 7 *X!N*M.'PPh 3 , a yellow, crystalline powder, decomp. 
63—65°. Triphenylphosphine'X-naphlhyUmine, a yellow', crystal- 
line pow'der, m. p. 141 — 143°. Triphenylphosphinebenzoylimine , 
colourless crystals, ni. p. 193—194°, w'hich is unusually stable and 
exhibits very feebly basic properties. Phenyldiethylpkenylphos - 
pkzide, NPhIN— NIPPhEt 2 , a pale yeljow, crystalline powder, 
Aj. p. 51 — 52° (decomp.). Phenyldictfnjlphosph i ne phenyl im inc, 
®PPhEt 2 , a colourless, crystalline powder, m. p. 69 — T0 C , 
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which has only feebly basic properties. Phenyldiethylplwsphine - 
benzoiflimine, colourless crystals, m, p. 73 — 74°, which decomposes 
into phenyldiethylphosphine oxide and benzonitrile when distilled, 
TriethylphospUnemine azide, PEt 3 :NH,N 3 H {from triethylphos- 
phine and hydrogen azide in light petroleum solution). Triethyl- 
phosphinemethylimine, NMelPEtg, a colourless liquid, b. p. 94 — 
96°, which is extremely sensitive to moisture. Trietkylphosphinc- 
cthylimine, a colourless liquid, b. p. 93 , 5 Cl /ll mm., is highly reactive 
towards unsaturated compound; with carbon dioxide or ethyl 
thiocarbimide it gives diethylcarhodi-imide , NEt.C*NEt, a colourless 
liquid, b. p. 24*5°/ll mm. Triethylphosphinepkmylvmine, a pale 
yellow, oily liquid, b. p. 116°/0*08 mm. Triethylphosphinebenzoyl ' 
mine, colourless crystals, m. p. 62v>~~63°. Boiling triethylphos- 
phine is readily acted on by nitrous oxide with formation of triethyl- 
phosphine oxide and nitrogen. Trii>damylphosphine, b. p. 131—- 
132711 mm., combines with phenyl azide to yield trmmmylphos- 
phinephenylpkospha z id e , P^^HjjJglN'NlNPh, a yellow, crystalline 
precipitate, m. p. 57 — 58°, which decomposes readily with formation 
of trmoamiflpkosph inephenylim im, a colourless liquid, b. p. 
16170-04 mm. Tmsoamylpkosphine-ethyliminc, a colourless liquid, 
b. p. 119°/0'23 mm.; the intermediately formed phosphazide 
appears to be relatively stable, but it was not isolated. H. W. 

Organic Compounds of Phosphorus. V. Action of Car- 
bonylene Derivatives on Phosphazines. H. Staudinger and 
W. Brauxholtz [Helv. Chim, Acta , 1921, 4, 807 — 900). — It has 
been shown previously that phosphineimine derivatives, phos- 
phiuemethylene derivatives, and phosphine sulphides react with 
carbonylene or thiocarbonylene compounds to give phosphine 
oxides and substances of the types R‘N‘C’X, CR 2 X'!X, and SIC7X 
respectively, and that the compounds just named are particularly 
reactive (cf. Staudinger and Meyer, A., 1920, i, 106; Staudinger, 
Rathsam, and Kjelsberg, A., 1921, i, 33). The work has now 
been extended to the phosphazines, but the results are generally 
unsatisfactory. 

Triphenylphosphinebenzophenoneazine reacts readily with phenyl- 
carbimide, but the primary product polymerises rapidly to* a 
colourless product of high molecular weight which evolves phenyl- 
carbylamine freely when heated. Reaction appears to occur thus : 

pph^X'Xicpj^+orcxph — > i‘Ph 3 o-!-cPh 2 :x*x:c:xPh(7t x, ; 
CPh 2 :c:XPh^X 2 ) -> polymeride -> C:XPh+( OCTh *X:jT He- 
action proceeds similarly, but more slowly, with phenylthiocarh- 
miide. With carbon disulphide the phosphazine gives polv- 
merides of high molecular weight, which could not be purified 
instead of the desired compound, CPh^N-XXiS, which might 
decompose into nitrogen and OPhgXWS. Carbon dioxide reach 
very slowly with the phosphazine and does not appear to give 
mphenylketen. Sulphur dioxide gives a well-defined additive 
compound with triphenylj)hosphinebenzophenoneazine, from which 
the unchanged phosphazine can be regenerated by very cautious 
heating; at a slightly higher temperature, fission of the phosphazine 
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occurs with evolution of nitrogen and formation of triphenylphos- 
phine oxide, benzophenone, and sulphur, probably in accordance 
PPh »N__ Jv'C'Ph 

with the scheme: ^ 3 ^ ^ * 2 — ^PPh 3 0-bN($;0)0tfX-Ph 2 

— >-CPh 2 *S!0 — > CPh 2 *0-{-S. The reaction is highly complicated, 
since the phosphine sulphide and small amounts of thiobenzo- 
phenone are also produced. A complex change takes place also 
with thionylaniline, yielding the phosphine oxide and sulphide 
and an oil which gives benzophenone and many other products 
when heated. H. W. 

Organic Compounds of Arsenic. VI. Fission of Alkylated 
or Arylated Arsine Hydroxybromides. Wilhelm Steinkope 
and Gustav Schwen ( Ber * 1921, 54, \B], 2802— 2811). — Under 
the influence of heat, the hydroxy-bromides of tertiary arsines 
suffer, in part-, decompositions analogous to those experienced by 
the triaikylhalogenoammonium hydroxides and on this account 
appear to have the constitution [AsR 3 Br]OH. On the other hand, 
their complete hydrolysis to trialkyl-(aryl)arsine oxides or their 
hydroxide and the pyrogenic fission to alkyl bromide and aryl 
and dialkyl-(aryl)-arsenious acid are more readily expressed by 
the formula [AsFLOH]Br. The formulation with quinquevalent 
arsenic, AsR 3 Br*0H, gives a formal picture, but not an explanation 
of their reactions. 

Phenyldimethylarsinc hydroxybromidc is decomposed when 
heated at 160 — 180° in a vacuum into phcnyltrimcthylarsonium 
bromide and phenyl met hy la rsenic acid, which remain in the flask, 
a distillate of higher boiling point which is converted by being 
heated with methyl iodide into phenyltrimethylarsonium iodide, 
phenyltrimethylarsonium tri-iodide, and ( ?) phenyldibromoarsine 
[which thus in accordance with the observations of Steinkopf 
and Schwen (A., 1921, i, 694) must contain phenyldimethylarsinc 
and phenylinethylbromoarsinc!. and a distillate of lower boiling 
point containing methyl bromide, water, and methyl alcohol. 
Fission under atmospheric pressure at about 195 : gives a distillate 
containing methyl bromide, methyl alcohol, and aqueous hydro- 
bromic acid and a residue consisting of arsenious acid and phenyl- 
trimethylarsonium bromide which are insoluble in ether together 
with phenyldimethylarsinc and phenvlmcthvlhromoarsinc and 
diphenylbromoarsine, which dissolve in ether and are transformed 
by methyl iodide into phenyltrimethylarsonium iodide and tri- 
iodide, diphenvldimethylarsonium tri-iodide, and diphenyliodo- 
arsine. The changes are represented bv the schemes: (1) 
AsPhMe 2 BrOH — > AsPhMe 2 +HOBr HBr+O: (2) 

AsPlL\Ie 2 Br‘OH — ► AsPhMeBr j MeOH : (3) 2AsPhMe,Br-OH 
2McBr + 2 AsPh Me*0 H (AsPhMe).>0 ;-H 2 0. The phenvl- 

methylarsine oxide reacts with tlio liberated hvdrogcn bromide 
thus, { AsPhMe) t O + 2H Br 2 AsPh A1 eBr-^ H 2 0, whereas the phenyl - 
trimethylarsonium bromide is a secondary product derived from 
methyl bromide and phenyldimethylarsine. The changes (1) and 
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(2) are similar to those suffered by trialkylhalogenoammonium 
hydroxides. 

Triphenylarsine hydroxy-bromide is decomposed in a vacuum 
at about 250°, giving two distillates, the more volatile of which 
contains bromobenzene, water, and hydrobromic acid, whereas 
the less volatile is a mixture of bromobenzene, triphenylarsine, 
and diphenylbromoarsine, since it is converted by methyl iodide 
into triphenylmethylarsonium tri-iodide and diphenyldimethyl- 
arsonium tri "iodide. The presence of phenol could not be estab- 
lished . Fission, which is not quantitative, occurs in accordance with 
the schemes : AsPh^Br*OH — > AsPli 3 -j-H0Br — > HBr-j-0 and 
AsPh 3 BrOH 2PhBr-f H o 0 ~\~ ( AsPh 3 ) 2 0 2HBr v 2AsPh 2 Br+H,0. 

H. W. 

Organic Compounds of Arsenic.* V. Action of Cyanogen 
Bromide on Phenylated Tertiary Arsines. Wilhelm Stein- 
kopf and Gustav Schwen (Ber., 1921, 54 , [B], 2791 — 2801 ; cf. 
A., 1921, i, 694). — Phenylated tertiary arsines unite with cyanogen 
bromide in much the same manner as do the trialkylarsines (Stein - 
kopf and Muller, A., 1921, i, 404) to give cyanobromides which 
undergo normal fission into alkyl haloid and cyanoarsine except in 
the case of triphenylarsine cyanobromide, the decomposition of 
which follows a complex course, leading, in part, to regeneration 
of the initial material. The ability of the di- and tri-phenylarsines 
to form bromocyanides, whereas the corresponding amines appear 
to be indifferent towards cyanogen bromide, is attributed to the 
more positive character of the arsenic atom. 

Phenyldimethylarsin e bromocyanide, AsPhMe 2 Br*CN, a colourless, 
microcrystalline powder, m. p. 94 — 96°, is prepared by the gradual 
addition of a solution of bromocyanogcn in dry light petroleum to 
phenyldimethylarsine dissolved in the same medium, the apparatus 
used being that described by Wolfram (A., 1921, ii, 395). It is 
converted by moisture into 'phenyldimeihylarsine hydroxy -bromide, 
AsPhMe 2 Br*OH, lustrous needles, m. p. 162°, which is converted 
by silver oxide into phenyldimethylarsine dihydroxide. The latter 
is transformed readily into phenyldimethylarsine hydroxy -chloride,- 
colourless needles, m. p, 163', phenyldimeihylarsine hydroxy -picraU, 
needles, m. p. 132°, and phenyldimethylarsine hydroxy -iodide, 
yellow needles, m, p. 117 J . Phenyldimethylarsine iodocyanide, 
yellow, crystalline powder, m. p. 93°, is prepared from its com- 
ponents and is converted by moisture into the hydroxy-iodide 
just described. Phenyldimethylarsine bromocyanide is decomposed 
by heat into cyanophenylmethylamne, AsPhMc-CN, b. p. 127°/1 1 mm. 

Diphenylmethylarsine bromocyanide , AsPhgMeBrCN, a colourless, 
voluminous, crystalline powder, m. p. 61—62°, is prepared from 
its components; it is converted by moisture into dipkenylmetkyl- 
amne hydroxy -bromide, transparent crystals, m, p. 118° (corre- 
sponding picrate, m. p. 137°). The bromocyanide is converted by 
heat into methyl bromide and diphenylcyanoarsine , AsPlvCX, 

m. p. 31-5°, b, p. 191711 mm. 

Triphenylarsine bromocyanide , colourless, relatively coarsely 



ORGANIC CHEMISTRY. 


i. 73 

crystalline powder, m. p. (indefinite) 130 — 140° after softening at 
120°, is converted by moisture into triphenylarsine hydroxy- 
bromide, m. p. 168° (corresponding picrate, yellow needles, m. p. 
162—163°). H. W. 

Aromatic Arsenic Compounds. IX. Diazoamino-com- 
pounds of p-Ammophenylarsinic Acid and its Derivatives. 

Walter A. Jacobs and Michael Heidelbbrger («/. Amer. Chem. 
Soc 1921, 43, 1632—1645; ef. A., 1920, i, 107, 108, 110, 111, 
114, 116* 117)- — It has previously been observed by Ehrlich and 
.Bertheim that p-aminophenylarsinic acid can be diazotised and 
the resulting diazo-compound coupled without difficulty, yielding 
azo-dyes (cf. A., 1907, i, 812). The authors now show that this 
reaction can be extended to t the preparation of well-defined diazo- 
amino-compounds containing the arsinic acid residues, and several 
such groups of compounds have been prepared and are described. 
For the treatment of experimental trypanosomiasis these com- 
pounds possess certain inherent disadvantages, and their use has 
been discontinued. The following compounds are described. 

Diazobenzen e (4-arsi nic acul)dim ethylamine , m. p. 182° (decomp.), 
giving a sodium salt; diazobenzen e (A -a rs i nic ac id)diethylami n e , 
m. p. 195 — 200° (decomp.), and its sodium salt; diazobenzene( 4- 
arsinic acid)piperidine t m. p. 162 — 163°, and its sodium salt; 
hi&diazobenzene(4;-arsinic add)pe.niamethylenetetramine, m. p. 210 — 
212° (decomp.), and its sodium salt. 

Diazobenzen e{4-ar$i nic acid)aniliue, m. p. 112 — 113° (decomp.), 
and its sodium salt; d la zobenzen e [4-arsirt ?* c add)methylanilin e , 
m. p. 160 — 162° (deeomp.), and its sodium salt; diazobenzen e(4- 
arsinic acid)-p-tohndine } in. p, 130 — 132°, and its sodium salt; 
diazobenzene(4-arsinic acid ) -A' -cMoroan iline* m. p. 177° (decomp.), 
and its sodium salt; diazohrn zenr{A-arsin ic acidyo-anmdine, in. p. 
95 — 99° (decomp.), and its sodium salt; diazoben zene{A-arsmic 
(icid)’p-anisidine, m. p. 116 — 119° (decomp.), and its sodium salt; 
diazobenzen efi’drsinic acid)- A' -a m i noaceta n Hide, m. p. 165 — 170° 
(decomp.), and its sodium salt; diazohe.nzene{A-arsinic add)-4'- 
aminophe.nol, its benzoic ester, m. p. 155 — 158° (decomp.), and its 
iiodiwm salt ; diazobenzeue{A-arsinic acid)-4* -aminoaceiophenone, m. p. 
177—178° (deeomp.), and its sodium salt. 

Diazoben zcnc(4-arsi n ic aci d)-o-ami u oh <■ nzoi c acid , m. p. 160° 
(decomp.), and its mono - and di -sodium salts; diazcbenzene{ 4- 
arsinic acid)-m-aminobcnzoic acid, in. p. 141°, and its mono- and 
di-sodium salts; diazobenzene{4-arsinic acid)-p-anrinobcnzoic acid, 
and its monosodium salt; methyl diazdbenzene-4-arsinic acid- 3- 
mno-W-methorybenzoaie, m. p. 90 — 95° (decomp.), and the free 
odd, m. p. 140° (deeomp.), and its disodium salt; diazobenzene(4- 
arsime acid)-# -aminoanisic acid, m. p. 150 — 155° (deeomp.), its 
methyl ester, m. p. 150° (deeomp.), and its disodium salt; methyl 
diazobenzene(4-arsi?ric acid)-# -aminopi peromjhie and the corre- 
sponding sodium salt ; diazobenzene(A-arsimc ad d) A' -am inocin n a mic 
wd, ru. p. 155 — 160° (decoinp.), its ethyl ester, m. p. 155—160° 
(deeomp.), its disodium salt, and the sodium salt of the ethyl ester; 
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diazobenzene(*-arsinic acid)-i'-aminophenylarsinic acid, m. p. 154° 
Mecomp ) and its mono- and di- sodium salts. 

Diazobenzene(4.arsinic acid)vhenylglycine and 
diazobenzened-arsinic acid)-p-tolylglycme, m. p. l^y (ue- 

comp and it" sodium salt; diazobenzenc^ammc aai)benzyl 
olucine m. p. 155—160° (decomp.) ; diazobenzene(*-arsimc acid)-* - 
methoxuphenylglycine, its sodium salt, its ethyl ester and le 
aodiam salt of the ester; diaz6bsmcm( f™*™? 
phenylglycine, its sodium salt, its ethyl ester, and the sodium salt 

^ ^Znzeneli-arsimc add)-*' -amnophcnoxyacetic acid m p 
132° (deeomp.) its disodium salt, its ethyl ester m. p. 132-13.1 
decomp ), and the sodium salt-of the latter; the acetamide, m. p. 
Etecomp.), and its sodium salt, apd the acetone hylamide, m p. 
170° (decomp.), and its sMum salt; 0 mS' 

I'-meMaminophenoxyacetic aad, m. p. 1 ■>•>" lb0 (deeomp.), 

disodium salt, its methyl ester, and the sodium salt of the latter , diazo- 
benzeneti-arsinic acid)-*' -ami no-i'-methylphenoxytkeiic acid, its di- 

s2Z l.ll, its methyl ester, m. p. 143-144° (decomn. and the 
sodium salt of the latter ; methyl diazobenzem acid)-* -ammo- 
2' : o-dimethylphenaxyacetate , m. p. 1-0 (decomp.), and the tf • 
sodium salt of the free acid; methyl diazobenzene(*-amn,c acid). 
4'-. amino-2.'- methyl-5' -isopropylphmoxyacetate, m. p. 14o (decomp.), 
and the disodium salt of the free acid; methyl diazobenzeneji- 
arsinic acid)-*' -amino-Z' -methyl-# -isopropylphcnoxyacetatc- and the 
disodium salt of the free acid ; diazobenzene(i-arsuacacid)-~ -brom- 
4 '-aminophenoxyacetic acid, m. p. 120° (decomp ), its methyl ester, 
m p 154 — 155° (deeomp. j, and its disodium salt; diazobenzene{4- 
arsinic (Kidy§-bromo-±-amino- l l^^ m - • V- 

155° (deeomp.), its disodium salt, and its methyl ester, m. p. m 
(deeomp ); diazobenzenefi-arsinic acid)A'-aminoA) -acdophenoxjj 
acetic acid, its disodium silt, and its methyl ester, m. p. 155 (de 
comp.) ; Miazo-o-tohene^amnic acid)-p-aminopheno.vyacehc and, 
its disodium salt, and its methyl ester, m. p. 130—132" (deeomp.) 
diazo-2-0romobenzene{±-arsimc ac id)-p-« m i nophcno.njacH ic acid , m. p 
130° (deeomp.), its disodium. salt, its methyl ester, m. p. 123-- l--> 
(deeomp.), and the sodium salt of the ester. W ■ 


Aromatic Arsenic Compounds. X. Azo-dyes derived 
from p-Aminophenylarsinic Acid. Walter A. Jacobs and 
Michael Heidelberger (/. Amer. Chem . Soc., 1921, 43, 1646— - 
1654; cf. preceding abstract). — It has been found that certain 
classes of aromatic amino-compounds yield aminoazo-dyes at once 
when coupled with diazotised arsanilic acid or give diazoammo- 
compounds which rapidly undergo rearrangement, giving the d)'cs. 
In most cases the reaction between the amino-compound and the 
diazotised arsanilic acid proceeded smoothly, but the isolation 
and purification of the .resulting dyes was often difficult . l w 
following compounds arc described : — . 

I - Am, ino-2-inethoxynaphthdmeA-az(^enzcrieA r -arsinic acid ; 
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aminoA-methoxynaphlJtalene-2-azobenzeneA'-arsinic acid, m. p. 

195° (decomp.). 

4- Mdhylamino-5-carboxybenzeneazobenzeneA f -arsinic acid and its 
mono- and di-sodium salts; 4- ethylamino-o-carboxybenzeneazo - 
benzene-4' -arsinic acid and its monosodium salt; 4-isoamylamino- 
o-carboxybenzeneazobenzene-4' -arsinic acid , its hydrochloride , and its 
monos odium salt; 4-amino -2 : 3 - di methoxy-5-carboxybenzen eaz obenz - 
ene-4 -arsinic acid , its hydrochloride , and its monosodium salt; 
2 -aminoA : 5-dimelhoxy-Z-carboxybenzenea»6bcnzcnc-4' -arsinic acid t 
its hydrochloride , and its monosodium salt. 

4-Benzene{4' -arsinic acid)azo-phenylglycine, m. p. 170 175° 

(decomp.), and its hydrochloride ; 4-benzene{4' -arsinic acid)azo- 
2 - methylphenylglycin e , m. p. 157° (decomp.), and its hydrochloride : 
Fb t enzene{4' -arsinic acid)azo-2-mdhoxyphenylylycine } m. p. 167° (de- 
comp-)) and its sodium salt; 4-benzene(4 f -arsinic acid)azo-2-ethoxy- 
phenylglycine , m. p. 245 — 250° (decomp.), and its sodium salt; 
F-benzene(4-arsinic acid)azo- oc-n aphthylylyci n e, m. p. 275 3 (decomp.), 
and its disodium salt. 

4-Benzene{4 -arsinic aeid)azo-phenylaminometkanesul phonic acid , 
As 03 H 2 -C 6 H 4 -N:N-C 6 H 4 -XH-CH 2 -S 0 3 H, m. p. 187—189°, and its 
disodium salt; 4-benzenc{4' -arsinic acid)azo-l- m ethoxy phen ylamin o - 
metkmesulphonic acid , m, p. 158—160° (decomp.), and its disodium 
salt. 

G-Bcnzcne { 4 -arsinic acid)azo-3-amin o phen oxy acetic acid , 

As0 3 H 2 'C fi H 4 'N;X*C 6 H 3 (NH 2 )*0*CH 2 ’C0 a H, 

its hydrochloride , and its monosodium salt; (j-ben zen e{4- arsinic 
md)azo-3-amino-4-metkylphenoxyacetic acid , m. p. 242 — 243° (de- 
comp.), its hydrochloride, and its monosodium salt; 4-benzene{4' - 
arsinic acid)azo-5-amino-'2-mdkylphenoxyaceiic acid , m. p. 187— 
18$' J (decomp.), its hydrochloride , and its monosodium salt; 4 -benz- 
ciie(4 / -arsinic acid)azo-3 -ami no-G-mctkoxy phe n oxy ace ( ic acid, and 
its hydrochloride i 4-aminoS-methoxy-3-[pkcnyl-{4'-arsinic acid)azo]- 
phenoxyacclic acid, its hydrochloride and its monosodium salt: 
^-benzene{4 , -arsinic acid)azo-4-amino-\ : 2 -bxsphenoxy acetic acid , and 
its monosodium salt; $-bcnzcn e (4 - a rsi n i c (icid)azo-x-amino-x- 
naphthoxy acetic acid, m. p. 285° (decomp.), and its di sodium .salt; 
x'-benzene(4-arsiuic acid)azo-x-amino- [i - « a phthoxyacet ic acid and its 
disodium salt; o-benzene{4' -arsinic acid)azo-2-hydroxy-pkenoxyacetic 
acid and its monosodium salt. W. G. 

Preparation of Dimethyl- and Diphenyl-arsinecarboxylic 
Acids. Andre Job and Henri Glinot {Ft. Patents 521119 and 
«i21469 ; from Chun. Zentr., 1921, iv, 870 — 871). — Cacodyl cyanide, 
AsMe 2 *CN, and diphenylarsine cyanide, AsPlyCN, respectively, arc 
submitted to hydrolysis by the usual methods for the preparation 
of carboxylic acids from nitriles. By hydrolysis of cacodyl cyanide 
'nth dilute sulphuric acid and subsequent neutralisation with 
calcium hydroxide, the calcium salt of dimethylarsinecarboxylic 
md is obtained, from which the free acid, AsMe 2 *C0 2 H, is formed 
by decomposition with acids and reerysftdli sa t i o n from an appro- 
pnate solvent. It reddens blue litmus and gives stable salts with 

d** 
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a number of common metals and alkaloids. Diphenylarainecarb- 
oxylic acid , AsPh^COJd, is similarly prepared. By treatment of 
diphenyl arsine cyanide with hydrogen peroxide or substances 
forming hydrogen peroxide, di pheny tarsi nofor mamide , 
AsPh 2 *CONH 2 , 

is formed with evolution of oxygen and may be obtained by crystal- 
lisation from suitable solvents. It is decomposed by nitrous acid, 
giving nitrogen and diphenylarsinecarboxylic acid. G. W. R. 

Organo-chromium Compounds. II. Abnormal Salt For- 
mation of Chromium Pentaphenyl Hydroxide. Chromium 
Tetraphenyl Salts (Elimination of a Phenyl Group). Franz 
Hein {Ber., 1921, 54, [5], 2708—2727; cf. A., 1921, i, 826).— It 
has been shown previously that chromic chloride or chromyl 
chloride is converted by magnesium phenyl bromide in cold ethereal 
solution into a mixture of bromides from which chromium penta- 
phenyl bromide can be isolated in small amount and in an impure 
state ; the most definite compound of the series is chromium penta- 
phenyl hydroxide, CrPh 6 *0H,4H 2 O. Attempts to isolate the pure 
pentaphenyl salts by the action of acids or salts on the crystalline 
base lead in a surprising manner to the loss of a phenyl group and 
formation of chromium tetraphenyl salts, the only exception to 
this regularity being found in the production of the pentaphenyl 
carbonate. The tetraphenyl salts, in so far as they are soluble 
in a mixture of alcohol and water, yield neutral solutions and are 
therefore not hydrolysed. Their normal behaviour is shown by 
the observation that the haloids give immediate precipitates with 
silver nitrate solution, and, with suitable acids, give precipitates 
of the corresponding sparingly soluble chromium tetraphenyl 
salts. They have also a marked tendency towards the formation 
of complex salts and polyiodides. Attempts to isolate chromium 
tetraphenyl hydroxide by the electrolysis of an alcoholic solution 
of the iodide were only partly successful. The author considers 
that the phenyl group is liberated in the nascent condition ; it is 
present in the solutions largely in the form of phenol (the formation 
of which is attributed to the action of dissolved or atmospheric 
oxygen and, to some extent of water), of diphenyl and of a solid 
acidic substance which could not be characterised completely. 

The action of a freshly -prepared, very dilute alcoholic solution 
of chromium pentaphenyl hydroxide on a dilute, aqueous alcoholic 
solution of Reinecke s salt leads to the precipitation of chromium 


thin, 


tdrapkenykhromitdrathiocyanatodiammine y Ph 4 Cr^Cr|^^| 4 

golden-yellow leaflets, m. p, 175° (decomp,), when placed in a 
bath at 165°. . The salt is also obtained from the ^-modification of 
the base. It is somewhat sensitive Jo rise in temperature and to 
prolonged desiccation over concentrated sulphuric acid. It is 
extraordinarily stable when preserved beneath alcohol or mixtures 
of alcohol and water. Determinations of the molecular weight in 
freezing nitrobenzene indicate extensive dissociation, which is 
presumably ionic in character. A compound of chromium tetra- 
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phenyl iodide with chloroform, CrPh 4 I,CHCI 3 , dark brownish-red, 
rhombic leaflets, is prepared conveniently by agitating the base 
with hydriodic acid or aqueous potassium iodide solution and 
chloroform, and is isolated from the chloroform extract. If the 
latter is treated with two to three times its volume of ether, a 
second salt (-b£CHCl 3 ) separates. The solvent can be removed 
by gentle heating, leaving chromium ietraphenyl iodide , m, p. 178° 
(decomp.), after being placed in a bath at 165—170°. The salt 
appears to be somewhat associated A boiling chloroform, but 
dissociated in freezing phenol. It forms complex sails with silver 
iodide or mercuric chloride, which, however, are remarkably less 
stable than the parent substance. It gives a periodide , CrPh 4 I 5 , 
chocolate-brown prisms, when its solution in alcohol or chloroform 
is slowly added to an alcoholic solution of iodine. Chromium 
tetraphenyl bromide is prepared in the same manner as the iodide ; 
it forms orange-coloured, rectangular platelets (+JCHC1 3 ) which 
readily loses the chloroform and then has m. p. 136°, and is 
considerably less stable than the corresponding iodide. Chromium 
tetraphenyl perchlorate , CrPh 4 CI0 4 , is prepared from the penta- 
phenyl base and perchloric acid in aqueous alcoholic solution; it 
forms orange-red crystals which are very unstable when dry and 
explode when gently warmed or lightly struck. Chromium teira- 
phenyl dichromate, (CrPh 4 ) 2 Cr 2 0 7 , golden-orange leaflets, is most 
conveniently prepared by mixing solutions of the base and am- 
monium dichromate in methyl alcohol; it is somewhat unstable 
and decomposes in a few days when exposed to the air or pre- 
served over calcium chloride, very readily in the presence of 
phosphoric oxide. It explodes when heated. 

Chromium pentaphenyl carbonate , (CrPh 5 ) 2 C0 3 ,6H 2 0, orange- 
coloured leaflets, is most readily prepared by the preservation of the 
concentrated aqueous mother-liquors from the preparation of the 
base exposed to air and in an ice-chest. It has m. p. (indefinite) 
118 — 119°, after softening at about 108° when placed in a bath 
pre-heated at 95°. A dihydrate and a rnonohydrate are also described. 

H.W. 

Organo-chromium Compounds. III. Chromium Tri- 
phenyl Hydroxide and its Salts. Franz Hein {Ber.< 1921, 54, 
[B], 2727 — 2744; cf. A., 1921, i, 820 and preceding abstract). — 
Further examination of the solution of bases obtained by the 
action of silver oxide on the chromium polyphenyl bromide has 
disclosed the presence of chromium tri phenyl hydroxide which 
remains dissolved after the separation of chromium pentaphenyl 
hydroxide. It is characterised by its extreme solubility in water. 
The solutions leave a strongly alkaline, syrupy, transparent, reddish* 
black mass when evaporated. In general, they are very unstable 
when highly concentrated, but may be preserved almost indefinitely 
when dilute and in the absence of light and air. Characteristic 
precipitates are obtained by the addition of many mineral acids 
or their alkali salts, but these are generally amorphous ; it is re- 
markable that their colour resembles closely that of the corre- 

d** 2 
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sponding tetra- and pent a -phenyl compounds. The most char- 
acteristic salt is chromi umlripMuylchromitetrathiocyanalod iammi ne, 

CrPh 3 | which is prepared by adding an aqueous alcoholic 

solution of Reinccke’s salt to a similar solution of the base, until 
the precipitate commences to become distinctly flocculent, filtering 
and adding an excess of Reineeke’s salt to the filtrate. The second 
amorphous precipitate becomes microcrystalline when preserved 
beneath the mother-liquo* It is preferably preserved beneath 
alcohol, when it remains unchanged for a long period, whereas, 
when washed with alcohol and ether and left exposed to air, it 
becomes discoloured and has an odour of diphenyl after three to four 
days. It crystallises with 2H 2 0, of which approximately J mole- 
cule is lost on exposure to air, whereas a molecule is lost when it 
is dried immediately after its preparation 'over concentrated sulphuric 
acid. The monohydrate loses a further quantity of water when 
preserved over concentrated sulphuric acid, but decomposition 
occurs simultaneously. If, however, the freshly-prepared dihydratc 
is exposed to air in the absence of light and warmth for one to one 
and a half days and is then placed in a vacuum over concentrated 
sulphuric acid, it rapidly becomes completely dehydrated, giving 
a salt which can be preserved unchanged in the absence of air for a 
few hours, hut which decomposes rapidly on exposure to air. The 
monohydrate and dihydrate have in. p. 108° when placed in a 
bath pre-hcated to 155°. Like the corresponding tetraphenyt 
compound, they are transformed by great pressure into a viscous, 
resin-like mass. Determinations of the molecular weight of the 
dihydrate in freezing nitrobenzene gave abnormally low results, 
which are explained by the loss of one molecule of water; under 
similar conditions, the monohydratc behaves as if very extensively 
dissociated electrolytically. 

Chromium triphenyl iodide , CrPh 3 l,Et 3 0, is prepared by the 
addition of potassium iodide or li yd r iodic acid to an aqueous 
solution of the base in the presence of chloroform, into which the 
iodide passes. The concentrated chloroform solution is poured, 
after being dried, into ether; the iodide is thereby precipitated 
initially as an oil which gradually becomes solid. The hygroscopic 
salt can he preserved for a considerable period in a vacuum over 
concentrated sulphuric acid, but is unstable in the presence of dry 
or moist, air. Like the corresponding tetra phenyl compound, the 
salt gives an amorphous additive compound with mercuric chloride 
and an amorphous per iodide. 

Chromium triphenyl perchlorate , CrPhgCIO^ can be prepared in 
the microcrystallinc form by the fractional precipitation of a 
solution of chromium triphenyl hydroxide with dilute perchloric 
acid It is preferably preserved in an ice-chest under a mixture of 
alcohol and ether; in the dry state, it is more labile and explosive 
than the corresponding tetraphenyl compound. 

The results described in this and the preceding communication 
s ow that chromium pentaphenyl and triphenyl bromides are 
present in the crude bromide/’ The latter greatly predominates 
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when the original action is too prolonged or when the temperature 
is allowed to rise ; both bromides, however, appear to be primary 
products. In addition, small amounts of chromium phenyl com- 
pounds are formed which are insoluble in alcohol but readily soluble 
in chloroform to intensely olive-green solutions. They appear to 
be highly complex, probably containing several chromium atoms 
with differing valency within the molecule. They are formed 
invariably by the auto-decomposition of the orange chromium phenvl 
compounds, particularly when the process is oxidative. This fact 
appears to explain the greater extent of their formation when 
chroniyl chloride in place of chromic chloride is treated with 
magnesium phenyl bromide. H. W. 


Physiological Chemistry. 


Subcutaneous Absorption of Oxygen in Mountain Climbing 
and Aviation. Raoul Bayeux {Comjpt. rend ., 1921, 173, 937— 
939).— The resistance to subcutaneous injection of oxygen diminishes 
as the height increases in the ascent of a mountain. That this is 
not due to the fatigue of climbing is shown by experiments conducted 
in a decompression chamber. Jn the latter experiment, the de- 
crease in resistance was accompanied by a slight increase in the 
beat of the pulse and a very slight increase in the velocity of respir- 
ation. The reverse process occurs as the altitude decreases or the 
pressure in the chamber increases. The injection of oxygen was 
not accompanied by formation of a gaseous tumour and the oxygen 
was rapidly absorbed. W. G. 

Influence of Temperature on the Reaction of the Blood. 

Jose M. de Corral (Biochem. Z , 1921, 117, 1- 9).— The reaction 
of blood at- 38° is P n ^0'22 lower than at 18 in agreement with 
Miehaelis and Davidoff’s findings (A., 1912, ii, 1184), provided that 
the blood is in equilibrium with carbon dioxide at 38° and then 
measured at 18 l> . If the blood is in equilibrium with carbon 
dioxide at both temperatures, then the P u is independent of tem- 
perature as found by Hassolbakh (A., 1917, i, 490). The results 
with serum still show discrepancies. H. K 

Excretion of Sweat and the Composition of the Blood. 

Eberhaed Wilbrand (Biochem. Z., 1921, 118, til — 06).— Heavy 
perspiration is followed by a thickening of the blood : parallel with 
this there, is a loss of protein and sodium chloride from the serum. 
The residual (non-procipitablc) nitrogen of the blood and the content 
of fat are unaltered. H. K. 

Concentration of the Blood. II. The Action of Diuretics 
of the Purine Group on the Exchange of Substances between 
the Tissues and the Blood. W. Noxnen belch (Arch. expt. 
Path. Phnrm., 1021. 91, 332- -341).— Theophylline, theocine, and 
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euphylline cause the blood to lose water, which is soon replaced. 
The serum proteins increase often to a very large extent, not' only 
relatively, but absolutely, and this stream of protein from the 
tissues into the serum even occurs after extirpation of the kidneys. 

G. B. 

An Effect of the Ingestion of Colostrum on the Composition 
of the Blood of New-born Calves. Paul E. Howe (J. Biol, 
Chem 1921, 49, 115 — 118). — The blood of the new-born calf does 
not contain euglobulin or pseudo-globulin I, but after ingestion of 
colostrum relatively large amounts of these proteins are present. 
If no colostrum is given, they are only formed slowly. The function 
of colostrum seems to be to supply them rapidly. G. B. 

Calcium Content of Blood Plasma and Corpuscles in the 
New-born. Martha R, Jones (J. Biol. Chem. y 1921, 49, 187 — 
192). — The whole blood contains 8*8 mg., the corpuscles 5*0 mg., 
the plasma 12*3 mg. of calcium per 100 c.c. The average for plasma 
is higher and for corpuscles and w’hole blood less than for older 
children. In the first twelve days of life, the average percentage 
of red cells dropped from 55 to 42%. G. B. 

Action of Pilocarpine on the Composition of the Blood, 

A. Bornstein and Robert Vogel {Biochem. Z 1921, 118, 1—14). 
— Pilocarpine administered to dogs alters the distribution of water 
in the body, the blood showing increased content of haemoglobin, 
corpuscles, and serum proteins. This change is only partly to be 
attributed to excretion of water from the body. In addition, 
pilocarpine produces hyperglycemia in dogs and rabbits. Extir- 
pation of the pancreas has no inhibiting action on these results, 
but atropine is antagonistic to all. H. K. 

Blood and Metabolism Studies with Radium Emanations. 

J. Hauenstein (Munch, med. Woch., 1921, 68, 809—810; from 
Chem. Zentr ., 1921, iii, 795).— Observations were made of the 
effect of radium radiations on the numbers of red and white blood 
corpuscles and on the behaviour of the individual leucocyte forms 
in cases of carcinoma of the uterus. Red corpuscles disintegrate 
and decrease in amount under the influence of y-rays. Leucocytes 
increase in number, There is a relative and absolute increase in 
neutrophiles and a relative although not absolute decrease in 
lymphocytes. No effect was observed on the large, white blood 
cells, and the mononuclear, eosinophile, and basophile cells. 

The metabolism experiments showed that the nitrogen content 
of the urine decreased markedly during and after treatment. 
Similar results were obtained for uric acid. Acetone and aceto- 
acetic acid were not found. The figures for indican were abnormal 
and slight albuminuria was observed. G. W. R. 

W Permeability of the Red Corpuscles of Human Blood for 
Anions. Ernst Wiechmann (Pfliiger’s Archiv, 1921, 189, 109- 
Chem. Zentr., 1921, iii, 895), — In native human blood 
the chlorine ion is distributed between corpuscles and plasma in 
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the ratio 1 . 2-1. This distribution is unaltered by isotonic sodium 
chloride solution. In the presence of sodium sulphate solution 
chlorine ions pass out from the corpuscles. The partition ratio 
between corpuscles and suspending liquid is found to be 1 ■ 19-7 
for the sulphate ion 1:9-7 for the phosphate ion, and 1 • 3-1 for 
the bromine ion and the chlorine ion, under similar conditions of 
experiment. The permeability for the phosphate ion increases 
with the temperature. Permeability for the bromine ion is de" 
creased by the presence of calcium. “ Cyanol,” “ light green 

F.S setopalm, and " ponceau 2R ” were scarcely absorbed after 

.two hours. Q. p. 

Quinine Haemolysis. Alfred Luqer (Biochem Z 1921 
W, 145— 152).— When treated with quinine, blood corpuS 
show a diminished resistance to acids and an increased resistance 
to alkalis. In the presence of saline solution, such corpuscles 
show a diminished resistance to water, hut an increased resistance 
to saponin. jj ^ 

The Anuno-acid Content of Plasma and Corpuscles accord- 
ing to Bang. A. Costaxtiyo (Biochem, Z 1921 117 140 

144). — ^Polemical against I. Bang (cf. A., 1916, i, 528)' H. K. 

Normal Sugar Content of the Blood. P. J. Cammidcf 
^ ^ 0I ^ SYTII > an( i H. A. Howard (Brit. Med. J 1921 ii 586 * 
590).— As the result of observations on the blood-sugar of man 
and animals, the authors hold the view that the liver contains a 
diastatic ferment the action of which is reversible. In the fasting 
state the gjyeogendytic activities of this enzyme are larcelv 
inhibited by an anti-ferment formed by the pancreas, the Im- 
permeability of the resting liver cells to sodium chloride, and the 
reaction of the blood and liver cells. After the taking of food 
when acids enter the duodenum, the secretion formed stimulates 
the liver cells to produce bile, thus permitting the entrance of 
sodium chloride, which activates the diastatic ferment. At the 
same time, it causes a secretion of alkaline pancreatic juice which 
combmea with the acid gastric contents, forming acid salts and 
sodium cMonde which pass to the liver and increase the activity 
of the diastatic ferment. It also interferes with the formation of 
X? teraa SCf retl0 ! 1 of thc pancreas, thus diminishing its inhibitory 
on giycogenolysis in the liver. Carbohydrates reaching the 
hver from the intestine or formed from proteins in the liver are 
converted into glycogen by the diastatic ferment, the efficiency of 
i;f.-f 0t f.l dependlng 011 tho extent ,0 the glycogenolytic 

nanorea 0 , IT T 3 ?.* * by the internal of the 

the Hvcr'io UldeS n a e P °' TOr ° £ foliation possessed by 

ntetfee l 6SCeet ! ed ’ SUgar t as auch - or formed irom Starch in the 
SSS ‘ l0e ?, not pass into the general circulation or play any 
Qirect part in the rise of blood-sugar following food. G. B. * 

Lactic Acid in the Blood of Doers in Exercise A ft 

«ercike°of ^ Bi ° l iIed - 19 ^’ 18 - 306-307). '-Sever^ 

CIse of short duration increases the lactic acid, but prolonged 
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moderate exercise decreases it. The significance of lactic acid as 
a primary factor in physiological fatigue not earned ^ exhaustion 
seems to be an open question (of. similar results in man Ryffel, 
A., 1910, ii, 325). ' 

Distribution of Uric Acid in the Blood R. C. .Tm and 

<5 p (J Lab. Chn. Med.. 1921, b, b»U— bbd).— Unc 

acid was estimated in plasma and corpuscles in 104 cases, 51 of 
which showed equal distribution, 45 showed plasma uric acid 
Greater than corpuscle uric acid, and 8 the converse. This rela- 
Ship holds for oxalated and defibrinated blood, and does not 
depend on pathological conditions. 

Use of Frogs to Demonstrate the Anticoagulating Action 
of Nucleic Acids. Doyon (Compt. rend. ,1921, 173, 1120-- 
1122).— The frogs are decapitated and sixty drops biotHl 

allowed to drop into 0-5 c.c. of a solution containing 0*0033 gram 
of nucleic acid, 0-0025 gram of sodium carbonate and 0-00- gram 
of sodium chloride. Xo coagulation occurs. Other experiment, 
with frogs are described. ■ '■ 

Changes in the Blood after Oral Administration of Sodium 
Chloride. G. Samsos ( Biochem . 1921. 118, a5— 60).— Oral 

administration of sodium chloride is followed by increased sodium 
chloride content of the blood-serum, the major portion however, 
passing into the tissues. There is also an increase of the protein 
content of the blood. H. K. 

Are there Protective Enzymes against Polysaccharides? 

Emil Abderhaldex [Biochem. Z.. 19*21, 117, 161— 105). —-Mainly 
polemical against Herzfeld and Klinger (of. A., 1921, l, -8(>). 


The Fate of some Polysaccharides in the Digestive Tract 
of Mammals. Tomihide Shimizu (Biochem. Z., 1921, 117, 

227 240). — Faecal constituents are able to convert inulin, lichemn, 

and hemicellulose into acetic, propionic, and butyric acids. Lactic 
acid also appears. The agent is probably bacterial . as pure cultures, 
for example, Bacillus coh , B. 1 act is, B. proteus. and B. siwhux, 
have the same power. H. K. 

Hydrolysis of some Polysaccharides (Inulin, Lichenin, and 
Hemicellulose) in the Digestive Tract of Mammals. Tomi- 
hide Shimizu (Biochem. Z.. 1921, 117, 241- -244). — Macerated gut 
or pancreas, separately or combined, failed to liquefy or product 
reducing sugars from the polysaccharides named. H. K. 

Cellulose Fermentation in the Paunch of the Ox and its 
Importance for Metabolic Experiments. W. Klein (Biochem. 
Z 1921, 117, 67— 68).— A criticism of Krogh and Schmit Jensen s 
results ( J . Physiol 1921, ^Sept. 20) on the carbon dioxide-methane 
ratio, chiefly on the grounds of priority. H. K. 
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Basal Metabolism of Underweight Children. Katharine 
Brunt, Alta Nelson, and Harriet Curry Oleson [J. Biol. 
Chem., 1921, 49, 247 — 262). — The basal metabolism tends to be 
(up to 40%) higher than in the normal child. G. B. 

Variations in Chloride -metabolism Due to Menstrual 
Processes. W. Eiseniiardt and R, Schaefer (Biochem. Z., 
1921, 118, 34—38). As a rule, immediately before or during the 
menstrual period there is an increased content of chloride in the 
circulating blood, as estimated by Bang’s micro-method. H. K. 

Calcium and Phosphoric Acid Metabolism with Large 
t>oses of Calcium and Sodium Phosphate. K. Bluhdorx 
(Z. Kinderheilk 29, 43—55; from Chem. Zentr ., 1921, iii, 886).- 
Xo harmful effects followed the administration of large quantities 
of calcium. A portion of the calcium given as chloride or lactate 
is probably retained, but the greater part is excreted in the faeces. 
The phosphoric acid exchanges run parallel with the calcium 
exchanges. Addition of sodium phosphate increases the retention 
of calcium. When calcium chloride is administered, it is appar- 
ently retained as such at first. G \\ p 

Facilitation of Intermediary Sugar Metabolism. H. Stai b 
(Biochem. Z. } 1921, 118, 93 102). — There is a diminished capacity 
for assimilating the first dose of dextrose in fasting persons, or 
after a diet of fat and protein, and also after hard work. In a 
fasting person, the assimilation increases to a maximum after ten 
hours, and then falls off after fifteen or more hours. To explain 
these and other results, “ equilibrating ferments ” (Gleiehgewichts- 
ferinente) are postulated as produced in the blood by foodstuffs 
to restore to equilibrium the sudden abnormal conditions produced 
by a high concentration of the food administered. H, K. 

Influence of some Polysaccharides (Inulin, Lichenin, and 
Hemicellulose) on Protein Exchange. Tomihide Shimizu 
[Biochem. Z 1921, 117, 245—251). — Feeding experiments on 
dogs show that the polysaccharides named have a protein-sparing 
action. H K ^ 

The Fate of Parenteral Administered Sulphur and its 

Influence on Metabolism. Robert Meyer-Bisch and E. 

Basch [Biochem. Z. t 1921, 118, 39— 49).— Intramuscular injec- 
:ion of sulphur in oil is followed by increased protein breakdown, 
diown by increased nitrogen and sulphur output in the urine, the 
proportion of the latter element being greater than that adminis- 
tered - H. K. 

Antiketogenesis. III. Calculation of the Ketogenic 
Balance from the Respiratory Quotients. Philip A. Shaffer 
Biol-. Chart., 1921, 49, 143—162; cf. A., 1921, i, 754). The 
author makes the following assumptions (not whollv justified bv 
experiment). (1) Each molecule of fat gives 3 molecules of aeeto- 
^etic acid and 0-5 molecule of dextrose, or its equivalent anti- 
ketogenic derivative. (2) Protein is convertible [a) into anti- 
oogenic dextrose or its equivalent to the extent of 3-6 grams 
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for each gram of urine nitrogen, (6) into acetoacetic acid for each 
molecule of leucine, phenylalanine, and tyrosine, it being calcu- 
lated that each gram of urine nitrogen corresponds with approxi- 
mately 10 millimols. of ketogenic substance, (c) Valine, lysine, 
histidine, and tryptophan are neutral as to ketogenesis. (3) Carbo- 
hydrate exerts its antiketogenic function in the form of dextrose, 
1 gram of which is therefore equivalent to 1000/180=5*56 millimols. 
of antiketogenic substance. 

A method is described by which the ratio of ketogenic to anti- 
ketogenic molecules in the metabolic mixture can be calculated 
from the respiratory quotient. The molecular ratio 1 : 1 corre- 
sponding according to the calculation with a respiratory quotient 
of 0*76, appears to be the limit for the avoidance of acetone sub- 
stances. With a quotient >0*76 the katabolism of the antiketogenic 
dextrose or its equivalent from protein and glycerol is great enough 
to remove aceto-acetic acid as fast as it is formed. G. B. 

The Minimum of Odour Perceptible in an Absolutely 
Inodorous Space (Camera Inodorata). K. Komuro (Arck 
Neerl. Physiol 1921, 6, 20 — 24).— The camera is a large glass box 
which can be made inodorous by means of a mercury vapour lamp 
and into which the head of the experimenter can be introduced. 
Inside this chamber the minimum necessary for perception of a 
number of odours is 20 — 25% less than outside, that is, the nose 
becomes more sensitive when all other odourB are eliminated. 

G. B. 

Acid Taste. Wolfgang Ostwald and Alfred Kuhn 
{Kolloid Z ., 1921, 29, 266 — 271). — The connexion between the acid 
taste and the power of producing swelling is considered , It is 
shown that neither quantity is strictly proportional to the free 
hydrogen-ion concentration, nor is this quantity in any way a 
quantitative measure of either. The stronger the swelling action 
of an acid, the greater the hydrogen-ion concentration must be 
before an acid taste is detectable. Consequently, swelling action 
and acid taste are directly opposed to one another. Strongly swelling 
acids taste less acid than weakly swelling acids of the same hydrogen- 
ion concentration. The series of minimum hydrogen-ion concen- 
trations which can be detected by taste and the series of swelling 
constants do not run parallel for "the 13 acids examined, but may 
be connected by means of an experimental equation which contains 
two constants. Acid salts and buffer solutions exhibit the above- 
named relationship between acid taste and swelling power. Soln- 
tions of these substances taste much more acid than solutions of 
their acids of the same hydrogen-ion concentration. This is in 
keeping with the colloid-chemical rule that the addition of salts 
reduces the swelling power of acids. A tentative hypothesis is put 
forward that the acid taste is qualitatively due to the hydrogen 
ion but quantitatively Jo the simultaneous swelling action of the 
colloids w the region of the nerve-endings which is not determined 
by the hydrogen-ion concentration. J. F. S. 
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Chemical Constituents of the Egg of the Common Frog 
(Ram temporarUi) and their Role in its Embryonic Develop- 
ment. E. FatjrS-Eremiet and (Mlle) Du Vivier de Streel 
(Bull. Soc. Own. Biol. , 1921, 3, 476— 482).— The ripe egg has the 
following composition: water 57*60%, glycogen 331%, lipoids 
10*14%, vitellin tablets 26*51%, the remaining 2*44% consisting 
of pigment, nucleus, and cytoplasma. The vitellin tablets, which 
are partly soluble in alkalis, contain phosphorus, nitrogen, and 
sulphur. g 

Constitution of the Egg of Sabellaria alveolata, L. E 

Fattr£-Fremiet (Compt. rend., 1921, 173, 1023— 1026).— The eggs 
of Sabellaria alveolata, L., contain 70% of water ; 19*08% of protein * 
6*80% of fats and lipoids; 1*27% of glycogen, and 1*53% of ash! 
The protein fraction consists of two distinct substances, one slightly 
acid, the other neutral. The fatty substances in the eggs exist 
in three principal forms, namely, neutral fats, soaps, and 
phosphatides. q 

Tetrodon Poison and some of its Chemical Characteristics. 

T. Ishihara (Tokyo Igakukai Zasshi, 1917, 31, 1—39).— The 
poison, which was extracted from eggs of the globe fish, is a taste- 
less, white powder containing sulphur and an amino-group; it 
gives a positive ninhydrin reaction and a positive reaction’ for 
creatinine. Dextrose is present, probably as a dextrose ester. 

Chemical Abstracts. 

The Chemical Composition of Brain. Tomihide Shimizu 
(Biochem. Z 1921, 117, 252— 262). -From 35 kilos, of ox-brain, 
fractions of a gram of most of the amino-acids were isolated 
together with purine and pyrimidine bases and choline. Non! 
nitrogenous constituents identified were succinic acid d-lactic 
acid, and inositol. ’ — 


H. K. 


The Calcium-Potassium Action. K. Spiro (Schweiz, med. 

«oai., 51, 457—460; from Chan. Zcnlr., 1921, iii, 888 889). 

Examples are given of the antagonistic physiological action of 
calcium and potassium. With isolated frogs’ hearts, poisoning 
by potassium salts was neutralised by calcium salts. The effect 
of certain alkaloids may be influenced by the relative amounts 
of calcium and potassium present. Changes in the reaction of 
tte medium influence the calcium-potassium action. G. W. R. 

Choline as Hormone for Intestinal Movement. Ill 
Participation of Choline in the Action of Various Organic 
IV- Effect of Choline on Normal 

H Hevx Wwr's Archiv, 1921. 190, 
L tk • 3 . 01 ,~ 310 ; cf - Ann - 1919, 160).— III. The effect 

L“ _ ne ls °iated intestines of salts of various organic acids is explained 

fcnm'fk v f? thc formati ° n fr om these acids of esters of choline 
kf 7 , 1 cholme Present in the walls of tjie bowel, with the aid 
f Mynthetic enzyme which is also there. The activity of these 
i compared with choline, as estimated by the contraction 
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produced, is: Acetic ester 1000, propionic 300, formic 100, 
w- butyric 40, isovaleric 15, benzoic 2, succinic 1. The sodium 
salts of the adds have no effect, if the intestine is first freed from 
choline by washing; in some cases the further addition of choline 
or of the washings restores the effect. Atropine antagonises the 
effect of these salts, as it does that of choline. The possibility that 
the stimulating effect of sugars on the intestine may be due to inter- 
mediate formation of a pyruvic ester is discussed. IV. X-Ray 
observations on cats showed that 4 10 mg. of choline chloride 
given intravenously accelerates the movements of the stomach and 
small intestine. & 

Liver Function. Benzoate Administration, and Hippuric 
Acid Synthesis. G. D. Delpkat and G. H. Whipple (J. Biol. 
Chem. s 1921, 49. 229— 246).— A seVcre liver injury, for instance, 
extensive necrosis due to chloroform, delays but does not prevent 
the synthesis of hippuric acid. The authors attribute the synthesis 
in these cases to the subsidiary action of other cells of the body. 
The intravenous administration of benzoate always increases 
ammonia, urea, and total nitrogen of the urine. Under certain 
conditions benzoate injection causes a considerable breakdown of 
protein, due probably to the acute need of glycine. G. B. 

The Part Played by Acid in Carbohydrate Metabolism. 
IV. The Relation between Acid and Alkali and Adrenaline- 
glycosuria. H. Elias and U. Sammartixo {Biochm. Z. t 1921, 
117, 10 — 40; cf. A., 1919, i, 54). — Glycosuria induced by injection 
of acids into rabbits does not cause congestion of the liver such 
as occurs in piqure or adrenaline glycosuria. There is marked 
acidosis produced in rabbits by subcutaneous administration of 
adrenaline, the lactic acid content of the liver increasing threefold. 
The mobilisation of sugar produced by adrenaline in isolated 
tortoise liver is inhibited by alkali, but restored by neutralisation. 

H. K. 

Energy Exchanges in Muscle. IV. Formation of Lactic 

Acid in Cut Muscle. Otto Meyerhof [Pjliiger's Archiv, 1921, 
188, 114 — 160; from (.’hem. Zentr ., 1921, iii, 892; cf. A., 1921, 
i, 76). — In the estimation of lactic acid in frog’s muscle, the 
material is extracted directly with 96% ethyl alcohol. The extract 
is evaporated to dryness, and the residue ground and washed 
with saturated sodium sulphate solution. The lactic acid maximum 
observed in cut muscle is attributed to inhibition of its production 
owing to increase of acidity. By varying the conditions, the 
whole of the glycogen may be changed into lactic acid. Addition 
of dextrose, hexosephosphorie acid, or glycogen to muscle sus- 
pended in a phosphate solution does not increase the rate of for- 
mation of lactic acid if the addition takes place in the first hour. 
Disappearance of lactic acid runs parallel with oxidation. Whilst 
under anaerobic conditions there is an equivalence between the ! 
disappearance of carbohydrate and the formation of lactic acid, 
the equivalence of the reverse process does not hold for cut muscle. 
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A correlation exists between respiration intensity and lactic acid 
formation. In cut muscle, respiration intensity is nearly equal to 
the maximal respiration intensity for uncut muscle. G. W. R. 

The Oxidative Degradation of Dextrose in the Animal Body. 

Julius Hirsch ( Biochem . Z 1921, 117 , 113— 116).— By use of 
dimethylhydroresorcinol (dimedon) as a fixative for acetaldehyde, 
the presence of acetaldehyde in 900 grams of frog's muscle was 
detected by isolation of 0‘3 gram of condensation product 
(aldomedon). H. K. 

Fixation of Lime by Animal Tissues. III. E. Free den- 
berg and P. Gyorgy ( Biochem . Z ., 1921, 118 , 50 — 54; cf. A., 
1921, i, 382). — Cartilage which has absorbed the alkaline -earth 
metals has also the power of fixing phosphate. The colloids of 
the cartilage are assumed to play a part in this chemical combination, 

H. K. 

Zinc in the Human and Animal Organism. E. Rost {Med. 
Klin., 1921, 17 , 123 — 124).— In the human body zinc is to be found 
in almost all organs and tissues, particularly in the liver and in 
the muscles. In the liver of infants there is 39 — S2 mg. per kilo, 
of tissue, in adults, 52 — 145 mg. per kilo. Zinc is present in the 
secretions (milk, urine, faeces), and in epidermal structures such 
as hair. Human milk contains 1*3 — 1*4 mg. per litre; goat milk 
2'3 mg.; cow milk 3*9 mg. In the urine 0*6 — 1*6 mg., and in the 
faeces 3—19 mg. are eliminated daily. Hair contains 9 mg. per 
kilo. The zinc is derived largely from the meat eaten but some 
is taken in as vegetable matter. In the tissues, the zinc exists in 
a more or less firm union with protein. Chemical Abstracts. 

The Measurement of the Influence of Heat and Light on 
the Activity of Reduction of Animal Tissues, and Applica- 
tions to Heliotherapy. J. Vaixot {Compl. rend., 1921, 173, 

1196 — 1198). — The rate of reduction of raethyicne-blue by animal 
tissues is markedly increased by rise in temperature or by an 
increase in the intensity of the illumination and the beneficial 
therapeutic effects of solar radiation are attributed to this increased 
activity of reduction. W. G. 

The Chemical Composition of Starfish. Gustav Hinakd 
and Robert Fillon {Compl. raid., 1921, 173, 935— 937).— The 
oil extracted from fresh starfish has d 15 0 9372; n 2i -f47° (Amagat 
and Jean); brismer index 48"; iodine value (Wijs) 132*7: saponi- 
fication value 159*1 ; unsaponifiable matter 3S*94" 0 . W. G. 

Inorganic Constituents of Milk. I. Chlorides in Human 
Milk. W. R. Sisson and \V. Denis {Amrr. J. Dis. Children , 
1921, 21 , 389). — The average chloride content of all specimens 
examined was 58*2 mg. Cl per 100 c.c. is higher in the first 
\\eeks of lactation, and after the second week the average is 
mg. Cl per 100 c.c. G. B. 
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The 44 Alkaline Tide" after Meals. I. Cyrus H. Fiske 
{J. Biol. Ghem., 1921, 49, 163— 170).— The author lays stress on 
the P H of the urine, rather than on Nitration values. The influence 
of the food taken renders the interpretation of small variations of 
P n uncertain, but after a full meal an undoubted increase in alkalin- 
ity occurs quite suddenly in the second or third hour. G. B. 

Inorganic Phosphate and Acid Excretion in the Post- 
absorptive Period. Cyrus H. Piske {J. Biol. Chem., 1921, 49, 
171 — 181).— During the night the rate of excretion of inorganic 
phosphorus in the urine is greater (1 J times to twice) than during 
the day. This the author attributes to retention of phosphorus in 
the morning. The rate of phosphate excretion is to some extent 
parallel to the hydrogen-ion concentration, but does not wholly 
account for the variations in the latter (cf. preceding abstract). 

G. B. 


The Iodine Number of Urine. Oskar Weltaiakn {Wiener 
Arch. inn. Med., 1921, 2, 107—120). — The affinity of urines for 
iodine normally varies directly with the density and inversely 
with the amount of the urine. The amount of iodine with which 
100 o.c, of urine combines is termed the “ percentage iodine 
number, 5 ’ and the corresponding amount for twenty-four hours, 
the “absolute iodine number.” When the iodine number and 
the density show wide variation, a relatively high iodine number 
indicates extra-renal factors, and a relatively low iodine number 
a severe injury to the kidney. High iodine numbers have been 
noted in certain diseases of the liver, acute febrile conditions, and 
certain rapidly progressing malignant neoplasms. 

Chemical Abstracts. 


Amino-nitrogen in the Urine by the Formol Method 

C. Ciaccio {Arch. Sci. med., 1920, 43, 177— 181).— This nitrogen is 
considered to be present^ not as amino-acids, but as polypeptides, 
-this conclusion is based on a comparison of results by the henriquez 
method and those obtained by a preliminary treatment with 
mercuric acetate, or by tannin and lead acetate. G B 


Quantitative Measurement of the Transient Excretion of 
TwJf by a Nev ” Biological Method. Kdcard 

Medberq (Btochrn. Z., 1921, 118. 161—184). The method 

depends on the observation that there is a sharp contraction of 
miniature of the frog at a concentration 
dried™ / 1“ 3 f° 0 ' ■ The caffeine in is isolated from the 
not lw ld T by , ex ‘ ra<; tion with chloroform. In man, diuresis is 
tb °t° 01 “ffoine, but partly on the 
is earlv n 'w issues. Tho cessation of excretion of caffeine 
xa^n’e P Tho 7 dl |f de e radation of the caffeine to a methyl- 
and 3 “ a est P ro P ort ion of caffeine taken by the mouth 

ana recognisable in the urine is 10 mg. J jj K 

J** 0 *'** Matter Proceed by the Action of 
HA^wfi th 5 l lami v° b 1 e , rlzaldehyde oa Normal Urine. Paul 
Hari ( Btochrn . Z., 1921, 117, 41-54).-When p-dimethylamino- 
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benzaldehyde is added to a hot concentrated urine which has 
previously been treated with lead acetate, a dark red coloration 
is produced. On cooling, and careful addition of ammonia, the 
colouring matter is precipitated and may be purified by crystal- 
lization from dilute alcohol. Ten to 12 litres of fresh urine yield 
0-02 to 0‘06 gram of pure substance, m. p. about 220°. The 
spectral behaviour of the substance has been examined and its 
extinction coefficient used as a measure of purity. Its tinctorial 
power is very great. The substance is apparently not identical 
with the colouring matter of Ehrlich’s reaction on pathological 
qrine. H. K. 

Origin and Destiny of Cholesterol in the Animal Organism. 
XII. The Excretion of Sterols in Man. John Addyman 
Gardner and Francis William Fox ( Proc . Roy. Soc ., 1921, [B], 92, 
358 — 367).-— The present paper revises earlier results (Ellis and 
Gardner, A., 1913, i, 222). It is now shown that, in man, the 
amount of sterols excreted in the faeces is in excess of that taken 
in with the food. The intake, however, of unsaponifiable matter 
not precipitated by digitonin (cf. A., 1921, i, 639) is larger than 
the output. It is concluded from the results that the human 
organism is capable of synthesising cholesterol. E. S. 

. Experimental Toxic Hmmatoporphyria, Pietro Bixda 
[Arch. Farm, sperm. Sci. off., 1921, 31, 184 — 191). — The results 
of the author’s experiments with rabbits indicate that chronic 
8ulphonal poisoning does not determine elimination of hoemato- 
porphyrin by the kidneys, that animals poisoned by sulphonal 
keep their power of retaining and elaborating injected hmmato- 
porphyrin, and that in the organs of animals killed by chronic 
sulphonal poisoning, the original pr<>{>erty of reducing hremato- 
porphyrin in vitro is preserved. T. H. P. 

Blood Fat in Diabetes. X. R. Blatherwick { J . Biol. Chem., 
1921 , 49, 193 — 199). — Cases of mild and moderate diabetes can 
utilise satisfactorily large, amounts of fat as indicated by the blood 
fat level and the absence of acetone substances from the urine. 

G, B. 

Lipjemia, W. R. Bloor ( J. Biol. Chcm., 1921 , 49, 201 — 227). — 
In most cases a sequence in the appearance and disappearance of 
fat, lecithin, and cholesterol is perceptible, fat being the first to 
increase and to disappear. In most cases the ratio lecithin /cholesterol 
is distinctly below normal, as the cholesterol is increased in greater 
proportion than the lecithin. The increase in fat is generally in 
still greater proportion. G. B. 

Action of certain Bismuth Derivatives on Syphilis. 

ft* Sazerac and C. Levaditi { Votnpt . rend., 1921, 173, 1201 — 
1204).— It is shown that ammoniacal bigmuth citrate, bismuth 
lactate, bismuth eubgallate, and bismuth oxyiodogallate are all 
active against syphilis, but vary in their toxic power. For human 
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therapeutics sodium or potassium bismuthotartrate are the best 
bismuth preparations to use. W. G. 

The Action of Polished Metals on Toxins. E. Erdstein 
and L. Furth (. Biochem . Z. } 1921, 118, 256—258).— A confirmation 
of Luger and Baumgarten’s results (Wien. hUn . Woch., 1912, 1222) 
that copper and to a very slight extent silver have a harmful effect 
on toxins. An actual destruction of the toxin takes place in the 
sense that a complex metal -toxin compound is formed. H. K. 

Toxicity of Methyl Alcohol. Astrid Cleve von Euler 
(i Svenslc . Kent . Tidskr ., 1921, 33, 114 — 119; from Chem. Zenlr 
1921, iii, 740).— Methyl alcohol is considered by the author to be 
less poisonous in large doses than ethyl alcohol. Cases of poisoning 
by methyl alcohol are to be attributed to accompanying poisonous 
impurities. ‘ G. W. R. 

The Action of Organic Kations on the Vascular System 
and its Modification by Inorganic Ions. Werner Teschen- 
dorf ( Biochem . Z ., 1921, 118, 267 — 285). — The action of a number 
of salts of strong organic bases was examined on the frog’s vascular 
system. Acetylcholine had the most, powerful constricting action. 
Nitrosocholine was much less active and guanidine still less so. 
In the homologous series of quaternary ammonium bases, tetra- 
methylammonium chloride was intermediate between acetylcholine 
and nitrosocholine, the tetraethyl derivative resembled guanidine, 
whilst the tetrapropyl derivative depressed the vascular tonus. 
The action of the above organic kations was inhibited by the 
bivalent inorganic kations in the order : Mg, Ca, Sr, Ba. H. K. 


Degradation of Fatty Acids in the Animal Organism. 

P. Worixger (Ball. Soc. Chim. Biol 1921, 3, 311 — 450). — A review 
on much the same lines as Dakin’s monograph. Here and there 
the author puts forward independent views. Thus he argues 
against Dakin s conception of the breakdown of tyrosine and 
phenylalanine, and considers that- the fundamental condition 
necessary for the combustion of an aromatic substance is its capacity 
of being transformed into homogentisic acid. Ho thus accepts 
Abderhaldens view (A., 1912, ii, 585) that this acid is produced in 
the normal tyrosine metabolism. 

The title of the review scarcely represents its full scope, as it 
also deals with hydroxy-, keto-, and amino-acids. A special 
feature is a tabulation of the transformations of acids hitherto 
observed in the animal, with a statement of the method employed 
and a literature reference. There is also a full bibliography. 

G. B. 


A New Antianaphylactic Substance, Sodium Formalde- 

I l^l ■ B i R0D! ^ and r. Huchet (Comp, rend., 
1J21, 173, 86o—867; cf. ibid., 1919, 168, 369; 169, 9).— Sodium 

]Z a ir e ^> P . h0 f, ylate " CH 2 (OH)-S0 2 Na, can be injected into 
!' f,“ rab bi te to the extent of 1 gram per kilo, of live weight 

f' CffeCt a ? d ’ llke sodium chloride, it has an immunising 
action against an anaphylactic injection. W. C. 
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The Behaviour of Pyrrole in the Animal Body. Tomihide 
Shimizu ( Biochem . Z., 1921, 117, 266 — 268). — Injection of an 
aqueous suspension of pyrrole into dogs is followed by its elimination 
in the urine as methylpyridine. H. K. 

Behaviour of Phrenosine in the Animal Body. Tomihide 
Shimizu ( Biochem . Z., 1921, 117, 263 — 265). — Phrenosine ad- 
ministered to a dog appeared in the urine as sphingosine; the 
latter, when given either by the mouth or subcutaneously, to dogs 
or rabbits, appeared unchanged. H. K, 
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The Nature of the Butyric Acid and Butyl Alcohol Fer- 
mentation. Fixation of Acetaldehyde as a Decomposition 
Product. Transformation of the Aldol of Pyruvic Acid into 
Butyric Acid. Production of Higher Fatty Acids from Sugar. 

Carl Nkuberg and Bernhard Arinstein (Biochem. Z 1921, 117, 
269 — 314 ), — Dextrose in a nutrient medium of inorganic materials 
and in the presence of a fixative, for example, sodium sulphite, is 
fermented by Bacillus butylieus , Fitz, with production of about 
10% of acetaldehyde. By the use of a culture of Amylobader, 
acetaldehyde could also be qualitatively recognised. Acetaldehyde 
or its condensation product, aldol, is not the intermediate stage 
in the butyric fermentation, but the aldol of pyruvic acid, a- koto- 
y-valerolactone-y-carboxylic acid, which gave butyric acid on 
fermentation. Starch syrup fermented by a culture of B. butyl icrt*. 
Fitz, in an inorganic nutrient medium gave small quantities of the 
higher fatty acids of which decoic was identified. H. K. 

Action of Asperyiltus gUtttrus on Glycerol. F. TkaETTA- 
Mgsca and M. Preti (Gazzctta, 1921. 51. ii, 269 — 277). — When 
.hpergilluscflaucus is grown in a nutrient liquid containing glycerol, 
the latter yields the compound, 0 6 H C 0 4 , m. p, 154", previously 
obtained from sucrose or invert-sugar by the action of the same 
mould (A,, 1914, i, 1114). This compound forms a methyl ethtr , 
C fi H 5 0 3 'OMe, which crystallises in white needles, m. p. 165°. and. 
unlike the original compound, gives no coloration with ferric 1 
chloride solution. Hydrolysis of the methyl ether by means of 
barium or calcium hydroxide results in the formation of methyl- 
acetol ether and oxalic and formic acids, whilst the action of 
ammonia yields pyridone. The structure of the compound, 

%0 4 , is probably CH < q j 5" O CH • 0 H . and is similar to 
Peratoner and Tamburcllo's maltol (A., 1905, j, 807). T. 11. P. 
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Tho Lo ng evity of certain Species of Yeast. Arthur R, 

iWand toS Rattonji Na/ji (Proc. Roy See. 1921. [B], 92, 
356—3571 —Cultures of eight different species of yeast were found 
to be still alive after thirty-four years’ storage on dry cotton wool 
pads contained in sealed flasks. • 

Alcoholic Fermentation by means of Yeast-cells under 
Various Conditions. I. Influence of Animal Charcoal and 
other Adsorbents on the Course of the Fermentation: 
Formation of Acetaldehyde. Emil Abderhalden [Ferment- 
forsch., 1921, 5, 89— 109).— The addition of animal charcoal to a 
solution containing sugar and yeast-cells effects acceleration of 
the fermentation, and such acceleration appears to be due to the 
formation of acetaldehyde, which is always detectable in the liquid 
under these conditions. It is uncertain if the acetaldehyde is a 
product of the degradation of the dextrose or a secondary product 
formed by oxidation of the ethyl alcohol, but it is found that 
addition of yeast and animal charcoal to aqueous alcohol results, 
after a time, in the appearance of an odour of acetaldehyde. 

Since animal charcoal is an excellent adsorbent for acetaldehyde, 
it is possible, not only that it takes part in the secondary formation 
of acetaldehyde from ethyl alcohol, but that it concentrates on its 
surface and thus renders detectable acetaldehyde formed as a 
primary product of the fermentation of sugar. T. H. P. 


Alcoholic Fermentation by means of Yeast-cells under 
Various Conditions. II. Emil Abderhalden [Ferment forsch., 
1921, 5, 110—118; cf. preceding abstract) —Further investigations 
show that acetaldehyde solutions which show no loss in weight 
when left in contact with either animal charcoal or yeast, im- 
mediately begin to evolve gas when both the charcoal and yeast 
are added. Experiments were made also with pyruvic acid and 
with methyl and ethyl alcohols, it being found that all the samples 
of animal charcoal tried accelerated the fermentation of sugar by 
means of yeast, caused formation of acetaldehyde, and induced 
formation of acetaldehyde and carbon dioxide from pyruvic acid, 
but that some samples were totally unable to effect transformation 
of acetaldehyde or alcohols. T. H. P. 


Functions of the Yeast-cell. Zymase and Carboxylase 

Action. Emil Abderhalden and A. Fodor (Ferment forsch., 
1921, 5, 138—163). — The authors consider that the fermentations 
effected by zymase in its plasma form and by liberated zymase 
are, quantitatively and kinetically, different processes and have 
carried out various experiments with the object of ascertaining 
how dried yeast differs from the living cell and what substances 
are removed from living or dried yeast by pressing or maceration. 

Dried yeast is found to contain cells which, in a fermentable 
solution, swell and resume their life functions. Like yeast juice, 
yeast sterilised by treatment with acetone or by age is incapable 
of fermenting dilute sugar solutions, all such preparations lacking 
the ability to concentrate peculiar to the living cells. Apparently 
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owing to its simpler and more independent relation to the proto- 
plasm, the carboxylase of dried yeast is able to exert its activity 
before the whole of the water necessary for the complete vital 
{unctions has been absorbed. 

The results of various experiments with maceration juice are 
described, these dealing with the kinetics of the fermentation, with 
the persistence, both of the fermentative activity and of the carb- 
oxylase of the juice, with the oxygen absorbed by the juice, and 
with kinetic measurements on mixtures containing pyruvic acid, 
dipotassium hydrogen phosphate, and maceration juice. The 
fermentative ability and the power to absorb oxygen fall gradually 
to zero together. T. H. P. 

Vitamine Content of Rice by the Yeast Method. Organic 
Nitrogen as a Possible Factor in Stimulation of Yeast. 

William D. Fleming ( J . Biol. Chem., 1921, 49, 119— 122).— The 
stimulation of yeast growth is not due to water-soluble vitamin-J5, 
for it persists after the rice extracts have been evaporated with 
10 % sodium hydroxide to inactivate the vitamin. The stimulation 
is due to organic nitrogen (cf. Fulmer, Nelson, and Sherwood 
A., 1921, i, 292). q b ’ 

Comparative Experiments on the Inhibitive Action of 
ome Chlorine Derivatives of Methane, Ethane, and Ethylene 
n Fermentation. H. Plagge ( Biochem , Zeitsch., 1921, 118 
29-143).— aa-Pichloro- and o^-cliehloro-ethane, dichloromethane’ 
hloroform, and tetrachloroethane are toxic to the yeast-cell. The 
etermining factor is not the concentration of the solution, but 
he actual dose administered. . jj r 


Fermentation without Yeast. Emil Bair and Eucen 
Ierzyeld {Biochem. Z., 1921, 117. 90— 112) —Mixtures of sub- 
tances in imitation of yeast press juice (peptone, dextrose, dextrin, 
odium hydrogen carbonate, casein, lipoid, and bile salts) produced 
arbon dioxide and alcohol (iodoform test) in small amounts. The 
oi illation of acid substances from dextrose, liberating carbon 
Lioxide from the sodium hydrogen carbonate, only accounts for a 
wrtion of the gas formed. * jj 


Behaviour of Diastase and other Enzymes under Unfavour- 
ite Conditions. Action of some Nitrogenous Compounds 
a Germination. Tn. Bokorny {Bird. Zentr .. 1921, 50, 429— 
/—Brief reference is made to the elTect of acids, bases, salts of 
Heavy metals, etc., on such enzymes as diastase, invertase, pepsin 
myrosin, and trypsin. 

irom an examination of the effect of urea, hippuric acid, am- 
mum salts, and sodium nitrate on germination, it is shown that 
merit materials are injurious if used at too high a concentration. 

W. G. 
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metal generally present being between 2 and 6 mg. in 100 grams of 
dried material. H. K. 

Is it Possible to Determine the Value of Seeds by a Bio- 
chemical Method? Antoine Nemec and Francois Ducho& 
(Compt. rend., 1921, 173, 933— 935). -The activity of the various 
hydrolysing enzymes such as amylase, invertasc, glycerophos- 
phatase, lipase, urease, uricase, and phytoproteases of seeds dimin- 
ishes with the germination capacity of the seeds, but is still marked 
when the latter has reached zero. Catalase is different, and there 
is some indication that the activity of the catalase, measured under 
comparable conditions, may represent a suitable means for determin- 
ing rapidly and simply the agricultural value of seeds. W. G. 

Corrosive Action of Hoots on Marble. E. Chemin (Compt. 
rend., 1921, 173, 1014—1016). — Further experiments are given in 
support of the view that plant roots do not excrete any sensible 
amount of acids other than carbonic acid and that the excretion 
of the latter is sufficient to explain the corrosion of marble. 

W. G. 


The Part Played by Lipoids in the Metabolism of Plant 
Cells. Friedrich Boas (Biochem. Z., 1921, 117, 166—214) — 
The influence of saponin and salts was investigated on the growth 
of yeast and the course of fermentation. The action of these 
agents is similar to their known action on animal cells, the com- 
bined action leading to destruction of the cell. The anions and 
kations of the salts influence the colloidal state of the cell wall 
and follow the lyotrope series. H. K. 

The Effect of Neutral Salts on the Heat Coagulation of 
Plant Protoplasm. Hugo Kahho (Biochem. Z 1921, 117, 
87 95).— Both ions of neutral salts play a part in the heat coagula- 
tion of the protoplasm of the epidermal cells of Tradescantia zebrina. 
ihe coagulation is accelerated by anions arranged in the lyotropic 
senes Neutral salts which penetrate the plasma membranes most 
readily have the greatest lowering effect on the temperature of 
coagulation, H K 


* TJl® ^ at _ 10n between Fluorescent Substances which Act 
in the Dark and their Photodynamic Activity on Cells. 

t e ~ 0D ^ BAl7ER and Haffner {Biochem. Z. } 1921, 118, 150 - 
, /' arge number of fluorescent and non- fluorescent substances 
of known photodynamic action on cells (for example, parammeia) 
have been examined m respect of their action in the dark, on the 
•rfuh° a 18 °f f rythrocytea at rcom temperature and at 56°, and 
on the ^oidal contents of hunolysod 

ZoZtoJ ' genera ‘ therC is a ParaHeta between the 

H. Jv. 

, . Preci P itati0 > 1 r Phenomena in Cell Membranes 

14 q? Pe1 ? H MSllEB ( - Kolloid Chem ■ Beihefte, 1021, 

with a~i ^ 1 ol,m ; ^? e "| Whea - ( gramS . wlli0 h have been are treated 
with a solution of silver nitrate, bands and layers are formed at 
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right angles to the direction of diffusion in the membranes of the 
a leurone cells and in the nucellus layer, which are identical with 
the zones discovered by Liesegang in artificial colloids. The 
identity between the rhythmic precipitation in plant cells and 
Liesegang’s rings and zones is proved, (1) by the form and appear- 
ance of the bands and (2) by the fact that the effect of external 
agencies is the same in both cases. In both cases, the rhythmic 
precipitation of silver nitrate occurs after a region of formless preci- 
pitate ; zones are produced which increase in width and distance apart 
with increasing distance from the centre of diffusion. With increas- 
ing width, the formation of grains occurs and the edges of the 
zones become indistinct, the space between the zones becomes 
turbid, and finally the rhythmic zone formation passes over into 
an irregular granular precipitate. Tick’s law of diffusion is approxi- 
mately applicable to the diffusion of silver nitrate in wheat grains, 
the water content of the membrane, its content on silver nitrate, 
and the concentration of silver nitrate have the same influence 
in the diffusion into jellies. The formation of a rhythmic pre- 
cipitation depends on the velocity of diffusion of silver nitrate, 
'he zone formation commences so much nearer to the centre of 
lifiusion the smaller the concentration of silver nitrate and the 
lower the temperature. The velocity of invasion of the silver is 
uf equal importance, which apart from the concentration of silver 
nitrate is influenced by the content of the cell walls on silver pre- 
cipitating salts and water. In wheat grains a larger and smaller 
•hythm cannot be detected. The dimensions of the width and 
listance between the bands are the same for plant cells which 
:iave hud a previous treatment with silver nitrate and those which 
mve not been so treated. The grains of other cereals, and the 
eaves of many plants show a similar zone formation when treated 
with silver nitrate, so that it may be assumed that the cellulose 
membranes of plants in general are capable of showing rhythmic 
precipitation when the necessary external conditions are obtained. 
From the experiments it follows that the pure cellulose membranes 
of the wheat grain which show rhythmic precipitation cannot be 
regarded as a selective permeable layer, and it further follows 
that the woody integument layer of the sheath of the wheat grain 
is the selective permeable membrane. J. F. S. 

The Distribution of Manganese in the Organism of Higher 
Plants. Gabriel Bertram* and (Mmk) M. Rosenblatt 
[Oompt. rend., 1921, 173. 1118 112 0). — From a study of the dis- 
tribution of manganese in the different parts of a dicotyledon, 
iico/iana ntslica L., and of a monocotyledon. Lilium lancefolium 
Hibrum, it is shown that those organs in which chemical changes 
®rethe most intense contain the highest percentages of manganese. 
The seeds contain a high proportion of manganese, doubtless for 
the use of the future seedling. \V. G. 

Lumbang Oil (Candlenut Oil). A i* gist is J\ West and 
£oi la Montes {Philippine J. Sd., 1921. ft, (il!>— G3G). — The oil 
^obtained from the nuts of Aleurites mcluccana and has the following 
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composition: glyceryl linolenate 6-5%, glyceryl lmolate 334%, 
glyceryl oleate 56-9%, glycerides of solid acids 28 /„. It “soluble 
in cold ethyl and methvl alcohols and ace ic acid. The oil behaves 
in much the same manner as linseed oil on oxidation.^ It is an 
excellent drying oil. 

The Odorous Constituents of Apples. F. 6. Power and 
V. K. Chesnpt (J. Amer. Chem. Soc., 1921, 43, 1741; cf. A 1920, 
i 653).— Inasmuch as esters derived from leucic acid do not occur 
in apples { be . cit.), the title of a paper by Kodama on this subject 
(cf. A., 1921, i, 220) is misleading. vv ■ «■ 

Characteristics and Utilisation of Beech Nut Oil. H. B. 
(Mat. grasses, 1921, 13, 586(1-5861). -The oil content of b^ch 
nuts varies from 14 to 22%. The constants oi the oil are : d • 0'920o, 
iodine number 104 4, bromine number 0'652, heat developed with sul- 
phuricacid + 65°, polariscope reading —0*8° in sacchariincter degrees, 
refractometer reading +16 5 to +18°. The oil is edible and may 
be kept without change for a long time. The cake from the nuts 
gave the following analysis : decorticated cake : water 12 5 /0) 
oil 7-5%, nitrogenous matter 371%, non-nitrogenous extract 
29-7%, cellulose 5*5%, ash 7*7%; non-decorticated cake : water 
19*1% oil 8*34%, nitrogenous matter 1815%, non-mtrogenous 
extract 28*39%, cellulose 20*89%, ash 5*13%. The non-decorticated 
cake is poisonous. Chemical Abstracts. 


The Biology of the Alkaloids of Belladonna. Jean Ripert 
(Compt. rend., 1921, 173, 928— 930) —Belladonna plants grown in 
obscurity show an increase in alkaloid content both in the leaves 
and in the stems, whilst the amount in the roots diminishes very 
slightly. When the plants are returned to sunlight the values for 
the leaves return to a practically normal figure after thirteen days. 
The protein content of the leaves also increases considerably when 
the plants are kept in the dark. W. G. 


Anthocyanin of Beta vulgaris. F. M. Andrews ( Proc . hid . 
Acad . Sci 1917, 167). — The anthocyanin of B. vulgaris affords 
one of the examples where the pigment forms in the subterranean 
parts. A strong solution of such anthocyanin will preserve its 
normal colour in a test-tube placed in darkness for more than a 
week. In direct sunlight, it will retain its normal bright colour for a 
week or more, until disorganised by bacterial action, which change 
finally occurs in the anthocyanin solution in the dark. 

Chemical Abstracts. 

Formation of the Red Pigment of Beta vulgaris by Oxida- 
tion of the Chromogens. Antoine Kozlowski (Compt. rend., 
1921, 173, 85o — 857). — Details are given for the extraction of the 
chromogens from beetroot by alcohol and for their subsequent 
purification and isolation. The chromogens extracted from the 
white sugar-beet resemble saponins in certain of their physico* 
chemical properties and on oxidation give a coloured pigment 
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having the same spectroscopic characteristics as the red pigment 
extracted from red beetroots and showing similar colour changes 
fljth acids and alkalis. W. G. 

Transformation, by Oxidation, of the Chromogens of 
son ie Plants into a Red Pigment. St. Jonesco (Cornpt. rend., 
1921, 173, 1006 — 1009). — The yellow chromogens extracted from 
such plants as Cobcea scandens and Ampdopsis hederacea on oxida- 
in amyl alcoholic solution with sulphuric acid and manganese 
dioxide at 50 — 60° give a violet-red pigment. In the case of the 
chromogens from Ampelopsis reduction was tried but red pigments 
v$re not obtained. The results obtained confirm those of Koz- 
lowski on beetroot pigments (preceding abstract) that the appear- 
ance of red pigments in plants is due to oxidation and not to 
reduction phenomena, W. G. 

Formation of Anthocyanin in the Flowers of Cobcea 
scandens at the Expense of Pre-existing Glucosides. St. 
Jgsesco (Compt. rend 1921, 173, 85U— 852). — Contrary to the 
results of Rose (A., 1914, i, 639) experimental evidence is given to 
show that the anthocyanin glucosides in the flowers of Cobcea 
scandens are formed at the expense of pre-existing glucosides, and 
'onsequently Combes’s hypothesis as to the formation of antho- 
iyanin (cf. A., 1909, ii, 426) is incorrect. W. G. 

The Effect of Daylight on the Content of Active Material 
jn digitalis . Otto von Dafert (Bied. Zenir ., 1921, 50, 422— 
125).— The toxicity of the extract from Digitalis leaves depends 
on the time of day at which the leaves are gathered and how and 
when the leaves are killed. To obtain the most toxic extract 
the leaves should be gathered in the afternoon and immediately 
killed by plunging them into 96% alcohol. W. G. 

The Occurrence of Methyl Anthranilate in Grape Juice. 

Frederick B. Power and Victor K. Chesnut [J. Amer. Chem. 
Soc. y 1921, 43, 1741 — 1742). — Methyl anthranilate is a natural and 
apparently constant constituent of grape juice. Its presence, 
therefore, in a commercial grape juice must not necessarily be 
taken as an indication of adulteration. W. G. 

Grape Oil from the Canadian Vine (Fitts hederacea). 

[Ml. assoc, ital. piante rued, aromat. 2, 56 — 59; Bull. Agr . InteUi - 
genet, 1919, 10, 1004— 1005).— Two oils were extracted, (1) from 
the pips, a dark yellow or green oil with sweet taste and nutty 
odour, d 15 0*9215, n 15 14778, saponification number 189*2 — 1$9*6, 
iodine number 131*4 — 141*6, fixed fatty acids 93*97%, volatile fatty 
acids 0%, and non-saponifiable substances 1*44%. The total fatty 
acids have iodine number 144*6 and mean molecular weight 281*2. 
Solid fatty acids consisting chiefly of palmitic acid do not exceed 3%, 
h&ve a mean molecular weight of 261*4 and m. p. 57*6°. The liquid 
iatty adds are chiefly oleic and Hnoleic acids, with iodine number 
H8*8 — 149*9 ; (2) from the pulp and skin, ail olive-green, soft, 
oil with astringent taste and pleasant odour, turning rancid 
^the air, ?i 15 1*4722, saponification number 192*3 — 193*3, iodine 
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number 90-3, fixed fatty acids 94%, volatile fatty acids 0%, and 
unsaponifiable substances 1*67%. The total fatty acids have iodine 
number 94-4 — 94-6 and mean molecular weight 278*8. The solid 
fatty acids arc about 10% of the pulp and skin oil, chiefly palmitic 
acid. The liquid fatty acids are mostly oleic and linoleic acids with 

iodine number 110*2. ‘ Chemical Abstracts. 

* 

Oil from the Seeds of Jatrophn Curcas, L. Clemens 
Grimme ( Seifenfabr ., 1921, 41, 513 — 515; from Ckem . Zenit., 
1921, iii, 1035). — The seeds of Jatropha Curcas , L., consist of 38% 
hard husk and 62% oil-bearing kernel. Analyses of the seeds are 
given. In spite of the high protein content, 48*13%, the seeds 
are unsuitable for use as a feeding stuff on account of the presence 
of highly poisonous curcine. A complete description is given, with 
constants, of the oil obtained by extraction, hot pressure, and cold 
pressure respectively. The principal constants are d 15 0*9213— 
0*9228; m. p. 5 — 8°; »{? 1*4610—1*4618; acid number 3*18 — 
4-05 ; iodine number (Wijs) 96*7 — 98*8. The fatty acids are white 
to yellow in colour and have m. p. 15 — 18°. The oil belongs to 
the class of non-drying oils and consists of the glycerides of palmitic, 
myristic, and curcanolic acids. The latter is a hydroxy-acid like 
ricinolic acid. The seeds contain a lipolytic enzyme which, how- 
ever, is not so energetic as the enzyme in Rid mis seeds. 

G. W. R 

Iodine in the Laminaria. P. FREUNDLER, (Mlle) Y. Menagee, 
and (Mlle) Y. Laurent (Compt. rend., 1921, 173, 931 — 932).— 
An examination of the iodine content of certain species of Laminaria 
shows that they lose a certain amount of iodine during drying, 
the loss amounting in some cases to as much as 50%. The iodine 
content is dependent on the time of harvesting, being higher in 
July than in March. It is independent of the place of growth, 
hut varies with the age of the tissues, being highest in the youngest 
tissues. The variations with different parts of the plant are not 
uniform, but differ with the species. W. G. 

The Composition of the laminaria. P. Freundler, (Mlle) 
Y. Men ag er, and (Mlle) Y. Laurent (Compt. rend., 1921, 173, 
1116 — 1 11$; ef. preceding abstract). — The authors have correlated 
the variation in iodine content of the Laminaria with their bio- 
logical evolution and show that the maxima for iodine content 
as well as for the percentages of reserve carbohydrates and brown 
pigments coincide with the period of maximum sunshine. The 
Laminaria regularly restore to the sea a certain amount of their 
iodine under conditions which depend, for each species, on their 
mode of growth. 

Properties and Composition of Tohaku Oil. Yoshitora 

Jwamoto (./. Ckem. Ind. Japan , 1921, 24, 1143 1160). A yellow- 

ijh-bjpmrnoil fe obtained by pressure or extraction of the seed of 

Tohaku, Lindera obstiroba, B, L., which is widely diffused in 
Corea. Its physical Snd chemical constants were determined. 
Decoic, Iaunc, and oleic acids and an acid, C 12 H 22 0 2 , which occurs 
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in cochineal fat, were identified. Some of the lower unsaturated 
liquid, and solid fatty, acids seem to be present, but linolic, linolenic, 
stearic, and palmitic acids are probably absent. K. K. 

The Proteins of the Alfalfa Plant [Lucerne]. Thomas B. 
Osborne, Alfred J. Wakeman, and Charles S. Leavenworth 
{J. Biol. Chem 1921, 49, 63 — 91). — The paper is mainly concerned 
with a technique for extracting plant proteins with as little change 
as possible. Fresh plants, or plants frozen soon after cutting, are 
ground very finely and pressed in a hydraulic press; the undiluted 
juice contains 10% of solids. The addition of 20% of alcohol 
precipitates a colloid, consisting of 70% of protein and calcium 
salts. The latter are extracted by dilute alcoholic hydrochloric 
acid, which forms an insoluble hydrochloride of the protein. The 
latter is further purified by heating with dilute alkali hydroxide, 
and reprecipitation. By successive extraction with water, alcohol, 
dilute aqueous alkali, and hot alkaline alcohol, practically all the cell 
contents can be extracted if the fresh plant is sufficiently thoroughly 
ground. Thirty-two per cent, of the solids of the plant, containing 
only 5’ 6% of its nitrogen, finally remains undissolved. G. B. 

The Odorous Constituents of Peaches. Frederick B. 
Power and Victor K. Chesnut { J . Amer. Chem. Soc., 1921, 43, 
1725 — 1739). — An examination of the pulp of choice, ripe peaches 
shows that the odorous constituents of the fruit consist chiefly of 
the linalyl esters of formic, acetic, valeric, and octoic acids, together 
with a considerable proportion of acetaldehyde and a very small 
amount of an aldehyde of higher molecular weight. It is probable 
that the volatile acids are present to some extent in a free state. 
No trace of hydrocyanic acid or benzaldehyde coukl be detected 
in the distillate from peach pulp. The yield of essential oil was 
about 0*00074% of the fresh pulp, and the oil contained, in addition 
to the linalyl esters, a little acetaldehyde and furfuraldehydo, 
probably some cadi none and a very small amount of an unidentified 
paraffin hydrocarbon. The essential oil is very unstable and on 
exposure to air for any length of time is converted into a black, 
viscid mass and loses its original fragrance. 

The emanation from the entire ripe fruit contains a minute 
amount of acetaldehyde. W. G. 

Constituents of Phellodendt'on .Immense. KOtaro Shimo 
(&i. Hep, Tohokii Imp. f niv., 1921. 10, 331 — 338). — The rind of 
Phdlodcndron Amurenw contains berberine and fatty acids. These 
acids appear to exist uneoiubincd with berberine and consist of 
palmitic acid, Iinoleic acid, and a small quantity of linolenic acid. 
A small quantity of a neutral substance was found in addition 
but was not identified. Two samples of phellodondron rind gave 
-473% and 3*75% respectively of berberine (estimated as berberine 
acetone). " G. W. R. 

The Cellulose Content of Pine Wood. Peter Klason 
[wttstojjchem. Abhandlungefu 1921, 1, Xo. 6, 10o — 114). — Cross and 
Ivan's method cannot he used for the estimation of the cellulose 
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extent value and with continued heating, only slowly decreas* 
SBS n 2yT He finds 53% of cellulose in pme wood. The 

Chemical Constituents of Pine Leaves. II. ^trid Cleve 
von Euler (Tekn. Tidsk. Km. Berg., 1921, 51 , 3o-38, 47-52).- 
A study of the non-fatty impurities, insolub e m ethyl ether, present 
in the crude fat of pine leaves. The material is more conveniently 
extracted” by ineans of 93% methyl alcohol, and is designated 
“ crude gum.” It readily changes into an insoluble substance, 
the change being facilitated by the presence of acids A solution 
of the gum in sodium hydroxide showed maiked changes when 
treated with carbon dioxide, f ractional precipitation of the 
alkaline solution of the gum with acids yielded comferyl alcohol 
and dihydroxy-y-phenylpropyl alcohol; the whole crude gum is 
tannin-like in character, and is considered to consist of inter- 
mediates in the plant synthesis of tannins. Chemical Abstracts. 

The Organic Acids of Pyrus coronaria, L., Rhus glabra, L, r 
and Acer saccharum. Marsh. Charles E Sando and H. H. 
Bartlett (J. Agric. Research, 1921, 22, 22 1-229).-! he organic 
acids of the wild American crab apple, Pyrus coronaria , L., smooth 
sumac, Rhus glabra, L., and sugar maple, Acer saccharum Marsh, 
were investigated. In all cases the acid found was malic acid, 
occurring in the form of the free acid in the first species, the acid 
calcium salt in the second species and both acid and normal calcium 
salts in the third species. A certain amount of gallic acid is also 
found in the second species. The substance known as maple 
sand ” obtained in the preparation of sugar from the sugar maple 
is crude calcium malate. It appears that succinic acid may be 
formed autolytically from the malic acid of Pyrus coronaria. 


Volatile Substances from the Bark of Rhamnus frangula. 

0. A. Oesterle [Schweiz. Apoth.-Zeit ., 1921, 59 , 341 — 345; from 
Chem. Zentr ., 1921, iii, 734— 735).— By steam distillation of the 
bark of Rhamnus frangula, 0'05 — 0*1% was obtained of a substance 
of unpleasant odour, which contained, in addition to dark coloured 
impurities, a white substance, insoluble in sodium carbonate, 
crystallising from chloroform-light petroleum in long needles, 
a compound obtained as a gelatinous precipitate from hot sodium 
hydroxide solution, a substance crystallising from hot water in 
slender, ray-like aggregates, and a main portion consisting of 
brownish-yellow platelets with a green tinge crystallising from 
dilute ethyl alcohol. The latter substance is tasteless and odourless, 
and has the empirical formula C 15 H 12 0 4 . It is easily soluble in 
organic solvents, and haft m. p. 100 — 101°. G. W. R- 
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Relation between the Molecular Properties and the 
Capacity for Fixation of Iodine of certain Hydrocarbons. 

Paul Woo Q (Compt. rend., 1921, 173, 1471—1473 ; cf. A., 1921, ii, 
275 ], — Plotting the molecular weights of a homologous series of 
American oils against the corresponding iodine values reduced pro- 
portionately to the double linkings as calculated from the mean 
molecular surface area on water (loc. cit.), a regular curve was 
obtained, given by the equation log T^+ZMog I^**) where 1^. 
is the iodine value for any molecular weight and I j/« the value for 
a molecular weight fifty units higher, and K is a constant equal to 
0*0664. This progressive capacity for addition or substitution is 
apparently^ due to causes analogous to those responsible for the 
dissociations which occur in the “ cracking ” process. Benzene 
solutions of these oils rapidly undergo oxidation when exposed to 
sunlight and the velocity of oxidation increases with the number 
of double bonds in the molecule. W. G. 


A General Method for the Preparation of Carbides of 
Metalloids, and the Existence of Carbides of Phosphorus 
and Arsenic. E. de Mahler {Bull. Soc. chim ., 1921, [iv], 29, 
107 1 — 1073)-- — The chloro-derivative of the metalloid is allowed to 
react in ethereal solution at the ordinary temperature with one of 
Iotsitsch’s compounds (cf. A., 1914, i, 393) of the type MgPCiC'Mgl, 
when the carbide of the metalloid is obtained. In this way, phos- 


/°! c \ 

phorus trichloride gives phosphorus carbide , P^-CtC- P, 

V'iC/ 


an amor- 


phous, white compound, which is spontaneously inflammable when 
gently warmed, and yields phosphoric anhydride and carbon dioxide. 
Arsenic chloride gives arsenic carbide , As 2 C’ 6> a brown, amorphous 
compound, which explodes when warmed or gently rubbed, arsenic 
and carbon being liberated. W. G. 


Some Aliphatic Fluorides. F. S warts {Bull. &oc. chim. 
5%, 1921, 30, (ii), 302 — 315).— The following are described : 
a- Amyl fluoride , a volatile, mobile liquid, m. p. below —80 s , b. p. 
62*8°, d m 0*7960, d» 0*7880, <’ 1*35622, n“ 1*36183, #* 1*36533. 
n-Decyl fluoride, a mobile liquid, which solidifies in a mixture of 
alcohol and solid carbon dioxide, b. p. about 183*5°, d l0 ’ 0*792. 
iso Amyl fluoride, b. p. 53*5°. n -HepUjl fluoride, m. p. — 73 J , 
b. p. 119°/755 mm., ct il 0*8029, 1 *38358, nV 1*3855, nf* 

1*3899, nf}* 1-39358. n-Oclyl fluoride, b. p. 142*5°, 75 mm., rf u 
0*81200, d n 0*8036, n 1 * 1 1*3952, nil 1 P3J7U, n 1 * 1 1*40175, n 1 " 
143565. Cetyl fluoride is solid at the ordinary temperature, 
vol. cxxii, i. " e 
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b. p. 287-5° /760 nun., 181724 min., 0*809. sec .-Octyl fluoride, 
b p 139-3° 

It is stated that mercury fluoride is preferable to silver fluoride 
for the preparation of the above, several reasons being given. 
The yield is diminished in each case by the formation of an ethylenie 
hydrocarbon and hydrogen fluoride ; when silver fluoride is used, this 
may take place in such a way that two molecules of the alkyl haloid, 
containing C„, condense to yield Co„H 4n fl F ; sometimes this represents 
the major reaction. The chemical properties of the substances 
are described; they are, in general, not so stable as the majority 
of organic fluorine compounds. The tsoalkyl fluorides tend to 
decompose into ethylenie hydrocarbons and hydrogen fluoride on 
distillation; with straight-chain compounds this is not the case. 
The action of alkali hydroxides in aqueous or alcoholic solution is 
feeble ; concentrated sulphuric acid reacts in the cold with formation 
of hydrogen fluoride. J. E. 

The Aliphatic Sulphonamides. I. Percival Walter 
Clutterbuck and Julius Berend Cohen (T., 1922, 121, 120 — 
128). 

The History of [Ethyl] Alcohol. Edmund 0. von Lippmann 
{ Chem . Ztg 1922, 46, 4— 5).— Historical. 

Dehydroxidation. of Alcohols. Erich Muller (Z. Elektro- 
chem,, 1921, 27, 563 — 567 ; cf. this vol., i, 109). — A number of 
alcohols, including ethyl alcohol, propyl alcohol, isobutyl alcohol, 
isopropyl alcohol, benzyl-alcohol, ethylene glycol, glycerol, and 
mannitol, in strongly alkaline solution on electrolysis or in the 
presence of oxidising agents such as potassium ferricyanide or in 
the presence of colloidal rhodium, give rise to hydrogen or hydro- 
carbons. The reaction is explained by the assumption that in the 
oxidation of alcohols to aldehydes a metastable intermediate 
product is formed which, in the presence of metals, breaks 
down to hydrogen or hydrocarbons according to the scheme : 
(1) CH 3 *CH 2 ‘OH ^ CH 3 ‘CH 2 *0'-fjr and (2) 

CH 3 'CHvO'+/=CH.-CH 2 -0 ];ch 4 

N CH 2 0 i CH, *2CH S - >C,H S 

J. F. S. 

The Influence of Potassium Hydroxide on the Formation 
of Vinyl Alcohol from Acetaldehyde. William Lloyd Evans 
and Cloyd D. Looker {J. Amer. Chem. £oc., 1921, 43, 1925— 
1928), — Poleck and ThummeTs vinyl oxymercurochloride (A., 1890, 
112) is obtained when alkaline solutions of acetaldehyde are treated 
with mercuric chloride, the yield of the oxymercurochloride being 
proportional to the concentration of the alkali present. Thus the 
production of vinyl alcohol is likewise proportional to the concen- 
tration of the alkali, a&d since vinyl alcohol is a necessary inter- 
mediate product in the formation of oxalic acid in the oxidation 
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of ethyl alcohol and acetaldehyde, the yield of oxalic acid must 
also be proportional to the concentration of the alkali used. A 
minimum concentration of about 1*40 grams of potassium hydroxide 
per litre is necessary for the formation of vinyl alcohol at 25^. 

W.' 0. 

Poly-ethers of Trimethylene Glycol. C. A. Rojahx [her. 
1921, 54, [13], 3118—3121). — During the purification of trimethylene 
glycol (this voh, i, 105) considerable quantities of residue are 
obtained in which the presence of poly-ethers of trimethylene 
glycol was suspected. Attempts to isolate a uniform substance' 
therefrom by fractionation under diminished pressure did not give 
entirely satisfactory results owing to the continuous formation of 
resin, but the molecular weights of the individual fractions in 
boiling alcohol pointed to the conclusion that they contained di- 
to hexa-cthers. iurthcr purification was attempted by conversion 
of the individual fractions into the corresponding phenydurethancs 
(which was only successful with the fraction of molecular weight 
corresponding with the di-ether), by acetylation and subsequent 
quantitative hydrolysis of the acetates and by fission of the 
ethers. 

The diphenylurdhane of di-trimethylene glycol dher , CUH^O.X , 
crystallises in small, colourless needles, in. p. 104 105°. “ 2> 

The fraction, b. p. 130— 170°/12 mm., yielded di-lrmdhykm 
glycol ether diacdate , (^(CHvCHg'Ch^'OAe)*, a colourless, somewhat 
viscous liquid, b. p. 181— 183°/52 -54 mni‘ 265~-270 c /atmospheric 
pressure (slight decomp.), </{:;; 1*0804, which was hydrolysed to 
the corresponding di-ether , a colourless, syrupy liquid" b. p. 155— 
160°/15 mm., rfg] 1*064. Similarly, the fraction b. p 180— 
210°/12 mm., gave the diaedate. of tri -trimethylene glycol ether , a 
colourless, viscous liquid, b. p. 238 C .S0 mm., tf;:;; 1-0546, 

Di- trimethylene glycol ether is decomposed by a boiling saturated 
solution of hydrogen bromide in glacial acetic acid and subsequent 
treatment of the product with alkali hydroxide solution into tri- 
methylene glycol, which was identified as the di-benzoate, needles, 
m. p. 60 — 61 thus establishing the constitution of the ether. 

Protracted ebullition of trimethylene glycol under the atmo- 
spheric pressure leads to the formation of poly-ethers. H. W. 


rr? e ^y atives Acet y lenic Erythritol [Hexmene-afcMetroR 
HO*CH 2 'CH(OH)'C:C*CH(OH)'CH 2 *OH. R. Lespieau ( Compt . 
'^*> 173, ^367 — 1369).— Ohloroacetaldehvde reacts with the 

uimagnesium derivative of acetylene in the presence of ether to 
pea black, viscous mass, which, when further treated with bromine 
m chloroform solution, gives a product which crystallises after 
Snrff/S™ -rJS t is ^-dichhro.^dibronwhcxen-Z ( -dwl, 
6H 2 Cl*C-H(0H)<.Br.CBr-CH(0H)*CH o (i, in. p. 141 — 14°-5 J The 
lack ’ viscous mass mentioned above when treated with solid potass- 

1Um hydroxide in ether gives the dioxide , *i ^>CH*C:C*CH<C < i ^ 2 , 
^ p. 87*5 — 88*5°/10 mm., d° 1417 \y. q 
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Alkylations, I. Alkylation of Sodium Sulphite. H. 

Bagciesgaard-Rasmussen and Sven Werner {Bull. Soc. chim., 
1921, [iv], 29, 1073 — 1087).— A quantitative study of the inter- 
action of methyl or ethyl iodide and sodium sulphite in 30% methyl 
alcohol shows that the reaction is essentially bimolecuiar, although 
the curve is somewhat irregular towards the end. The abnormal 
progress of the reaction may be explained on the basis that in 
solution sodium sulphite exists in two tautomeric forms, which 
are in equilibrium, NaS0 2 *ONa SO(ONa) 2> and that only the 
first undergoes alkylation, the atom of sodium attached to sulphur 
being replaced by the alkyl group. The results indicate that, in 
solution, 88% of the sodium sulphite is in the first form and 12% 
in the second. W, G. 

Neutralisation of the Affinity of Main and Subsidiary 
Valencies in Compounds of a Higher Order. III. J. V. 

Dubsky [with P. Aptekmans] ( J . pr . Chem., 1921, [ii], 103, 109— 
128; cf. A., 1916, i, 541). — Investigation of the behaviour towards 
pyridine of nickel salts of various substituted xanthic acids shows 
that the ability of xanthates of the general formula, OR*CS*SX, 
to form additive compounds with pyridine is independent of the 
volume of the radicle R, although the stability of the additive 
product diminishes with the magnitude of R. Unlike the cobalt 
xanthates previously investigated, cobalt amyl, benzyl, and bornyl 
xanthates unite with two molecules of pyridine, giving additive 
compounds far less stable than those given by the corresponding 
nickel salts. 

It is not found possible to convert either tertiary alcohols, such 
as dimethylethylcarbiuol, or phenols into the corresponding xanthic 
acid derivatives (cf. Meyer, “ Analyse und Konstitutionsermittlung 
organischer Verbindungen,” 3rd ed., 474), but analogous secondary 
alcohols, such as cycfohexanol or borneol, readily yield xanthic acid 
compounds. These results are in accord with those of Bamberger 
and Lodtcr (A., 1890, 517), who found that 5:6:7: 8-tetrahydro- 
2-naphthoi acts as a true phenol and gives no xanthate, whereas 
the isomeric 1:2:3: 4-tetrahydro-2-naphthol behaves as a secon- 
dary alcohol (cf, Lippmann and Vleissner, A., 1888, 296). 

Nickel propyl xanthate, Ni(CS 2 *OPr) 2 , forms brown crystals and 
gives with pyridine the compound C 8 K u 0 2 S 4 Ni,2C 5 H 5 N, which 
separates in pale green crystals and is unstable in the air. Nickel 
butyl xanthate, Xi(CS 2 '0*CH 2 Pr) 2 , forms brown crystals and gives a 
pale green compound with 2 molecules of pyridine. Nickel amyl 
xanthate , Ni(CS 2 *0*CHyCH 2 Pr) 2 , crystallises in brown leaflets with 
a greenish-yellow lustre and forms a pale green compound with 
2 molecules of pyridine. Cobalt amyl xanthate gives an unstable, 
brown compound with 2 molecules of pyridine. Nickel cetyl xanthate, 
Ni(CS 2 4 0‘[CH 2 ] 15 ‘CH 3 ) 2) crystallises in orange-yellow leaflets, and 
forms a very unstable, green compound with 2 molecules of pyridine. 
Cobalt cetyl xanthate forms green crystals. Sodium benzyl xanthate, 
NaCS 2 ‘OCH 2 Ph, and the potassium salt, were prepared. Cohflll 
benzyl xanthate, Co(CS 2 * 0 *CH 2 Ph) 2 , forms lustrous, black crystal 
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gives a deep green solution in benzene, and with 2 molecules of 
pyridine yields a brown compound which is highly unstable even 
jn an atmosphere of pyridine. Nickel benzyl xanthate forms’ black 
crystals and with 2 molecules of pyridine yields a compound which 
remains unchanged in an atmosphere of pyridine. Potassium cvclo- 
KCS^O'CgHjj, is crystalline, and the nickel salt, 
r nann u 11 ’ forms brown crystals. Sodium bornyl xanthate 
NaO 2 'U*C 10 ll 17) is crystalline ; the nickel salt forms brown crystals* 
and the cobalt salt forms with 2 molecules of pyridine a hiehiv 
unstable, brown, crystalline compound. T H P 

' pp'-Dichlorodiethyl Ether. The Oxygen Analogue of 
Mustard Gas. Oliver Kamm and John H. Waldo (J Amer 
Chem. Soc. im, 43 2223 -2227 ).~W-Dichtorodi ethyl ether , b. ix 
1/7 178 (corr.); d:J, 1*213 ; n M 1*457, may be prepared by the 
action of concentrated sulphuric acid on ethylene chlorohydrin 
When condensed with aniline, it gives 4-phcnylmorpholine When 
condensed with ethyl malonate, the ether gives ethyl tetrahydro- 

pyranA : 4-dicarboxylate , 0<^;^2>C(C0 2 Et) 2 , b. p. 260°/740— 

745 mm. ; dj! 1107, which with carbamide in the presence of 
sodium ethoxide yields tetrahydropyranA : 5*spiro-2 : 4 : 6 -triheto- 

foxahydropyrimidine, 0<^^>C<^;|“>C:0, m. p. 218°. 

^'-Dichlorodicthyl ether, unlike its sulphur analogue everts no 
deleterious action on the tissues of the animal body. Similarly 
tetrahydropyran-4 : Z-spiro- 2 : 4 : 6-triketohexahydropyrimidine al- 
though closely related in structure to barbital, possesses no marked 
hypnotic properties. (j 

r /-Dihalogenodipropyl Ethers. Oi.iver Kamm and Walter 

H. Newcomb (J. Amer. Chem. Soc ., 1021, 43, 2228 2°30) 

pi -Dichlorodipropyl ether , b. p. 215° 745 mm.:’ dV 1*140 was 
obtained by boiling trimethylene chlorohydrin with sulphuric acid 
under a reflux condenser. 

Attempts to prepare tri methylene bromohy drill from trimethylene 
glycol by the action of hydrobromie neid and sulphuric acid gave a 
mixture of ay-dibromopropane. the required bromohvdrin and 
T/ fbromodipropyl ether, b. p. 128 10 mm.: d% l r 574 The 
products can be separated by fractional distillation. * W. G. 

Preparation of (3-Chloro- and f3-Bromo-propionic Acids 
IR ul r T thylene Glyco1 ’ C * A R OJAHN (Ber., 1021, 54 

LLtf -~ 4 i 18) ‘“ Tr,meth * vlcne ^ To1 is P ro<ont in considerable 
ount m the sweet water concentrates obtained by the fermonta- 
n of sugar to glycerol by the method of Connstcui and Liideeke 
i-are Te* n l KTation comforted with insufficient 

mLw P "[ lfied I,y dLstillat ion, dilution of the fraction, b. p. 
lead nviHo 1 wa ^ er » and treatment of the hot solution with 
removal h * r i un } Mroxide in a -current of air. After 

of lead and barium by sulphuric acid, air is passed through 
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the hot solution whereby the bulk of the organic acids are removed 
and trimethylene glycol, b. p. 210°, d\\ 1*0573, is ultimately isolated 
by repeated distillation, finally under diminished pressure. It is 
treated at the temperature of boiling water with about two-thirds 
of the calculated quantity of hydrogen chloride, and the product 
is fractionated, giving thereby (i) water and dichloropropane, 
(ii) y-chloropropyl alcohol, (iii) unchanged trimethylene glycol, 
and (iv) a residue (see this voh, i, 103). (3-Chloropropyl alcohol is 
added gradually to nitric acid (30%) at 0°, and the mixture 
maintained at below 5° during twenty-four hours, after which it. 
is cautiously treated at 30—35°, allowed to remain during eight 
hours, and subsequently heated at 70 — 75° ; {E-chloropropionic acid* 
colourless needles, m. p. 37 — 38°, is thus formed in 30—40% yield. 

Trimethylene glycol is converted by boiling hydrobromic acid 
into a mixture of ay-dibromopropane and y-bromopropyl alcohol. 
The latter is oxidised by nitric acid to (-Ubromopropionic acid, 
b. p. 140 — 142°/45 mm., m. p. 62 — 63°; the action proceeds less 
violently than with y-chloropropyl alcohol. H. W. 

The Mixed Anhydrides of Sulphuric Acid and Carboxylic 
Acids. II. n-Butyrylsulphuric Acid. A. J. van Pesri (Rec. 
trav. chim 1921, 40, 736 — 746; cf. A., 1921, i, 302). — ra-Butyryl- 
sulphuric acid, C 3 H 7 *C0‘0»S0 3 H, is formed by the action of 
sulphur trioxide on n- butyric acid, and resembles acetylsulphuric 
acid in its general properties. When heated, it is transformed into 
a-sulphobutyric acid, and at 70° evolution of carbon dioxide takes 
place with sharp rise in temperature to about 110°, the other 
product being a-sulphobutyrone. Full experimental details are 
given as to the preparation of the add, its sodium salt, and, from 
the latter, of butyric anhydride, the preparation of isoamylsulphuric 
acid, phenyl butyrate, tribromobutijranilide (long needles, m. p. 
167*8°), tribromobutyrophe.nol (a pale yellow viscous liquid, ra. p. 
6—9°, b. p. 192*8°/16 mm. corr.) are described and also the sulphon- 
ation of benzene by the acid. H. J. E. 

C 18 Fatty Acids. II. The Relation of Oleic and Elaidic 
Acids to their Halogen Additive Products. Ben H. Nicolet 
{J. Amer. Ohem. Soe 1921, 43, 2122—2125; cf. A., 1921, i, 390).- 
Using the anilides of the various acids as means of characterising 
them, it is shown that there is no cis-^rans-isomerisation when 
bromine is added to the double bond and later removed by zinc 
and alcoholic hydrochloric acid in the case of oleic or elaidic acids. 
These acids thus differ from linolic acid in this respect. Oleanilidt 
dibromide, has m. p. 67°; elaidavilide dibromide has m. p. 88°. 

W. G. 

The Mechanism of the Oxidation of Drying Oils as 
Elucidated by a Study of the True Oxygen Absorption. III. 
The Action of Driers. Samuel Coffey (T., 1922, 121, 17—23). 

The Formation of Substituted Succinic Acids from Esters 
of a3-Unsaturated Adids. Lucy Higginbotham and Arthur 
Lafs^bth (T., 1922, 121, 49—54). 
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Nitromalic Acid. Arthur Lachman ( J . Amer. Chem . Soc 
1921, 43, 2084—2091; cf. A., 1921, i, m).— Nitromalic acid , 
m. p. 110 — 112°, is readily obtained by adding fuming sulphuric 
acid to a cooled solution of malic acid in nitric acid ( d 1*42 ). It 
ffives a sodium and a silver salt. When hydrolysed with sodium 
hydroxide in aqueous solution, it yields a mixture of nitric and 
nitrous acids, the percentage of nitrous acid being independent 
of the temperature, the concentration, or the presence of an excess 
of alkali. Similar results were obtained in methyl alcoholic 
solution, except that the amount of nitrous acid obtained was 
nearly twice that in aqueous solution. When alkali was excluded 
altogether and a substance such as sulphanilic acid, capable of 
reacting with the nitrous acid as fast as it is formed, was present, ' 
the production of nitrous acid was greatly increased and the 
rate under these conditions corresponded with a unimolecular 
reaction. 

In the hydrolysis of nitric esters, two independent processes 
occur. One is the normal hydrolysis into alcohol or hydroxy- acid 
and nitric acid, and the second is isomerisation to a nitrous ester, 
which subsequently is hydrolysed to an aldehyde or a ketone, 
bach of these reactions proceeds at its own rate under given con- 
ditions. The action of alcohol in increasing the yield of nitrous 
acid is that it diminishes the rate of the normal hydrolysis of the 
nitric ester to nitric acid. The constant yield when alkali is 
employed is a false equilibrium. The real constant is the ratio 
of the velocities of the two reactions. W. G. 

Stereoisomeric Ethylthiolsuccinic Acids. Peter Fitger 
(. Ber ., 1921, 54, [£], 2943—2951 ).—T-Ethylikiolsuccinic acid, 
C02H*CH(SEt)*CH2 , CO 2 H, small, colourless needles, m. p. 124 — 
126°, is prepared from ethyl mercaptan, sodium bromosuccinate, 
and sodium hydroxide in aqueous solution or by the action of 
ethyl bromide and sodium hydroxide on sodium thiolsuccinate 
dissolved in water. The normal salts, with the exception of those 
of silver, lead, and iron, are generally freely soluble in water ; the 
sodium hydrogen , 'potassium hydrogen , and barium hydrogen salts 
crystallise in colourless prisms. Attempts to resolve the racemic 
acid into its optically active components by means of the phenyl- 
ethylamines were unsuccessful, since a partly racemic salt is the 
least soluble. On the other hand, a partly active d-acid could 
be obtained by the action of ethyl mercaptan and sodium hydroxide 
on an aqueous solution of sodium Z-bromosuccinate, and from 
this the pure d- variety could be isolated with the aid of d-phenyl- 
ethylamine. d- Ethylthiolsuccinic acid, m. p. 126 — 128°, forms 
lustrous aggregates of prisms or needles; it has [a]^+ 139*3° in 
absolute alcohol, [a]!?-}- 149*8° in ethyl acetate, [a]n~h 145*0° in 
acetone, [«]d+ 107*7° in water. Under certain conditions, it is 
possible to isolate the almost pure d- acid by the process described 
above in relatively good yield and without recourse to d-phenyl- 
tthylamine. \-Ethylthiolsuecinic acid is obtained in good yield 
ty the action of ethyl bromide and sodium hydroxide on an aqueous 
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solution of sodium Z-thiolsuccinate ; it forms aggregates of lustrous 
needles, m. p. 126 — 128°, [«]!>— 139*3° in absolute alcohol, 
[a]2-- 150*0° in ethyl acetate, [a]^— 145*1° in acetone, [a]g— 108*0° 
in water. It was not found possible to isolate well-defined salts 
of the active acids. H. W. 


Certain Products of the Oxidation of Inactive Ethylthiol- 
succinic Acid. Peter Fitger ( Ber ., 1921, 54, [B], 2952 — 
2963 ; cf. preceding abstract). — Ethylthiolsuccinic acid is oxidised 
by hydrogen peroxide to ethylsulphoxy succinic acid , 
C0 2 H*CH(S0Et) , CH 2 *C0 2 H, 

w r hich becomes discoloured at 120°, but does not exhibit a definite 
melting point when more strongly heated. The ferric and silver 
salts are described, but, in general, the normal salts do not appear 
to be sharply characterised. The acid is unstable when dissolved 
in water or ethyl acetate, and in boiling solution becomes decom- 
posed into carbon dioxide, ethyl mercaptan, diethyl disulphide, 
fumaric acid, and fi-ethylthiolacrylic acid, long, colourless, slender 
needles, m. p. 83 — 84°. 

Sodium ethylthiolsuccinate is oxidised by potassium perman- 
ganate in aqueous solution, and in the presence of carbon dioxide 
to r -etkylsulpkonylsucc inic acid, long, colourless prisms, m. p. 167 — 
168°; the sodium salt, C 6 H 8 0 6 SNa 2 ,2H 2 0, colourless, rhombic 
plates, barium salt, pointed prisms, silver salt (-j-2H 2 0), prisms, 
and ferric salt are described. 

The action of bromine on an aqueous solution of r-ethylthiol- 
succinic acid appears to lead to the initial formation of ethyl- 
sulphoxysuccinic acid (which is too unstable to permit its isolation 
in these circumstances), and then to ethylsulphonylsuccinic acid, 
which can only be prepared in poor yield in this" manner. The 
use of three molecular proportions of bromine, on the other hand, 
readily gives vi-bro mo - a -etkylsu Ip hon ylsucci nic acid , 
C0 2 H*CBr(S0 2 Et)*CH 2 *C0 2 H, 

colourless, microscopic plates (-f H 2 0), m. p. 83—85° (decomp.); 
the silver , ferric, and barium (-(-3H 2 0) salts are described. The 
acid readily eliminates carbon dioxide in hot aqueous acidic 
solution and passes into fi-bromo-fi-ethijlsulphonylpropionic acid , 
colourless prisms, m. p. 142—143° (decomp.); the ferric salt and 
silver salt, needles, arc described. 


Ethylthiolsuccinic acid, w r hen dissolved in glacial acetic acid, 
reacts vigorousJy with bromine, giving a -broino^-ethyUhiolmakic 
acid, C0 2 H , CBr.C(SEt)*00 2 H, pale yellow, thin plates or flattened 
pnsms, m. p. 131° to 141° (decomp.), according to the mode of 
heating. The barium salt, voluminous needles, and the anhydride. 
long, pale yellow needles, m. p. 44—45°, arc described. 

Ethylthiolsuccinic acid is extensively decomposed by potassium 
permanganate in bicarbonate-alb a line solution, but the products 
formed have not yet been identified. jj \y 


Behaviour of Pehlihg’s Solution in Light. A. Benrath and 
J. OBERBACH {, Z . phynkal Chem ., 1921, 98, 498— 501).— The 
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authors have been unable to confirm the statement of]Bofin and 
Linder (A., 1920, ii, 144) that when Fehling’s solution contained in 
glass vessels is exposed to ultra-violet light no reaction occurs, 
it is found that Fehling's solution exposed in a glass tube to sun- 
light is decolorised, with the evolution of hydrogen. Illumination 
0 f an alkaline solution of potassium sodium tartrate gives no 
evolution of gas, but if cuprous oxide is added, hydrogen is vigor- 
ously evolved; copper turnings and even massive copper have 
the same action. Fehling’s solution to which copper has been 
added evolves hydrogen immediately it is exposed to light, and 
the action persists for some time after the light is removed. The 
oxidation products of tartaric acid, such as dihydroxytartaric 
acid, mesoxalic acid, and formic acid, when treated with alkali 
hydroxides and metallic copper, evolve hydrogen in light. Mes- 
oxalic acid has the most pronounced action, and the insoluble 
sodium dihydroxy tart rate passes into solution with the evolution 
of hydrogen. If dihydroxytartaric acid is added to Fehling’s 
solution, it is decolorised more rapidly than if the addition has 
not been made. In all cases where the reaction was carried out 
in quartz vessels, a thin deposit of copper was found on the walls 
of the vessel. The reaction probably follows the course : the 
Fehling’s solution decomposes in light, forming cuprous oxide and 
metallic copper, and these act catalytic ally on the tartaric acid, 
producing hydrogen and oxidation products of tartaric acid. Some 
of the oxidation products are further oxidised in the dark. 

J. F. S. 

Dihydroxytartaric Acid. Arthur Lath max ( J . Amer . Chan. 

1921, 43, 2091 — 2097 ; cf. Fenton, T., 1898, 74, 71; 1902, 
81, 126). — Dihydroxytartaric acid, considered as a diketonc, has 
a structure similar to benzil, and when acted on by alkalis behaves 
like benzil, and thus its decomposition is represented by the 
equations 

C0 2 H-CO-C(>C0 2 1I f H 2 0 = C0 2 H’CH O -f (C0 2 H } 2 

CG 2 H*(J0’C0*CO 2 H+H 2 O=:t'0 2 H-C(0H)(C0 2 H) 2 , 

the carboxytartrnnic acid losing carbon dioxide and giving tar* 
Ironic acid. It is shown that when sodium dihydroxy tartrate is 
heated at 160°, carbon dioxide is evolved and glyoxylic acid and 
oxalic acid were identified along with tartronic acid in the products 
uf decomposition. 

In Fenton’s method for the estimation of sodium by precipitation 
as sodium dihydroxy tartrate and subsequent oxidation of this salt 
with standard permanganate, it is necessary to carry out the oxid- 
ation first in alkaline and then in acid solution in order to obtain 
consistent results. W. G. 

Internal or Catalytic Dehydroxidation of Formaldehyde. 

Imch Muller (Z. Elektrochem ., 1921, 27, 558 — 563). — Alkaline 
elutions of formaldehyde, when treated with oxidising agents such 
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as cuprous oxide, cupric oxide, silver oxide, potassium persulphate, 
hydrogen peroxide, or potassium ferricyanide, are converted into 
formic acid with evolution of hydrogen. The same reaction occurs 
on electrolysis of an alkaline solution of formaldehyde, and, finally, 
finely divided metals (Cu, Ag, Pd, Pt,), when added to alkaline 
solutions of formaldehyde, bring about a rapid evolution of hydrogen 
and formation of formic acid. The catalytic change is best shown 
with colloidal rhodium, thus : If to 30 c.c. of 15-V-sodium hydroxide 
and 50 c.c. of 20% formaldehyde 20 c.c. of colloidal rhodium 
(0*05 gram) are added at 25°, there is an evolution of 3 litres of 
hydrogen in two hours. The author explains the electrolytic 
reaction as follows : In solution, formaldehyde exists in equi- 
librium as represented by the equations HCHO+H 2 0 
HCH(OH) 2 z: HCHO'(OH)+H‘, on the anode the reaction 
HCH(0H)0'+F=H0H(0H)0 takes place; this substance the 
author terms an 0*aldehyde, and states that it may exist in the 
metastable condition in formaldehyde solution up to a definite 
concentration. Above this definite concentration, it spontaneously 
decomposes to give hydrogen and formic acid, H>CH(OH)0 — > 
HC(0H)0+H, but at lower concentrations it is decomposed only 
by oxidising agents or catalysts. This reaction the author terms 
“ dehy dr oxidation” The course of the reaction with catalysts is 
represented as follows : In alkaline solution, a reaction similar to 
Cannizzaro’s reaction occurs in two stages, (1) 3HCHO+2H 2 0— 
CH 3 0H+2HCH(0H)0 and in the presence of the catalysts (2) 
2HCH(0H)0=2HC0 2 H+H 2 . J. F. S. 

Alcoholic Fermentation of Formaldehyde by Osmium. 

Erich Muller ( Her ., 1921, 54, [R], 3214 — 3216). — An aqueous 
solution of formaldehyde decomposes in the presence of osmium 
into carbon dioxide and methyl alcohol. The catalytic activity of 
the metal diminishes somewhat rapidly. At about 50°, and then 
only to a small extent, hydrogen is also evolved. H. W. 

The Role of Mercury Salts in the Catalytic Transformation 
of Acetylene into Acetaldehyde and a New Commercial 
Process for the Manufacture of Paracetaldehyde. Richard 
R. Vogt and Julius A. Nieuwland (J. Arm . Chem. Soc., 1921, 
43, 2071 — 2081). — In the commercial preparation of acetaldehyde 
from acetylene and water by the use of mercury salts as catalysts, 
the chief drawback is the ease with which the mercury salt is 
reduced to metallic mercury, with consequent loss in activity. 
It is now shown that mercuric sulphate in sulphuric acid is the 
most suitable catalyst, on account of its activity and less ready 
reduction, but the difficulty attached to its use is the impossibility 
of separating acetaldehyde from the more concentrated acid solu- 
tion and the rapid reduction of the mercury compounds in dilute 
acid solutions. In such solutions, the mercury is soon converted 
into an organic compound, and this compound acts as the catalyst. 
It is suggested that the reaction may be as follows : 
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3HgS0 4 +2C 2 H 2 +2H 2 0 -> Q:CH-CH< ^3' Hg >CH-CH:o+ 

2H 2 S0 4 . 

•2C 8 h 2 +2H 2 o+o:ch-ch< H rg Q 4-Hg > CH . fcH:o 



fiH0-CH 2 -Hg-CH(CHO)-Hg-CH(CHO;'Hg-CH 2 -CHO+H 2 SO 4 = 

CHQ-CH< ^ S0 < -Hg > CH-CHO4-2CH,-CH0. 

' It is considered that the reduction of mercury compounds by 
acetylene is in some way due to their hydrolysis in dilute acid 
solutions, and the only way in which acetaldehyde could be obtained 
without the reduction of any mercury salt whatever was by the 
action of a stream of moist acetylene at 70 — 120° on a dry mixture 
of the mercuric sulphate-acetylene compound and sodium, potass- 
ium, or ammonium hydrogen sulphates. This process was, how* 
ever, so slow as not to be of practical value. 

Owing to the difficulty of obtaining the acetaldehyde from these 
acid solutions, it was found advantageous to use the solutions in 
place of pure acetaldehyde in the preparation of quinaldme. For 
this purpose, aniline sulphate was dissolved along with the mercuric 
sulphate in sulphuric acid before passing in the acetylene, a con- 
centration of 40% of sulphuric acid and a temperature of 60" 
being most advantageous. 

For the preparation of paraeetaldehyde, a large bottle or carboy 
was filled with dry fragments of glass on which a pasty mass of 
mercuric sulphate, sodium or ammonium hydrogen sulphate, and 
a very little water was distributed and the moist acetylene led in 
with shaking. The paraeetaldehyde accumulated as a separate 
layer at the bottom of the bottle. The aldehyde-mercury ratio 
obtained was 17 : 1 with a steady production of paraeetaldehyde. 
In this method no distillation process is necessary, there are no 
by-products or waste products, and there is no excess of acetylene 
to be recovered. \V. (5. 

Preparation of Aldol from Acetaldehyde. Xatuan 
Grunstein (Brit. Pat. 1471151).— Aldol condensation by means of 
a very small quantity of an alkaline catalyst proceeds, without the 
addition of ice or a neutral organic diluent, as a smooth and easily 
controlled reaction if the acetic acid contained in the acetaldehyde 
s first neutralised with the requisite quantity of sodium hydroxide 
solution, and the catalyst is then gradually added with cooling, 
the operation being preferably conducted in an atmosphere of 
nitrogen to prevent the formation of further quantities of acetic 
acid by atmospheric oxidation. As catalyst, aqueous alkali hydr- 
oxide, not exceeding in quantity 1 part of alkali to 100 parts of 
acetaldehyde, may be employed, or equally favourable results are 
obtained with alkali or alkaline-earth carbides or cyanides, or 
alkaline- earth hydroxides. In all eases, the presence of a small 

e* 2 
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quantity of water it's 

^ppedbeCafl the acetaldehyde has been converted into aldol 
by adding sufficient hydrochloric or acetic add to neutrah e the 
aLt separating the silt, and distilling the product m avacuum. 

Preparation of Butaldehyde and Butyl Alcohol from 
Crotonaldehyde. Nathan Gru.nsthn (But. Pat. W|118)^- 
Butaldehvdc and butyl alcohol are obtained m good yield by the 
catalytic ^hydrogenation of crotonaldehyde in present* of -0 25% 

of water or steam. The formation of undesirable by-products o 
high boiling point is greatly minimised by using a large excess of 
hydrogen, and the excess passing from the catalyst can be recircu- 
lated after suitable cooling to condense the reaction products. 
The catalyst is prepared by depositing in the usual manner o la 
parts of nickel on 100 parts of pumice or kieselguhr, and the optimum 
temperature for the hydrogenation is 110- 120 • Instead of usmg 
a mixture of pure crotonaldehyde and water, the product of the 
decomposition of aldol may be employed with equal advantage. 
The reaction may be carried out either in a tube charged with the 
contact material, or with the liquid substances in an autoclave, 
the hydrogen in the latter case being pumped in at 10—15 atm. 
pressure with vigorous agitation of the liquid. In either case, 
provision must bo made for the periodical discharge of gas from 
the apparatus as the hydrogen becomes contaminated with propyl- 
enc and carbon monoxide produced by the cracking of the 
crotonaldehyde, particularly at the higher temperatures. 


Benzyl Ethers of Carbohydrates. M. Gombeku and C. C, 
Buchler ( J . Amer. Chem. Soc 1921, 43, 1904 1911). Carbo- 
hydrates of all types are readily benzylated and various benzyl 
ethers obtained when the carbohydrate is heated with benzyl 
chloride and aqueous sodium hydroxide for several hours at about 
90°. Thus a-methylglucoside yielded benzylglucoside, dibenzyl- 
methylglucoside, and tetrabenzyl-benzylghcoside. Sucrose gave a 
solid dibenzyl and a liquid pentabenzyl derivative. Dextrin gave a 
benzyldextrin, C 12 H ni. p. 208 — 210°; potato starch 
gave a monobenzyl derivative, CjgHj^Ojo'CCHy, m. p. 200 — 203 , 
and maize starch gave a dibenzyl derivative, 0 12 H 18 0 1 q{C 7 H 7 ). 2 . 
m. p. 203 — 205°. Cellulose, unless previously subjected to one of 
the several so-called “ hydration ” processes, underwent only slight 
benzylation, but after hydration a monobenzyl y a tribenzyl, and a 
tetrabenzyl derivative were obtained according to the conditions. 
Benzylated cellulose, unlike cellulose itself, is insoluble in Schweizer s 
reagent. W. G. 

Biochemical Synthesis of a-Methyl-d-mannoside. H- 

H£rissey {Compt. reidi., 1921, 173, 1406 — 1407 ; cf. A., 1921, i, 
306). — By the action of a- methyl- d-mannosidase, present in the 
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germinated seeds of lucerne, on a solution of mannose in 10% 
methyl alcohol, the author has synthesised a- methyl -d-mannosiae 
a nd obtained it in a crystalline form. W. G. 

The Formation of Osazones. Marc H. Van Laer and R. 
LoMBAERS (Bull. Soc. chim. Belg 1921, 30, 296 — 301). — A study 
of the formation of the osazones of laevulose and dextrose shows 
that the difference in the time of the reaction has its origin at the 
second stage and is due to the fact that the oxidation by the second 
molecule of phenylhydrazine is, in the first case, that of a primary 
alcohol, and, in the second, that of a secondary one. H. J. E. 

* pentosans. Emil Reuser (J. pr . Chem 1921, [ii], 103, 
(jg_-102). — [With Maria Bradkn.] — Salkowski’s method for the 
preparation of xylan from wheat straw (A., 1902, i, 206) yields a 
product which gives at most 80% of the theoretical proportion of 
furfuraldehyde and contains appreciable amounts of ash. The 
author finds that application of a modification of Salkowski's 
method to bleached straw cellulose [StrohzeUsloff] (cf. Heuser and 
Haug, Z. angew. Chem 1918, 31, 99) is capable of yielding a product 
containing 96% of xylan, calculated on the dry ash-free material, 
and 0*35% of ash. 

[With E. Kurschner.] — By 43% hydrochloric acid solution 
(d 121) at the ordinary temperature, xylan cannot be hydrolysed 
completely to xylose, since part of the latter is destroyed before 
the hydrolysis is finished. The results obtained when the course 
of the hydrolysis is followed by measuring the copper-reducing 
power and by estimation of the furfuraldehyde obtained by treat- 
ment with hydrochloric acid show that no sugar other than xylose 
is formed during the hydrolysis, but fail to indicate the nature of 
the 4% of non-xylan in the preparation. [Cf. J. Soc. Chem. Ind ,, 
1922, Feb.] T. H. P. 

Chemistry of Starch. IV. The Methylation of Poly- 
amyloses. Hans Pringsiikim and Walter Persoh ( Ber ., 1921, 
54, [B], 3162—3168: of A . 1912, i, 832; 1913, i, 1150; 1915, i, 
382). — Tetra-amylose is not converted into a homogeneous product 
by sodium hydroxide and methyl sulphate. If, however, the 
material which is thins obtained, containing 2S‘‘ ( , OMe, is treated 
with methyl iodide and silver oxide, it gives a crystalline substance 
which contains two met hoxv I groups in each dextrose residue. 
Very protracted treatment does not bring about methylation of 
the third hydroxyl group. The most important observation, how- 
ever, is that the treatment does not cause depolymerisation, and 
that, in accordance with determinations of the molecular weight 
in freezing benzene or naphthalene, the product is to be regarded 
as oclamethyltcira-amylose. It crystallises in colourless, hexagonal 
plates which do not decompose below 250' and has (x]V4- 1415 
to r 148*2° in ethyl alcoholic solution. The slight mutarotation 
ls somewhat surprising, since the original tetra-amylose is not 
toutarotatory. 

Fermentation of starch by a degenerated specimen of Bacillus 
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maceram has led to the isolation of a tetra-amylose which gives a 
dark green, crystalline, additive compound with iodine, and, after 
being freed from the latter, a crystalline, additive product with 
carbon disulphide. Removal of the latter gives a tetra-amylose 
crystallising in needles and having a specific rotation higher by a 
few degrees than that quoted for previous specimens. The sub- 
stance is possibly a stereoisomeride, but its preparation is difficult 
and uncertain. H. W. 

Preparation and Alkyl Interchange of Cellulose Esters; 
Cellulose Stearate and Laurate. Ad. Grun and Frasz 
Wittka ( Z . angew. Chern 1921, 34, 645 — 648; cf. A., 1921, 1, 
222). — The attempt to find a simple method for the preparation 
of cellulose esters of the higher fatty acids has led to observations 
on the interchange of alkyl groups between cellulose esters and 
alcohols, and between alkyl esters and cellulose. Cellulose esters 
of the higher fatty acids arc formed by acylation of cellulose with 
an acid chloride and pyridine. Preliminary experiments with 
stearyl chloride led to impure monostearate, and mixtures of 
cellulose mono- and di -stearate; the pure distearate w T as only 
obtained by the use of a large excess of the acid chloride 
the reaction mixture being diluted with benzene. Cellulose di- 
stearate forms white fibres, m. p. 220° (decomp.), is insoluble in 
the usual cellulose solvents, even in an ammoniacal solution of 
copper oxide, but soluble in fatty acids and in glycerides on heating 
at about 200°. The fibres under the microscope are cylindrical 
and swollen to two or three times the original volume, and the 
lumen has partly disappeared. Cellulose dilaurate is a white, 
spongy, short-fibred mass, m. p. about 250°. The solubility in 
glycerides is greater than that of the distearate, and, when dis- 
solved in trusovalerin and diluted with alcohol, a faintly coloured 
powder is obtained, m. p. 110°. Cellulose distearate and dilaurate 
exhibit a characteristic behaviour with fat colouring matters, for 
with Sudan-Ill an intense scarlet-red coloration is produced which 
is not removed by treatment with 50% alcohol, whereas cellulose 
or cellulose steeped in fatty acids is only faintly coloured, and the 
colour is completely removed by 50% alcohol. These cellulose 
esters may be distinguished further from cellulose by their behaviour 
with iodine and sulphuric acid, for they are coloured wine-red 
and the fibre swells but little, and is not disintegrated by the acid. 
The interchange of alkyl groups between ethyl esters of fatty acids 
and cellulose does not proceed as readily as with glycerol. " Alkvl 
interchange between the cellulose esters of the lower fattv acids 
and alcohols proceeds readily, however, but the esters of the higher 
fatty acids react with difficulty. Thus, cellulose triacetate and 
e yl alcohol yield cellulose monoacetate, whereas under similar 
conditions but little stearic acid is removed from cellulose distearate. 
The stability of the cellulose esters increases with their molecular 
weight When isoamyl alcohol reacts with cellulose triacetate, 
alkyl interchange occurs, but is accompanied by a far-reaching 
degradation of the cellulose molecule. ' F M 11. 
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Action of Formaldehyde on Cellu- 
lose. M. bAMBO and S. Febjancic (KM. Ghem. Beihefle, 1921 
14 209-226; of. A., 1921, i, 400, 707).— Purified sulphite 
cellulose has been heated under pressure with formaldehyde or 
formic acid at 143° for various periods of time and the products 
have been compared with the original cellulose. It is shown 
that formaldehyde reacts with cellulose and its derivatives when 
they have been converted into the emulsoid condition. The 
product does not give any iodine coloration, but after washing 
away the formaldehyde the colour can be obtained after the 
product has been emulsified by sulphuric acid. The sulpholysis 
of cellulose in the presence of formaldehyde takes place differently 
from the action in its absence and leads to low molecular derivatives 
The charring of cellulose derivatives by strong sulphuric acid is 
strongly retarded by formaldehyde, and in the same way the 
esterification of cellulose derivatives is also retarded. Formaldehyde 
has a similar action on cellulose derivatives. The experimental 
results arc explained by the assumption that the formaldehyde 
unites to the cellulose with the breaking of oxygen rings and 
the formation of oxymethylene groups, and that in the cellulose 
molecule an internal anhydride formation follows with the hvdroxvl 
group of a neighbouring dextrose residue. j p y v 

Alkaline Copper Hydroxide Solutions and Copper Oxide- 
Ammine- Cellulose Solutions. Wilhelm Traube (Ber., 1921. 
54. [5], 3220 3232). Ihe term “ alkaline copper hydroxide 
solutions ” is applied to the aqueous solutions produced from 
poiyhydroxy-compounds, copper oxide or hydroxide, and alkali 
hydroxides. The quantity of copper hydroxide dissolved by 
solutions of glycerol and potassium hydroxide in which the con- 
centration of the latter is maintained constant increases with 
increasing molecular ratio of alkali to glycerol within certain 
limits; it diminishes with increasing dilution of the alkali. Since 
copper hydroxide is not soluble in glycerol or in alkali hydroxide 
solutions of the concentration used," it appears that the action 
depends on the initial formation of alkali glvceroxide and reaction 
o the latter with copper hydroxide to give an alkali-copper 
glyceroxide. The behaviour of polyhydroxy-alcohols and of 
poiyhydroxy-compounds in general is similar to that of glycerol. 
Ihe place of the fixed alkalis can be taken by the ethvlenediaraino 
hydroxide of copper (A., 1912, i. 9), since it is found that addition 
0 ^ CernI cables a solution of cthylenediamine saturated with 
copper hydroxide to dissolve considerably further amounts of 
he substance. A similar effect is produced bv mannitol or 
sucrose. Ihe solubility of cellulose in a solution of the ethvlene- 
aamine hydroxide of copper is also to be attributed to the for- 

nmSa f i an .? lk ? ide com P° und of the poiyhydroxy-compounds 
produced by the degradation of cellulose, since it is found that a 

the ZL° f ^ hylei ? ediamine sa ^atcd with copper hydroxide has 
ce iy r T- dlss 1 °!,T in ^ morf ‘ °f 1^° Iattor after being treated with 
■ The ability to dissolve cellulose is, however, a specific 



i. 116 


ABSTRACTS OF CHEMICAL PAPERS. 


property of the copper solutions, since the ammine compounds 
of other metallic hydroxides, which in all probability are able to 
give rise to alkoxide derivatives, do not possess this power. The 
same conception of the solution of cellulose must be extended also 
to Schweizer’s solution. Since copper hydroxide is relatively 
but little soluble in aqueous ammonia, it is not possible to obtain 
concentrated solutions of cellulose directly. Such solutions can. 
however, be obtained by taking advantage of the fact that 
Schwcizeris solution saturated with cellulose has the power of 
dissolving further amounts of both cellulose and copper hydroxide. 
The explanation of the phenomenon is found in the existence in 
solution of an equilibrium, Cu(OH) 2 -j-4NH 3 [Cu(NH 3 ) 4 ](OH) 2 * ; 
in proportion as the ammine is removed in combination with 
cellulose or the products of its degradation, the equilibrium is 
displaced towards the right-hand side of the equation and further 
quantities of copper hydroxide can be dissolved. The insolubility 
of cellulose in copper ammine solutions which have been treated 
with glycerol is due to the fact that the copper is now present as 
the glyceroxide. The precipitation of cellulose from its solution 
in Schweizer’s reagent by glycerol is likewise explained. 

Soluble starch behaves towards alkaline copper hydroxide 
solution in the same manner as the other polyhydroxy-compounds. 
Ordinary starch swells and becomes intensely blue when brought 
into contact with ethylcnediamine solution saturated with copper 
hydroxide; the colour is not removed by repeated washing with 
water. The substance contains nitrogen, and, possibly, is a well- 
defined compound of alkoxide nature. H. W. 

Cellulose. VI. De-polymerisation of Ethyl- cellulose. 
Kurt Hess and Walter Wittelsbach [ Ber ., 1921, 54, [5], 
3232 — 3241).— In a previous communication (A., 1921, i, 710), 
the depolymerisation of ethyl-cellulose has been described and 
substances with a molecular weight in dilute solution of 800 — 
900 have been isolated. Since, however, the molecular weight 
increased rapidly with increasing concentration owing to associa- 
tion, it remained doubtful whether still lower values would be 
observed in more dilute solution and the uncertainty was increased 
by the subsequent discovery (this vol., i, 12) of the ready con- 
version of cellulose by acetyl chloride into a compound of the 
composition and molecular weight of a biose-anhydride. It is 
now shown that the products of acetolysis of ethyl-cellulose, after 
action varying in its duration from two to one hundred and forty- 
four hours, have molecular weights in very dilute solution corre- 
sponding with those required for a tetraethylbiose anhydride. 
De-polymerisation of cellulose to “ celluxose ” occurs, therefore, 
with much greater readiness than has been assumed previously. 

H. W. 

Mercury Fulminate. Hans Ratiisbuug ( Ber 1921, 54, 
[5], 3185 — 3187). — Th$ presence of unsaturated impurities in 
mercury fulminate can be detected by the behaviour of the 
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specimen towards potassium permanganate which is not affected 
by the pure compound. The amount of oxidising agent used by 
.mpure specimens depends on the medium in which they are 

SUS £nfi™ “n g t T‘ :ral ', y ’ is ,- reatet in ac 'd and least in aqueous 
suspension. On the other hand, the addition of halogen cannot 
be apphed quantitatively, since pure mercury fulminate unites 

'tthod^deiee? 6 ^' *’ titration With ^° dinC is a useful 
a® prC3enoe of more r «**ive mercury salt, 
which is judged by the presence of greater or less quantities of 
red mercunc iodide m the titrated mixture. The following proce s 
f. more f conv “ than that advocated by Solonina for thf Lima" 
Ws dit i" mercury Culminate. The specimen (about 3 
grams sd , solved m ammonia (20%) and the bulk of the fulminate 
in so far as it is not decomposed, is rc-precipitated with acetic 
acid. Oxalic acid is precipitated in the clear filtrate (or an aliquot 
portion thereof) with approximately iV-calcium chloride and^the 
calcium oxalate is weighed as such or as calcium oxide. H W. 

Preparation of Guanidine Nitrate. Tenney L Dtvis 
(]. Amr. Chem.Soc., 1921, 43, 2234-2238).-Guanidine nitrate 
nay be obtained in excellent yield by heating dicyanodianffdc 
with slightly more than two molecular proportions of ammonium 
nitrate for two hours a 160', using either the dry materials alon“ 
or with water in an autoclave. At lower temperatures, diguanide 
nitrate s the mam product. The reaction consists in the formation 
of d, guan.de nitrate by the action of one molecule of ammonium 
n. rate, and this then reacts with the second molecule of ammonium 
nitrate at .the higher temperature to give guanidine nitrate 
The reaction is not therefore dependent on the depolymerisation 
o (hcyanoiam.dc as suggested by Werner and Bell (T 1920 118 

The Synthesis of a Nitrogenous Principle of Plants 
hvdtte yam r. d ’, by the 0xidation of Ammonia and cS 
Hi ?$ C n- : ra- r°™ a , ldeh yde. R. Fosse (Comp,. 

664 h 7U --1 L; A - i. 313, 469 1920, 

1, 664 ii, 714, 7(9 ; 1921, i, 16.>, 321. 600. 632).— f n the presence 

of a silver or a mercury salt, ammoniaeal solutions of dextrose 
ucrese, starch, dextrin, glycerol, or formaldehyde on oxidation 

ttplldim™ ° r Ca C,U, “ ppnnanga,mte e* vc Tvonides as one of 

W. G. 

£ suiL°^oi y l rocya i ic 4 f cid by 0xidati ° n - « w 

5 Solution, of Alcohols, Phenols, and Amines 

It h(,° S i! E an ? A HlEnLLE {Compt. rend., 1922, 174 39 (1) _ 

etls C aL Sh Z,o ha i' by I'"’ 0X ‘ da,i ™ a number of alcohols, 

Loniacal sSHinlb 1 °I c ? Kium I*™««g*nato in 

acid il l i ; ton } ] \ the Presence of silver nitrate, hvdroevanic 

ofhvdrr Way ® fon j ed ’ ,iut ln variable amount. The highest yield 
ydrocyamc acid was obtained from mcthylaiuine. \V Vi 
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The Action of Aqueous Ammonia on Dicyanodiamide. 

Tenney L. Davis ( J . Amer. Chem. Soc ., 1921, 43, 2230—2233).- 
When dicyanodiamide is heated in a sealed tube at 150° with 
aqueous ammonia ( d 0*9) it gives, first, guanylcarbamide and then 
guanidine carbonate. If the reaction is prolonged, the guanidine 
carbonate reacts with ammonia and carbon dioxide, giving in 
turn ammelide, ammeline, and, finally, melamine. W. G. 


Organic Compounds of Arsenic. VII. Additive Com- 
pounds of Iodoform and Salts of Organic Bases of Tervalent 
Elements. Wilhelm Stein kopf and Gustav Schwen (Ber., 1921,, 
54, [. B], 2969—2975; cf. this vol., i, 71, 72).— Attempts to convert 
tetramethylarsonium tri-iodide into the corresponding monoiodide by 
means of alcoholic potassium hydroxide solution have led to the isola- 
tion of an additive compound of molecular proportions of the latter 
and iodoform. Similar products can be obtained from quaternary 
ammonium, phosphonium, and stibinium iodides and, in certain 
cases, from the corresponding bromides. These compounds may 
also be produced from their components or from a mixture of the 
tertiary arsine, methyl iodide, and iodoform. They are pale 
yellow to yellow, crystalline substances which can be recrystallised 
without decomposition from organic solvents, but are decomposed 
by water with separation of iodoform. They are for the most 
part odourless. Their physiological action appears to be attribut- 
able to iodoform poisoning. 

The following individual compounds are described. Tetra- 
methyhrsonium iodide iodoform, I[Me 4 As]....CHI 3 , m. p. 165° 
(discoloration). Phe nylt ri methyla rsonium iodide iodoform, yellow 
needles, ra. p. 143—145°, prepared by the methods indicated above 
or from phenyltrimethylarsomum hydroxide and iodoform in 
alcoholic solution. T riphenylmetkyla rsonium bromide, colourless 
crystals, m. p. 195°. Triphenylmethylarsonium bromide iodoform , 
pale brownish-yellow leaflets, m. p. 124°. Tdramethylammonhm 
iodide iodoform , yellow needles, m. p. 237° after previous darkening 
when rapidly heated. Tetraethylphosphonium iodide iodoform , 
m. p. 212—215° after previous darkening when rapidly heated. 
[Tetraethylphosphonium bromide crystallises in colourless needles, 
m. p. about 320° (decomp.).] Tetraethylphosphonium bromide 
iodoform, brownish- yellow powder, ra. p. about 200° after incipient 
decomposition at about 180°. Tetraethylstibinium iodide iodoform , 
yellow powder, m. p. (indefinite) 102° after previous softening. 

It was not found possible to isolate additive compounds from 
iodoform and phenyltrimethylarsonium bromide or chloride, 
tetraethylammonmm chloride, or triphenylmethylarsonium 
chloride, respectively. ‘ H W 


Some Recent Applications of Magnesium in Synthetic 
Chemistry. _ Harry Hepworth (J. Soc. Chem. Ini., 

’ / ~ 1 1 )- — A rC3 «me of some of the recent applications of 
the Grignard reagents, M 
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Organo-deriyatmss of ThaUium. III. Some Thallium- 
dialkyl Salts and the Preparation of Thalliumdiaryl Haloids. 

Archibald J^dwin Goddard (T., 1922, 121, 36-40). 

Mixed Org’anometallic Compounds of Aluminium 

Faillebin ( Compt . rend., 1922, 174, 112—114).— Aluminium 
dissolves in an anhydrous mixture of ether and methylene iodide 
the reaction being ’ 

3CH 2 I 2 +4A1=3CH 2 'A1I-|-A1 I s , 

but there is a secondary action in which ethvlcne is formed 

6CH 2 I 2 -j-4Al— 3C 2 H 4 +4Al I 2 . 

If the methylene iodide is replaced by methylene bromide, the 
action is more difficult to start and the secondary action is less 
marked. These complex compounds are obtained as dense liquids 
which are readily decomposed by water, giving methane A 
similar decomposition occurs with alcohol. The compounds' arc 
unsaturated and form additive compounds with iodine which 
when decomposed by water, no longer give methane but methyl 
iodide, 

CH 2 !AlBr rl 2 — OHohAlBrT 
CH 2 1* AlBrI -f- HjO ~ CH 3 I ; AlBr 1 *0 H. 

W. G. 

Hydrocarbons of the Semibenzene Group. K von 4uwers 
andK. Ziegler [AnmJen, 1921, 425, 217— 280).— In continuation 
of previous work (Auwers and Muller, A., 1911, i, 621), a number 
of homologous semibenzene hydrocarbons have been prepared and 
examined with respect to their physical properties and their capacity 
for passing into aromatic hydrocarbons by isomeric change. The 
principal physical distinction between the sernibenzene hydro- 
carbons and their aromatic isomeridcs consists in the fact" that 
the former group of compounds have lower densities, and therefore 
(since the refractive indices of the two series are comparable} 
higher molecular refractions and dispersions than the latter. In 
general, the semibenzene compounds are more volatile than their 
isoraerides. 

The conversion of sernibenzene hydrocarbons into benzene 
derivatives takes place in the presence‘of acids with great case in 
the case of the simpler members. Higher in the series polymerisa- 
tion and other side reactions occur simultaneously. In general 
the isomeric change involves the migration of one methyl group 
from the gem-dimethyl residue to an adjacent position in the 
nucleus; but if both the neighbouring positions are already 
occupied the mobile group may attach itself to some other nuclear 
carbon atom : 

/= . Mo Me Me 

JI V/= CH ^ M < >*« V<'H s -^!e/~\ M e. 


- .we 

faVhvIf ‘T, i ,>hvaioal , c r ns,a "* s f, ’S varefullv purified 1:1- 
thyl-4- methylene- A -ryr/ohexadienc is given : b. p. 3S 
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40715 mm., 0-8360, if 0*833, < 8 1-50295, nj 68 1-51739, 
7 f! 5 8 1*53009, n? 1-5011. This hydrocarbon passes into ^-cumene 
with development of heat when a drop of hydrochloric acid is 
added to its solution in two vols. of acetic acid. 

1 : A-DimethjlA-ethyl-^-eydohexadienA-ol, large, transparent 
tablets, in. p. 46—47°, is prepared like the trimethyl compound 
(loc. cit.); on shaking with 10% sulphuric acid, it is converted 
into 1 : l-dfme%^4-c%h*de?ie-A‘ ii5 -cyclotoadte?ie, b. p. 71— 
74716 mm., 81-5—84725 mm., df 15 0-8614, df 0-857, nf 16 1-51072, 
nh 5 ' 18 1-51572, nf K 1-53015, n'™ 1-54300, ft? 15135 (another 
preparation gave slightly different constants, e.g. df 0*8 55 ? 
wg 1-5124). This hydrocarbon is fairly stable at 160°; on oxida- 
tion by permanganate, it is converted into dimethylmalonic acid 
and acetic acid. When its solution in acetic acid is saturated with 
hydrogen chloride, it is converted in the course of one hour into 
1 : 2-dimethyl-4-ethylbenzene (b. p. 186 — 187°, df" 0-8777, df 0-874, 
n™ 1-50103, 1-50489, hJ,™ 5 1-51606, n\ f 05 1-52531, < 1-5027), 

which was prepared for comparison from 4-o-xylyl methyl ketone 
by reduction with amalgamated zinc and hydrochloric acid. 
1 : l-DiinethylA-n-propyl-tf^cyclohexadien-l-ol and 1 : 1 -dimethyl-i- 
n-propylidene-&~*-cyc\oJiexadiene could not be fully purified (b. p. 
95— 105°/ 10 mm. and 83 — 85°, respectively). The crude alcohol 
was converted into 1 : 2-dimethyl-4-»-propylbenzene by the addition 
of a drop of concentrated hydrochloric acid to a solution in acetic acid, 
and the hydrocarbon identified by comparing its physical properties 
(b. p. 201—203°, df® 0-8718, df 0-866, n“ 7 1-49504, np 1-49881, 
np 1-50920, np 1-51784, rif 1-4955) with those of a specimen pre- 
pared by reducing 4-o -xylifl ethyl ketone. This ketone, b. p. 258— 
262°, was obtained by the action of propionyl chloride and aluminium 
chloride on 0 - xylene, and was characterised by means of its semi- 
carbazone, m. p. 192 — 193°. 

1:1:3: i-Tetrametkyl-£’ 5 -cyc\okexadienA-ol, needles, m. p. 
50*5 — 51-5°, was obtained like its lower homologues, but could 
not be converted into the corresponding semibenzene owing to 
the ease with which this substance passed into its aromatic iso- 
meride, durene. From 1:1: ( S-trimethylA-ethyl~& 2 *-cyc\ohe.xa- 
dien-4-ol (m: p. 47 — 48°), however, 1:1: 3-lrimethyl-4-ethyl- 
A 25 -cyclo kexadiene (b. p. 85 — 86°, df~ 0-8844, df 0-879, n 1 / 7 1-51470, 
»iT 1-51931, np 1-53230, np 1-54371, »g 1-5160) was obtained 
by the usual means. It was converted by hydrochloric acid in 
the presence of acetic acid into 4-ethyI-^-cumcne. 

The following physical constants are recorded for 1 : 1 : 2 : 4- 
tetramethyl-tf ' *-cyc\ohexadienA-ol : b. p. 90—95°, m. p. below 
20°, df' 11 0*9333, df 0*925, nf l 1-48376, n\f l 1-48685, np 1-49502, rtf 1 
1-50176, nf 1-4824. On treatment with acids it yields 1:1:2* 
inwe%?-4-*»e%;ene-A ,J:5 -cyclofteaxidiene (b. p. 60— 65°/15 mm., df 
0*8735, df 0-866, rif 1-51331, np 1-51813, np 1-53213, np 1*54435, 
1*5139), which readily passes into a polymeride. The isomeric 
aromatic hydrocarbon faxiurene is best obtained, therefore, from 
the alcohol. 
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1:1:3:^: 6-Pewto^%/-A 2:9 -cycloAe^ien.4*o;, b p 86— 
95 0 /l2 mm., on dehydration gives 1:1:3: QdetramethyU^thvlenc- 
^.cychhexadiem, b. p. 77°/12 mm., d** 0*8809, df 0*877 
C 1*51235, nr 1*51687, n'™ 1*53006, h»* 1*54172, ri?> 1 5147! 
which isomerises, yielding pentamethyl benzene. 1:1*3* 6 -Tttra 
mdhyU : ethyl.^. G ydohexadienA-o^ could not be purified by 
distillation owing to the ease with which it passes into 11*3*6 
Idramethyl-i-ethylidene-tf ■ *-cychhexadiene . This hydrocarbon has 

the following constants : b. p. 100— 103718 mm rff' 0*8837 
tf 0 880, ^ 1*51028, << 1*51452, »■« 1*52702, 1*53796 
1*5125. 7 


The main product of the action of sodium hydroxide and chloro- 
form on hemimcllithenol is 1:2: Mrimthyl-l-dickloromethyltf^ 
cyclohexadienA-one, in. p. 107*5^108*5°, which gives a semi- 

carbazone, m. p. 218°, and a p •nitrophmylhydrazone, m. p. 190 

191 °. ^Hydroxy . 2 : 3 : Urimethylbenzaldehyde is a by-product in 
the reaction. It melts at 77 — 78° and yields a semi carbazone, 
winch turns yellow at 130° but does not melt at 280°. Magnesium 
and methyl iodide convert the chloro-ketone into 1*2*4 • Ueira- 
rneikyl-1-dickloromethyl- & :, -cyc\okexadkn-l-ol, which, however 

is partly decomposed during the isolation, giving 1:2* 3 -tnmethyl- 
Mi-w-cMoroethylbenzene , for which the following constants are 
recorded: b.p. lo5—159°/19 mm., rff'1 1424, </-; 1*144, n a 1*53900 
1*54310, np 1*55494, 1*5439. On reducing the above chloro- 

alcohol, two substances are obtained, the normal product 
1 . 1 . 2 . 4 . ft -pentamethyl- -cycloAexoriie?i-4-o/, having partly 
undergone dehydration with the formation of 1:1*2* (Uetra- 
mthyU-methylene- A* s -eyclo kexadiene, which , when pure, has 
the following constants: b. p. 89— 90 s / 15 mm., dr 0*8765 
d? 0*879, »r 1*50884, rif;- 1*51350, * 1 *52600, ’ n 1* 53830 ! 

i' 5149 * Wllen "'armed with acetic acid and sulphuric acid! 
this hydrocarbon undergoes isomeric change with the formation of 
pentamethyl benzene. <j j- t 


Constitution of Benzene 

188 - 196 ). 


Ronald Fraser (T., 1922, 121, 


The Action of Sulphuryl Chloride on Organic Substances. 
I; Sun P le Monosubstituted Benzenes. Thomas Harofd 
Dcrrans (T., 1922, 121, 44- -49) 


The Existence and Reactions of Positive Halogen attached 
, u ™° a m Aromatic Compounds. Bex H. Xu oikt (,/ 

iidnnn ^" 1 ' S 0 C i’ **< -’ 08 I- 20 W) .--.■Modo-p.toluidinc: 

■radoatuline, aceto-3-bromo-p-to)uidide, and 3-ioUo-4-hvdro\v- 
«oic acid when boiled with 10% hydrochloric acid are hydro- 
to tw • & readl, | eS8 decreasing in the order named, in such a 
part ri™ ‘r Part . t -* e . y , rcplace their hal °gcn by hydrogen ami in 
to L^fh k ' .° r t*? ' ha °8 cnatp d derivatives. This is considered 
kaloln Irl evidence yet offered for (be existence of positive 
? n attached to carbon in the benzene nucleus. It will be 
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noticed that, in all cases, the halogen is m a position Srtho or para 
to a strongly negative group. In smnlar compounds iodine is 
more positive than bromine, and more positive m ortho- than m 
para-compounds. Alkali is much less effective than acid in 
removing such positive halogens In the presence of stannous 
chloride and acid, the halogen is abnormally readily removed hut 
resubstitution is prevented. 

The Action of Pyrosulphuryl Chloride on Tohiene. Wilhelm 
Stbinkopf and Ktjet Buchhiim ( Ber 102 1, . - , J; 

Pyrosulphuryl chloride reacts with toluene at 60 with evolution 
of hydrogen chloride and sulphur dioxide. The reaction product 
is a' mixture from which the following substances have been 
isolated : Toluene-p-sulphonic acid toluene-p-su plionyl chloride, 
a mixture of diclilorotoluencs, and i-chloro i : 4 -ditolyhiilphme, 
fine needles, m. p. 136°, which is also formed by the interaction 
of o-chlorotoluenc and tolucne-p-sulphonyl chloride dissolved in 
light petroleum in presence of aluminium chloride at o5 . 

A vigorous reaction ensues when toluene is added to a mixture 
of pyrosulphuryl chloride and aluminium chloride at -5 to 0°, 
with formation of toluene-p-sulphonic acid, o- and p-clilorotoluene, 
pp-ditolylsulphone, and a substance, needles, m. p. Lla—Lh , 
containing chlorine but no sulphur. ? . *1. K. 


Hydrogenated Naphthalenes and their Transformations. I. 

G. Schkoeter (Annalen, 1922. 426, 1 -17). [With G. Vossesl] 
The condensation between chloral and methyl malonate leads to 
the formation of methyl 0 : 3 : 3-dicyclo-A i-oclenc-Z il-diOM. 
2:4:0: 8-tetracarboxylate (I), which can he converted by hydro- 
lysis and reduction into 0:3: 3-dicyclooctane-3 : 7 -dione, 0 : 3 : 3- 
dicyclo -octane-% : l-diol , and, finally, 0:3: 3-dicyclooctarie (II) 
(b. p. 138°, df 0*8817, n? t 1*46632) : 


c0 < C(CO a Me) =0-CH(C0 2 Me) > CQ _ 
CH(C0 2 Me)-CH*CH(C0 2 Me) 

(I.) 

HO-CH< CH2 ' < r H-CH2 >CH-OH — > C:H 2 <';" 2 ') 


-co< c M‘ H ' CHs >co- 

CH.-CH-CH, 


CHj-CH'CH, 

CH,-CH-CH, 


2 >CH 2 (»•) 


Closely related to this hydrocarbon (II) are the hydrogenated 
naphthalenes, certain of which, moreover, are more easily and 
cheaply prepared. . 

[With F. Stahl, H. Haehn, and C. Prigge.]— Full working 
details are given of the preparation of tetrahydronaphthalenc by 
reducing naphthalene by means of hydrogen at 180 — 200 and 
5 — 15 atmospheres in the presence of nickel. The hydrocarbon, 
purified by regeneration from its sulphonic acid, has b. p- 100— 
101°/25 mm., 206*5° (coar.)/75o mm., df 0‘971, 1‘5434. 
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Hydrogenated Naphthalenes and their Transformations. 
II. Nitro* and Amino-derivatives of Tetr ahydronaphthalene . 

G. Schboeter [with E. Kindermann, C. Dietrich, C. Beyschlag, 
Cl. Fleischhauer, E. Riebensahm, and C. Oesterlin] ( Annalen , 
1922, 426, 17 83). This paper describes the nitration of tetra- 
hydronaphthalene, the reduction of various mono-, di-, and tri- 
nitro-derivatives, and the nitration of the acetyl derivatives of 
the amines so obtained. Die orientations of a considerable number 
of isomeric nitro -compounds, amines, and nitroamines are definitely 

established. 

The mononitration of tetrahydronaphthalene, using a mixture 
Af nitric and sulphuric acids, leads to the formation of both 1- and 
'l.nittO'M-tdrahydr(maphthalene which may be separated by frac- 
tional distillation and “ freezing out 55 the fractions or by taking 
advantage of the fact that the 2 -nitro -compound is more easily 
reduced than its isomeride to an amino -derivative. 1-Nitro-ar- 
tetrahydronaphthalene has m. p. 34°, b. p. 157-/13 mm., eft H757 
and the 2-compound, m. p. 31*4°, b. p. 169 c /13 mm., <jj; 1 1762. 
On dinitration, tetrahydronaphthalene yields a mixture of 1 *. 2- 
dinitro-M-tetrahydroMphthalene (m. p. 102—103°) and 1 : 3-dini'tro- 
av Mr ahydronaphthalene (m. p. 9f>“) which may be separated by 
crystallisation from concentrated sulphuric acid, in which the 
former is less soluble, file orientation of the 1 : 2-compound 
rests on its reduction to ar-tetrahydro-l : 2-naphthylenediamine 
and l-nitro-ar-tetrahydro-^naphthylamine (see below), and that of 
the 1 : 3-isomeride on its oxidation to 3 : 5-dinitrophthalic acid 
and its reduction to the 1 ; 3-diamine and the I -nitro-3- amino - 
compound (see below). Another oxidative fission which the 
1 : 3-dinitro-eompound undergoes with nitric acid leads to the form- 
ation of ft-o-carboxyt rinitrophenylpropion ic acid, which decomposes 
violently on heating and is characterised by analysis of its potassium 
hydrogen salt. 1 : 3-Dinitro-ar- tetrahydronaphthalene cannot be 
further nitrated, but the 1 : 2-isomcride may be converted into 
1 : 2 : ^~trinitro~'Av-tetrakydronaphihalc7U’, m. p. 94*5 — 95% the struc- 
ture of which is established by its conversion into the triamino- 
derivative (see below). The other possible isomeride, namely, 
1:2: 3-trimtro-ar-tetrahydronaphthalene is not produced by direct 
nitration. 

^'.yUydrazo-avdetrahydromphtkihm, which is obtained by 
reducing 1- nitro. ar- tetrahydronaphthalene by means of zinc dust 
and alkali, forms- colourless, slender needles, ‘m. p. 1S1— 183% and 
on oxidation by permanganate is converted quantitatively into 
l :l*tiw-ar delrahydronaphthalem. The latter, which crystallises in 
gkstenmg, red needles, m. p. 190—191% may also be obtained 
^ ^ ~&zoxy -nr-tetrahydrona ph thole n c , yellow needles, m. p. 
4, by reduction of the nitro-eompound with zinc and alkali 
nyoroxide under less energetic conditions. The benzidine conver- 
applied to hydrazotet rahydronapht halene gives rise to 4 : 4'- 
: r 1 ' -dUr-tetrahyd ro naph th yl, m. p. 153— 154 % the hydro- 
mde, hydrobromide, sulphate , and phosphide of which are described, 
ae corresponding diazonium salt gives substantive dyes on coupling 
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with naphthionic acid, Neville and Winthers s a-naphtholsulphonic 
acid, crocein acid, H-acid, salicylic acid, chroniotropic acid, 
“ £-aminonaphtholsulphonic acid and G-aeid, 4 : 4' -dihydrazino. 
1 : 1 ' 'di-m-Utrahydromphthyl, on reduction b} r means of stannous 
chloride, and 4 : 4' -diethoxy : V -di-M-tdrahydroruiphtkyl, colourless 
needles, m. p. 173°, on decomposing with ethyl alcohol. A basic 
by-product, consisting of colourless needles, m. p. 216°, and giving 
a hydrochloride which is easily soluble in water, is obtained in 
the preparation of 4 : 4-dianrino-l : 1'-di-ar-tetrahydronaphthyi, 
Apparently it is 1 : V-dianiino-2 : 2' -di-av-tdrahydronaphthyl, because 
when heated its hydrochloride yields ammonium chloride and a 
carbazole-like base which may be separated in the form of its 
picrate. 

ar-Tetrahydro-a-naphthylamine and ar-tetrahydro-p-naphthyl- 
amine are obtained from the corresponding intro-compounds by 
catalytic reduction, and may also be obtained by reducing the 
crude mononitration product of tetrahydronaphthalene and separ- 
ating the isomeric bases by taking advantage of the differences of 
solubility of their hydrochlorides in water, their methanedisul- 
phonates in 96% alcohol, and the difference in the ease with which 
the bases are acetylated. nr-Tetrahydro-ix-naphthylamme, b, p. 
146°/12 mm., gives a hydrochloride which is more easily soluble 
than that of the ^-derivative, and a melhanedisulphonate which 
forms colourless leaflets soluble in 20 parts of hot water, 60 parts 
of cold water, and about six times as soluble in alcohol as the 
(^-compound. With phthalic anhydride, the base gives a phlhalamk 
acid, G^HjpNH-CO'CgH/CO^H; colourless needles, m. p. 182— 
184° (decomp. }, which on heating passes into the phihalimhk 
(needles, m. p. 148 — 150°) by loss of water. ar-Tetrahydro-x- 
naphthylamine is more easily acetylated than the ^-compound, 
and its acetyl derivative (m. p. 156°) on methylation by the action 
of methyl sulphate on its sodio-derivative gives the acetyl derivative 
of ur-tetrahydro- «.-naphthylme(hylami ne , which has m. p. 70—72* 
and b. p. 182 — 185°/1 1 mm. The hydrochloride and sulphate of 
ar-tctrahydro-p-naphthylamine (b. p. 147 — 148°/13 mm., ra. p. 
38*5 — 39*o°) are sparingly soluble in cold water and the methane- 
diihionate is rather sparingly soluble in alcohol. The phlhalamk acid 
forms glistening needles, m. p. 156*5— 158*5°, and the phthalimide, 
needles, m. p. 169 — 171°. The acetyl derivative (m. p. 102 — 104") 
on methylation yields the acetyl derivative of uidetrahydro-^ 
naphthylmethyla mine, needles, m. p. 67 — 69°. 

The preparation of aceto-4-mtro-ur-tetrahydro-a-naphthalide 

by nitration of aceto-ar-tetrahydro-x-naphthalide has been described 
by Green and Rowe (T. } 1918, 113, 958), but it is now shown that 
aceto-2-nitro-aT-tetrakydro-<x-naphthalide (colourless needles, in. p- 
184 — 185°) and aceto-3-nitro-^T-tdrahydro-0L-naphthalide (colourless 
needles, m. p. 193°) are formed as by-products. 2 -Nitro-ffl-tetrv- 
hydro- a-mphthyla mine, which is obtained by hydrolysis of its 
acetyl derivative, forms orange needles, m. p. 87 — 88°. Its con- 
stitution rests on its relationship to or-tetrahydro-1 : 2 *naphthylene- 
diamine (see later). 3-jV ilrQ-uv-teArahydro-z-mphthylamine, prepared 
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by hydrolysis of its acetyl compound, forms yellow leaflets m p 
78 . It is identical with the product obtained by regulated rcduc- 
tion oi I : 5-uimtro-ar-tetrahydronaphthalene 

T he Murse pursued by the nitration of aceto-nr-tetrahydro-B- 
naphthahde vanes with the conditions. If glacial acetic acid i s 
the solvent, <Keto-S-mtro-a,T-tetmhydro-P-mpkhalide, long vellow 
needles, m. p 134— 135-5°, is the main product, whilst ocefo- 1 - 

nitro-B.Y^elrahydro^-Tuipkthnkde, colourless needles in p 128 \'2 ( V 

is produced only in small amount. On the other hand if the 
nitration is carried out in the presence of concentrated sulphuric 
acid, the main product is a<xto4-nitro-&v.tefrakydro-%.mphtMidr 
which forms long, colourless needles, m. p. 194°, whilst the 3 -nitro- 
compound is a by-product S-KUm-wdrtrah y dro.$.mpkhykrnm, 
the constitution of which follows from its reduction to the diamine 
(see below), forms long, red needles, m. p. 125—127° 1 -Viiro- 
ar Mrahydro-p-naphthykmirie, red needles, m. p. 96°, is obtained 
not only by hydrolysis of its acetyl derivative, but also by 
partial reduction of 1 : 2-dinitro-ar-tetrahydronaphthalene The 
structure assigned is based on its reduction to the diamine which 
isknosvn. m. p. 55 °, obtained 

by hydrolysis of its acetyl compound, is identical with the 
substance produced by partial reduction of l : 3 -dinitro-ar-tetra- 
hydronaphthalene. lAltro-ur-tetrahydronaphthalene is obtained 
when the amino-group is eliminated by diazotisation and subsequent 
reduction. ^ 

Acdo -\ : 3-dtnif/-o.ar-/^ra%dro-p-n«pA^ah‘dc, colourless needles 
tu. p. 189 191°, is produced by further nitration of aceto-l-nitro 
ar-tetrahydro-^naphthalide and aceto-3-mtro-ar.tetrahydro-^ 
naphthahde and as a by-product in the dinitration of aceto-rrr- 
t e t ra hydro- p - napht h a lide . When it is prepared from the 3-nitro- 
compound an isomeride, 0 12 H 13 0 5 X 3 , of unknown constitution and 
having no definite melting point (decomp, at about 215°) is a l-o 
formed. 1 : 3-/)ini7ro-ar-fe^^ which forms 

yellow needles, iu. p. lGfi-l(iS°, is obtained bv hydrolysing the 
acetyl compound. On reduction, it yields l': 2 : 3-triamino-ar. 
tetrahydronaphthalenc (below). 

. /i 0 cei ?'3 : ro-ST-tctmhydro- 3- na phthalid? . needles, m p 175— 
ma j n dinitration product of aceUwir-tetrahydro-i. 
naphthahde, and is also obtained by nitration of aeeto-i-nitro- 
nr-tetrahydro-3-naplithalide. On hydrolysis, it yields 3 ; 4 .^. 
mro^T-tetrahydro- mph fhylom i nr, which melts at 157° and on 

S£Le! S C ° nVPrtwl int ° 1 : : 3-triamino-or.tctrahydro- 

^-TelmbJdn-2:3-naphthiilencdinminr (for formation, see above) 
anH b P- min. Its hydrochMe 

With aco,ie it forms 2 - 
.i/ '5J' * r - u ! r «hy<lro)mphlhimn(t:ol<- (in. p. 251—252°) and wilh 
plenanthraquinone 2 : 3-ar dcimhydronapkhyUnphaLlhrazine, 

lD 8 ^ ^ 2161. Acdyl-bx-htrahydroA : 2- 

m. p. 149 151°, on acetylation yields the 
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diacetyl derivative, and on hydrolysis gives the free diamine, which 
forms a yhenanthrazine, m. p. 222*9 — 230°. 

m-T ( drahydro-\ : 3 -naphthylc nediamine, prepared by reduction of 
the dimtro-compound, forms pearly leaflets, m. p. 84 — 86°, b. p. 
199 — 202°/ 10 mm. Its bacctyl derivative, obtained from 3-nitro- 
aceto-or-tetrahydro-a-naphthalide, has m. p. 173°, and its 3-acelyl 
derivative, prepared from aceto-I-nitro-Rf-tetrahydro-p-naphthalidc, 
has m. p. 110—111°. The diacetyl derivative, obtained by acetyla- 
tion of any of the above three substances, forms small, fila- 
mental needles, m. p. 245—246°. The monoacetyl derivative of 
ar-tetrahydro-l : 4-naphthylenediaminc is prepared by reducing 
aceto-4-nitro-ar-tetrahvdro-a-naphthalide, and has m. p. 154 — 

156°. 

1:2: 3-Triamino - ax-tdrahydronaphthalenc , which is produced by 
reduction of 3 : 4-dinitro- or 1 : 3-dimtro-ar-tetrahydro-(^naphthyl- 
amine, is unstable in air, but yields a crystalline hydrocMoride, 
and a triacetyl derivative which forms microscopic, white 
needles, m. p. 285°. 1:2: i-Triamino-w-tetrahydromphthakne is 
obtained by reducing the 1:2: 4-trinitro-compound or the 2 : 4- 
dinitro- 1-amino-derivative (see above). This base is also unstable, 
but its triacetyl derivative forms small needles, m. p. 315°. 

C. K. I. 

Hydrogenated Naphthalenes and their Transformations. 
III. Tetrahydronaphthalenesulphonic Acids, Tetrahydro- 
naphthois, and their Derivatives. 0. Schroeter [with Svanoe, 
H. Einbeck, H. Gfxler, and E. Riebensahm] (Annalen, 1922, 426, 
83 — 160). — Both ar-tetrahydronaphthalene-l-sulphonic acid, which 
has been prepared already by an indirect process by Morgan, 
Micklethwait, and Winfield (T., 1904, 85, 736), and ar-tetrahydro- 
naphthaIene-2-suIphoiiic acid (hitherto unknown) are obtained as 
their chlorides when chlorosulphonic acid is allowed to react with 
tetrahydronaphthalene. On the other hand, concentrated sulphuric 
acid gives chiefly the 2-sulphonie acid, 4 — 7% of the 1-sulphonic 
acid being produced simultaneously. Both sulphonic acids on 
fusion with alkalis yield the corresponding tetrahydronaphthols, 
and the sulphonyl chlorides on reduction give the tetrahydro- 
naphthylthiols. The sulphonation of tetrahydronaphthalene, 
therefore, opens the way to the preparation of a large number of 
new aromatic compounds, 

ar- T etrahydronapUhxil ene-2 - sulpha nic acid separates with 2H 2 0 
(m. p. 75°), its sodium salt with llt 2 0, and its lead salt with 1H 2 0, 
which is given off at 130°. The barium and ammonium salts 
crystallise in the anhydrous condition in glistening leaflets. The 
acid chloride, m, p. 58°, b. p. 197 — 200°/18 ram., is obtained when 
phosphorus pentachloridc acts on the acid, and on treatment with 
10% ammonia passes into the amide, m, p. 135—137°. The anilide , 
prepared in similar manner, has m. p. 155—156°, 

The mixtures obtained when chlorosulphonic acid is used for 
the sulphonation may He separated by crystallisation of the acids 
from chloroform, the 1-sulphonic acid separating first, or by pre- 
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cipitating the lead salt of <w-tetrahydronaphthalene-l-sulphonic 
acid by adding aqueous lead acetate to a concentrated solution of 
the acids, or by dissolving the sulphonamides in warm A T - sodium 
hydroxide, from which the Sodium salt of the 2-sulphonamide 
separates on cooling. The mixture of acid chlorides may also be 
reduced by means of zinc and hydrochloric acid to the &T-ietra- 
fiijdronaphthyltkiols , the sodium salts of which on condensation 
with sodium chloroacetate give the sodium salts of the ar-tetrahydro- 
naphthylthiolacetic acids. The ammonium salt of the 2-compound 
is sparingly soluble and is precipitated if ammonium chloride is 
added, ar -Tetrahydronapfitkyl-fl-tMolacetic acid forms colourless 
needles, m. p. /8 — 80°; it may be prepared from pure ar-tetra- 
hydronaphthalene-2-sulphonyl chloride, ar- Tetrahydronaphthalene- 
Uhiolacetic acid crystallises as glistening plates, rn. p. 133—135°. 
ar-Tetrahydronaphthyl-2-thiolacetic acid forms a green solution in 
fuming sulphuric acid ; on diluting, boiling, and making alkaline 
with sodium hydroxide, the sodium salt of bis-ar detrahydrothio- 
naphtkendisulpkonic acid , 

SO 3 Na-C, 0 H 9 <|“>C:C<g O >C 10 H 9 -.SO 3 Xa, 

is precipitated. 

When a-naphthol is reduced by means of two molecules of 
hydrogen at 200° in the presence of nickel, the product consists of 
ibout 10% of a-ketotetrahydronaphthalene, 25—30% of ar-tetra- 
hydro- a-naphthol and a large quantity of tetrahydronaphthalene. 
At low temperatures, the ketone is the main product, and it seems 
probable that it forms an intermediate stage in the production of 
the hydrocarbon. On reduction by means of sodium and alcohol 
in moist ether, the ketone yields' oc-tetrahydro- a-naphthol. ac- 
Tetrahydro- (3- napht hoi is the chief product of reduction (by the 
catalytic method) of {3-naphthol. 

ar-Tetrahydronaphthalene-2-siilplionic acid is therefore a valuable 
starting point in the preparation of ur-tetrahydro-^-naphthol and 
its derivatives. ar-Tetrahydro-|3-naphthol forms a methyl dher, 
b. p. 129—131711 ram, prepared by the use of methyl sulphate, 
an acetate, b. p. 158 /1-t mm., obtained using acetic anhvdride, 
and a crystalline benzoate, prisms, in. p. 96', b. p. 220 — 222° TO mm., 
which is prepared by digesting the phenol with benzoyl chloride 
and pyridine. On sulphonation, a r-tetrahydro- {i-naphthol-S-sulphon ic 
acid is produced. It forms needles (2H.,0), m. p. 92°, yields a 
sparingly soluble sodium salt, and a barium salt (CyCs^Ba), 
gives strongly coloured azo-dyes with the diazonium salts of p-nitro- 
anrnne, sulphanilic acid, and naphthinnic acid, and when heated with 
hydrochloric acid generates ar-tetrahydro-p-naphthol. 2-Mcthox^- 
®-tdrahydronaphthakne-$-sulphonic acid , m. p. 107 c . is obtained 
by sulphonating the above-mentioned inethvl ether. l-Hromo-ar- 
Mmydro-V-naphtlwl, m. p. 74°, may be prepared either by direct 
nomination of or-tetrahydro-^naphthol in carbon tetrachloride, 
w by desulphonation (using hydrochloric acid) of l-hrcwm-ar- 
TOrni phonic acid (sodiuln salt, crystallises with 
2 ) ^hich is produced by sulphonation of l-bromo-or-tetrahydro- 
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p-naphthol, or, alternatively, by bromination of ar-tetrahydro-p. 
naphthol-3-sulphonic acid. On dibromination, ar-tetrahydro-p. 
naphthol yields 1 : 3-dibrom-&r4etrahydro-$-naphthd, m. p, 37 ^ 
b, p. 198— 201°/15 mm., which may also be prepared by the action 
of bromine on ar-tetrahydro*{3*naphthol-3-sulphoriic acid or on 
l-bromo-ar-tetrahydro-p-naphthol-3-suIphonic acid, and is char- 
acterised by a well-crystallising acetate, m. p. 87°. l-firomo-3- 
nitro-&x4etrahydro-$'naphthol i long, yellow needles, m. p. 129°, {% 

obtained by treating l-bromo-ar-tetrahydro-S-naphthoI-3-sulphonic 
acid with nitric acid, the sulphonic acid group being replaced. 
The sodium salt forms red leaflets, and the methyl ether, obtained 
with the aid of methyl sulphate, yellow needles, m. p. 64°. 1 -Chloro- 
Z-nilro-tt-tetrahydro-fr-mphthol, which forms yellow needles, m. p. 
90°, is obtained by chlorinating ar-tetrahydro-p-naphthol-3-sulphonic 
acid and treating the crude product with nitric acid. On reduction 
by stannous chloride, 1 *broino-3*nitro-rtT-fcetrahydrO'P-naphthol 
yields a mixture of l-bro mo-2-a mi no - &v4etrahydro- fi-napktkol, which 
melts at 127° and yields a hydrochloride , sulphate , and nitrate 
sparingly soluble in cold water, and $-amino-&r-tetrahydro-$-mphihol, 
which crystallises in leaflets, m. p. 202°, and gives a hydrochloride 
and a nitrate easily soluble and a sulphate sparingly soluble in 
cold water. l-Bromo-3-am ino- 2-meth oxy ■ ar - ietrahydronaphthakne^ 
the sulphate of which crystallises with 4H 2 0, is obtained by reduc- 
tion of the corresponding nitre-compound, 3-Amino-ar-tctra- 
hydro- ^-naphthol may also be prepared by hydrolysing its carbonyl 

derivative, C 10 H 10 <C.q >CO (below), m. p. 196 . The piperonyl 

compound, m. p. 160°, is obtained 

from the amino-phenol and piperonal, and on methylation with 
methyl sulphate and alkalis yields 3-piperonylideneamino-2-melhoxy- 
ardetrahydronaphthalene, OMe‘C ]0 H 1D ‘N*CH*C e H 4 ;O 2 CH 2 , m. p. 120°, 
which when hydrolysed gives 3-amno-2-meth<>xy-&T'tdrahjdro- 
naphthalene , m. p. 86°. 1-Amino-ur-tetrahydro-p-naphthol is 
obtained by coupling ar-tetrahydro-p-naphthol with sulphanilie 
acid diazide or with benzenediazonium chloride and reducing the 
azO'Compound. \-Benzeneazo-&r4etrahydro-$-naphthol, m. p. 84°, 
gives a morcdbromo- substitution product, m. p. 204°; 1-amtno-n.r- 
tetmhydro- ^naphthol forms colourless leaflets, in. p. 148°, and 
yields a crystalline hydrochloride and sulphate. An isomeric benzene- 
azo-8x4efrahydro-$-napkthol, m. p. 110°, is occasionally also formed: 
on reduction, it yields l-ammo-SLT4etrakydro-$-naphthol , m. p. 173'. 
the sulphate of which separates from 2A-sulphuric acid. The 
carbonyl derivative, produced by heating with carbamide, forms 
small, red needles, m. p. 188° ; it lowers the melting point, 189— 
190°, of the carbonyl derivative of l-amino-ar-tetrahydro-^naphthol, 
which is prepared in a similar manner. 1 -A mino-2-methozy^ 
tetrahydrompkthalene is produced by reducing 2-methoxy-a-naph- 
thylamine (m. p. 54°, although 84° is the m. p. recorded in the 
literature) by means ofr sodium and amyl alcohol. It has m. p. 64°. 
b, p. 195 200°/20 ram., and on hydrolysis by means of hydro* 
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ihloric acid at 180 — 190° yields l-amino-ar-tetrahydro-JJ-naphthol. 
.$itrO‘&T'tetrahydrompkthaIene-3-8ulplwnic acid , which may be 
prepared by directly sulphonating 1-nitro-ar-tetrahydronaphthalene, 
ind is characterised by a crystalline amide , m. p. 189°, gives ar- 
etrahydro-a-ruiphthylamine-S-sulphonic acid on reduction by means 
$ stannous chloride or by iron and hydrochloric acid, but the 
imino-acid is not converted into 4-arnino-a?'-tetrahyiirQ-{iS-naphthol 
)U fusion with alkalis. The main product is ar-tetrahydro-a- 
iaphthylamine, which is also obtained when the amino-sulphonic 
icid is condensed with p-toluenesulphonyl chloride before fusing 
with alkalis. However, 4-aeetylamino- ox-tdrah ydro- p -naphthol, red 
needles, m. p. 222 , is readily produced by the diazo-reaction 

applied to 4-acetyIamino-ar-tetraliydro-[i-naphthylamine ( 1 -acetyl- 
derivative of ar-tetrahydro-I : 3-naphthylenediamine, preceding 
abstract), and on hydrolysis by means of fuming hydrochloric 
acid gives ^amino^Tdetrahydro-^naphtkol, leaflets, rn. p. 177°, 
which is characterised by having a sparingly soluble hydrochloride. 
When the unseparated mixture of 1- and 2-nitro.ar-tetrahydro- 
naphthalenc is sulphonated there is produced, along with nitro* 
sulphonic acid described above, an isomeride having a much more 
soluble sodium salt and consisting in all probability of 2-atfro-ar* 
UrahydrompJUkaleneA-sulphonic acid . It forms an amide , m. p. 
211 — 212°, and on reduction yields &r4etrahydro-$-riaphikylammeA- 
sulphonic acid , the hydrochloride of which is soluble in 120 parts 
of hot water. 1 : S’Dinitro-ar-tetrahydro-fj-naphthol, yellow needles, 
m!p. 141°, is produced by adding nitric acid (d 14) to a solution 
of ar-tetrahydro- (3-naphthol in sulphuric acid, its salts arc for 
the most part sparingly soluble in water, the sodium , potassium , 
mmnium , barium, and lend salts being easily precipitated. The 
dry sodium salt on heating with methyl sulphate in toluene yields 
1: Minitro- 2 -meth 0 zy-av-tetrahydronapkhahne , which forms colour- 
less needles, m. p. 86-5°. On reduction by means of ethereal 
stannous chloride, 1 : 3-dinitro-flr-tctrahydro-p-naphthol yields 
l‘7iitro-Z-amino-<iT4etrahydro-$-naphihol, copper-coloured needles, 
m. p. 127°, and in a similar way the riitro-methoxy-compound 
gives \-nitrO‘%-amino-%methoxy-M4<>trahydromphthakne, which has 
in. p. 117°, and forms a sparingly soluble hydrochloride. 1 : 3- 
Vwmino-SLr-tctrahydro-p-naphthol , leaflets, m. p. 214— 216 3 , is 
obtained when the dinitro-compouiul is reduced by alcoholic 
stannous chloride, and l : 3-diamino-2-mdkoxy-Qir-tctrah ydronap h - 
thmne, prisms, m. p. 89°, when the dinitro-methoxy-derivative is 
treated similarly or reduced catalyticallv; its hydrochloride, is 
obtained as a colourless, crystalline precipitate with the aid of 
I hydro 8 en c}lloricle - When ur-telra hydro-, 3-naphthol is 
heated under pressure with carbon dioxide in the presence of alkalis, 
Uwrory-M-tetrahydrona phlha lene-3-carborylic acid , in. p. 182°, is 
produced. Its sodium salt crystallises without water of crvstallisa- 
ion and its calcium salt is sparingly soluble. The mdhyl ester, 
otained by direct esterification, has m. p. 42“', b. p. 170°/l5 mm., 
a soluble sodium compound, ONVC lfl H in -CG 0 Me; 

e y ester is a liquid, b. p. 179 3 /13 nun. Hydrazine converts 
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the methyl ester into a hydrazide, OH'CuJ 1 10 *CO*N 2 H 3) m. p. 146°, 
which readily condenses with acetone, forming an iso propylideu 
hydrazone , HO*C 10 H 10 *CO*NH*N!CMe 2 , m. p. 235°, and on treatment 
with nitrous acid yields an azide, HO‘C 10 H 10 ‘CO*N 3} m. p. 99 — 100° 
which on heating eliminates nitrogen and gives the carbonyl 
derivative of ar-tetrahydro-2 : 3-naphthylenediamine mentioned 
above. The hydroxy-acid also yields an anilide , m. p. 182 — 184° 
an acetyl derivative, OAc*C 10 H 10 *CO 2 H, m. p. 142 — 143°, and 
a nitro -derivative, 1 -nitrod-kydrory-aT-tetrahydroriaphthalem-Z-carb- 
oxylic acid , in. p. 200 — 202°, which on catalytic reduction gives 
\-amino-2-kydroxy-&v4etrahydronapkthalene-Z-carboxylic acid. The 
latter has m. p. 208—210°, and is characterised by a sparingly soluble 
hydrochloride , and by a diacetyl derivative, NHAc*O 10 Hc l (CO 2 H) , 0Ac, 
m. p. 180 — 181°, which is prepared by acetylating with acetic 
anhydride in the presence of a trace of sulphuric acid. 

A.-Amino-sx-ktrahydm- a- naphthol may be obtained by reduction 
(using stannous chloride) of 4-nitroso-ar-tetrahydro-a-naplithol 
(m. p. 161 — 1G3°) which Green and Rowe (T., 1918, 113, 955) 
erroneously supposed to be 4-nitro-ar-tetrahydro-a-naphthol, or 
by coupling ar-tetrahydro- a-naphthol with sulphanilic acid diazide 
and reducing the ai-letrahydro-fy-naphtholA-azobenzene-p-aulphonk 
acid so obtained by means of alkaline hyposulphite. The base 
has m. p. I46‘8° and b. p. 208— 210°/10 mm. The ethyl ether 
(“p-amino-ar-tetrahydronaphthyl ethyl ether,” Jacobsen and 
Turnbull, A., 1898, i, 441) may be obtained by ethylating 4-benzeiie- 
azo-ur-tetrahydro- a-naphthol with ethyl bromide and alcoholic 
potassium hydroxide and reducing the product eatalytically in the 
presence of nickel. Z-Amino-aT-tetrahydro-x-mphthoi, m. p. 110— 
111°, is readily obtained by reducing Green and Rowe’s 2-nitro 
ar- tetrahydro- a-naphthol (foe. cit.); its hydrochloride , on heating 

with carbamide, yields a carbonyl derivative, C 10 H 10 <^>CO, 


m, p. 205°, which is also produced when o r- tetrahydro- a-naphthol - 
2-carboxylazide (see below) is heated in toluene. 3-^cefyfommo-ar- 
tetrahydro-<x-imphthd, colourless needles, m. p. 211°, is prepared 
by hydrolysis of the diazonium salt obtained from 3-acetylamino- 
ar-tetrahydro- a-naphthylamine (3-acetyl derivative of ar-tetra- 
hydro-1: 3-naphthylenediamine, preceding abstract). On hydro- 
lysis with fuming hydrochloric acid, it yields 3-nwino-ar-le/rfl' 
hydro- z-naphthol which forms leaflets, m. p. 197°, and gives a 
hydrochloride crystallising in colourless needles. \-H ydroxy-ta- 
tetrahydronaphthakne-2-carboxylic acid , m. p. 165—166°, is obtained 
by the action of carbon dioxide under pressure on ctr-tetra- 
SrrfOr 1 ] n the P resencc of alkalis. The sodium salt, 
0H , G 1 pH 1() ’C0 2 N’a,3H 2 0, crystallises in leaflets. The acetyl deriv- 
ative, OAc-C 10 H 10 ’CO 2 H, obtained with the aid of acetic anhydride. 
5“ ^ P* l 70 J th « mdh V l ^ter, OH*C 10 Hj 0 -CO*Me, m. p. 
b p. 190 /16 mm ; the hydrazide, OH*C 1() H 10 *CO-N 2 H V m. p. 205°: 
the iso propyhdenehydrazone, OH-C 10 H jV CO*^H-N:CMe; m. p. 136°; 
and the azide, OK*C 10 K ]0 ’CO*N 3 , m. p. 84°, are prepared like the 
isomendes previously mentioned. C, K. I- 
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Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXIV. The Binary Systems of 
Anthracene with Nitro-derivatives of Benzene. Robert 
Kremann and Robert Muller II (Monatsk., 1921, 42, 181—197; 
cf. following abstract). — In the order of diminishing affinity towards 
nitro-compoiinds, the hydrocarbons as yet investigated may be 
arranged in the following order : naphthalene, acenaphthene, 
phenanthrene, and benzene, fluorene, triphenylmethane, and di- 
phenylmethane. Examination of the binary systems formed by 
anthracene with nitro-derivatives of benzene and phenol show that 
anthracene occupies a position in the above series immediately 
before tri- and di-phenylmethanes. 

The positions and percentages of anthracene corresponding with 
the eutectics formed by the binary systems of anthracene with 
nitrobenzencs are: o-dinitrobenzene, 110°, 12-5%; w-di nitro- 
benzene, 84°, 8 %; p-dinitrobenzene, 146°, 35%; 2 : 4-dinitro- 
toluene, 66 °, 9%; 2:4: 6 -trinitrotolucne, 75°, 6 %. The system 
anthracene-1 : 3 : 5-trinitrobenzene forms a compound (1 mol. : 1 
mol.), in. p. 105°, which gives a eutectic with trinitrobenzene at 
112° containing 4%, and a eutectic with anthracene at 162° con- 
taining 51%, of anthracene. 

With 0 -(p-)nitrophenol, anthracene gives a eutectic at 44° 
(106°) containing 2% ( 6 %) of anthracene. With m-nitrophenol, a 
compound (1 mol. : 1 mol.) is formed, m. p. 187°, this giving with 
anthracene at 186° a eutectic containing 59%, and with m-nitro- 
phenol at 93° a eutectic containing 3%, of anthracene. The system 
inthracene- 2 : 4-dinitrophenol forms a eutectic at 101 °, con- 
taining 15*5% of anthracene. T. H. P. 

Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXI. The Binary Systems of 
Triphenylmethane with Amines and Phenols. Robert 
Kremann, Friedrich Odelga, and Othmar Zawodsky {Monatsk., 
1921, 42, 117 — 145; cf. Kremann and Wlk, A., 1919, ii, 458). — 
The binary systems formed by triphenylmethane with p-toluidine, 
a- and fi-naphthylamines, and m- and p-phenylenedia mines exhibit 
only simple eutectics. With -phony lenediamine, two liquid 
layers are formed in the region corresponding with 20 — 91% of 
triphenylmethane, the temperature of the 11011 -variant equilibrium 
in this region during the crystallisation of triphenylmethane being 
81°. Thus, of the amines examined, only aniline gives a compound 
ivith triphenylmethane; for this system the authors find the maxi- 
mum temperature OT-o 3 and for the eutectic between triphenyl- 
methane and the compound, 67° and 72% of triphenylmethane, 
whereas Hartley and Thomas (T., 1900, 89, 1024) found 71*0°, 
"O'", and 71 -5% of triphenylmethane respectively. The total 
affinity between triphenylmethane and aniline is undoubtedly 
flight and is annulled by the least alteration in the molecular 
character of the amine. 

j ^ike diphenylmethane, triphenylmethane, forms no compounds 
^th phenol, a- and {3-naphlhols, the three dihydroxy benzenes, 



i. 132 


ABSTRACTS OF CHEMICAL PAPERS. 


pyrogallol, the three nitro phenols, and picric acid. Somewhat 
extensive miscibility gaps in the liquid condition occur in the 
binary systems formed by triphenylmethane with resorcinol, quinol, 
pyrogallol, and picric acid, and in some cases solid solutions appear 
to be formed between triphenylmethane and phenols. 

The positions of the eutectics in the binary systems formed by 
triphenylmethane with ja-toluidine, a- and |3-naphthylamines, and 
*j>' and m-phenylcnediamines correspond respectively with the 
following temperatures and percentages of triphenylmethane : 33° 
36%; 37°, 33%; 72°, 75%; 87-5°, 97%; 60°, 3%. 

The corresponding results for the binary systems formed bv 
triphenylmethane with phenols are : Phenol, 31°, 26%; (i-naphthoi 
77°, 80%; a-naphthol, 74°, 70%; catechol, 80°, 82%; resorcinol' 
87°, 94%; quinol, 91°, about 100%; pyrogallol, 89°, 97-5% • 
o-nitrophenol, 36°, 30%; m-nitrophenol, 80°, 76%; p-nitrophenol, 
86°, 92*5%. In some cases, it cannot be decided whether the pure 
components or saturated mixed crystals of the solid solutions of 
the two components take part in the eutectic. The latter is prob- 
able in the systems containing the two naphthols, since mixtures at 
some distance from the eutectic solidify at temperatures higher than 
the eutectic temperature. In the systems containing triphenyl- 
methane and m-(p-)nitrophenol, thermal effects occur below the 
eutectic temperatures, namely, at 75° (91°) ; for these no explanation 
is advanced. * T. H. P. 

Preparation of Dihydroxyperylene. Alois Zinke (Brit. 
Pat. 165771).— One part of 2 : 2'-dimethoxy-l : l'-dinaphthyl or 
other alkyl derivative of dihydroxydinaphthyl is heated with 
4 parts of aluminium chloride with exclusion of moisture for two 
hours at 140 — 150°. The molten mass is treated with hydrochloric 
acid and the dihydroxyperylene formed is separated and purified 
by reprecipitation from sodium hydroxide solution or glacial acetic 
acid, in which reagents it is readily soluble with an intense green 
fluorescence. 1 : 1 2* Dihydroxyperylene is also readily soluble in 
benzene and toluene, but sparingly so in alcohol. Its solution in 
aqueous sodium hydroxide is readily oxidisable to the quiuone, 
which, however, is again reduced on treatment with sodium hypo- 
sulphite. G y 

Preparation of Perylene. Alois Zinke (Brit. Pat. 165770) - 
r -n. I)ihydrox 5T er y ]ene preceding abstract) is reduced bv 
distilling with or over zinc dust or iron powder. For example, 
perylene is obtained as a reddish-yellow oil which, after solidifica- 
“ P nr ihed by crystallisation, by distilling a mixture of 1 part 
of dihydroxyperylene and 2 parts of zinc dust in a current of 
hydrogen and passing the vapours over heated pumice stone 
impregnated with zinc. G F M. 

Ruction between Sulphur Monochloride and Aniline. 

a trav - chim -> 1921, 40, 747—752; cf. Michaelis, 

A., 1891, 74, 310 and 715).— In attempting to prepare the sulphur 
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analogue of nitrobenzene by the action of sulphur monochloride on 
aniline in dilute ethereal solution, quantitative reaction takes place 
according to. the equation 3NH 2 Ph+SA NPhS»+2NH,PhCl, 
provided the temperature is sufficiently low. The compound 
Jy T PhS 2 is a thick, red liquid which cannot be distilled or crystallised 
Some of its chemical properties are described. The name dithio- 
phenylamme is suggested in place of thionitrobenzene, as the 
substance is analogous to the thionylamines. The nitrogen-sulphur 
linking is very unstable. H J E 


Chlorination and the Formation of Chloroamines by means 
of Nitrogen Trichloride. George H. Coleman and William 

Albert Noyes {J. Amer. Chern , Soc 1921, 43, 2211 2217) 

Nitrogen trichloride reacts with ethyl chloride’ giving, " among 
other products, ethylene chloride, which is not a normal’ product 
of the action of free chlorine on ethyl chloride in the absence of a 
catalytic agent. With toluene, nitrogen chloride gives benzyl 
chloride and the monochlorotoluenes, together with more highly 
chlorinated derivatives. With benzene, the main product is benzene 
hexachlonde. In addition to the above products, toluene, benzene 
and benzyl chlonde all give with nitrogen trichloride small amounts 
of A 7 -chloroamines, the chloroamine group being located in the 
nucleus in each case, and not in the side chain. These chloroamines 
are then further chlorinated by the nitrogen trichloride or free 
chlorine. Thus with benzene the ultimate product is probably 
pentachloropheny ldichloroam in e, C 6 CJ 5 *NC1 2 . These chlorinations 
take place at the ordinary temperature, and hence are not mole- 
cular rearrangements, but similar to the chlorination of aniline 
hydrochloride by free chlorine. The chloropheuyldichloroamine is 
decomposed by hydrochloric acid, giving chlorine and chloroaniline. 
ihe action of nitrogen chloride on benzene is considered to be 


(1) C 6 H 6 +NCl 3 =Cl{C 6 H 6 )NCI 2 =C 6 H^NCl 2 -bHCl 

(2) NCI 3 +4HCI=3C1 2 +NH 4 C1. 


The free chlorine from the second reaction chlorinates the chloro- 
amine. The formation of hydrogen chloride in reaction (1) involves 
a change of positive chlorine to negative, and this possibly accounts 
tor the formation of considerable quantities of free nitrogen. 


W. G. 


oI ydr ^ A. Madtnaveitia {Anal Fis. 

2 259 — 264). — Following the method indicated in 

OTLP u P mi n AriP '^ ’P* 9-309), o- hydro xybenzvMimethjiamine, 
al 77 6 *‘ .*• was Prepared by the action of 40% form- 
mi * e 011 a mixture of phenol and aqueous dimethylamine 
iue reaction ls incomplete in the cold, but is completed bv boiling 

mixw . t0 .I „ hours under a refl »x condenser. On cooling, the 
Wore is acidified with hydrochloric acid and extracted with 

added n r !uk° Ve e3 f cess phenol. Excess of aqueous ammonia is 
ethemal ammc ] t ! lu J s liberated is extracted with ether. The 
after rem™ wli. 18 anhydrous sodium sulphate, and 

VOh! exxn i he ether by eVaporation the WBidue is fractionated. 
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The base thus obtained has b p. 105-KT/18 mm.; «273 
The pier ate crystallises in rosettes, m. p. 151 * y fc atment 0 f 
IheLe with Acetic anhydride and of the aceto 

Cretin is obtained. By a similar reaction, using guamcol, a 
OMe 

, ft u ait/ \nH>NMe* is obtained; it is an 
compound of formula O-H-x _/ * 2 

•i 1 A 7 148°/15 mm.: the pkraU has m. p. 202 . By 

oil with b. p. 147 — 148 /I O mi ’ r nhHinwi Tiffenem 
hydrolysis of the diacetate, vamllyl alcohol is obtained (ct. l leneau, 

A., 1911, i, 778, 810). 

Derivatives of 2 : * 

Sl-WM continuation of previous work (cf. Lowy and 
K 1921, i, 337). The following compounds are dcscnbed. 

o - 4 • ^rrinilrobcnzMcm-o-phcmlidim, m. P - 1 .» - * ■ y 

- : V , m 177 : 2 : 4 : 6 -trimirobenzul 

tnuilrobemylideiu-p-phi neltdoie, m. R _ ( .^ nMeaz!/mw . p .J s _ 

£"°m”n! 182° ; 2 :4 : UrinitrobenzylideiK-o-ehtoroanUine, m. p. 
187° ' 2:4: 6-trinitrobcnzylideM-p-chloroaniUM, in. p. 180 , and 
2 • 4 • 6-trinitrobemylidene-‘2 : i-dichloroamlin e, m. p. 198 • 

When the condensations of 2 : 4 : 6 -tnmtrobenzaldehydo with 
o-chloroaniline, p-chloroaniline, and 2 : 4-dichloroamhne were 
parried out in hot glacial acetic acid solution, products were obtained 
having no p! in all cases approximately 100 “ higher than those of 
the products prepared in the cold solution These compounds are 
probably bimolecular condensation products. " ■ «• 

E-Naphthylniethylamine-6-sulphonic Acid. Gilbert T. 

Morgan and Horace Samuel Rooke (■/. hoc. Chem. ltd ., 1J-U, 

aa i q t \ s.\aphthvlniethvlamine-b-sulphomc acid, 

’ '* ‘ 1 XHMe-C, 0 H 6 -SO 3 H,H,O, 

colourless crystals, m. p. 292“, after becoming changed at 280', is 
obtained by 'the action of methylaminc hydrochloride and aqueous 
sodium hydroxide on Schaffer salt at 180-200°. The following 
salts are described: sodium (-j-3H 2 0 and anhydrous), potassium 
(4-3H,0 and anhydrous), calcium (M)H 2 0 and anhydrous), barium 
(+ 10 H.O and anhydrous), zinc ( }-6H 2 0 and anhydrous), magnesium 
(-f 6H 9 0 and anhydrous), copper , silver, and lead. The dyes pro- 
duced' by coupling p-na phthylmethyla mined) -sulphonic acid with 
the diazo-derivatives from aniline, p-nit roaniline, picrarmc acith 
diaminostilbenedisulphonic aeid, and tolidine are described. 
sodium be nze neazo- °>-m phthylmelhyla m i neS-sulphonate forms bright 
red crystals. {i-Naphthylmethyl nilrosoam i m S-sulphanic acid , 

SO H'CjoH g ’N Me*N 0 , yellow needles, is converted by alcoholic 
hydrogen chloride into l-nitroso-?,- mpkthylmthylamineSsulpM ic 
acid, orange crystals. T'he latter su bstance is converted by evapora- 
tion to dryness of its solution in hydrochloric acid or by treatment 
with acetic acid and zinc chloride into et^-napkihiminazolc-M 

phonic acid , pale yellow needles. Acetyl 

p. naphthylmetkyla mi ne^-s ulphonyl chloride , NMeAc*C l 0 H 6 -S0 2 U, 
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crystallises in prismatic needles, m. p. 142—143°; it is converted 
by ethyl alcohol into the corresponding ethyl ester, colourless 
needles, m. p. 125^-126°, and by ammonia into the sulphommide 
colourless, prismatic needles, m. p, 184—185°. Benzoyl-'i-naphthvl 
methylamne-fs-tulphonyl chloride forms colourless, rhomboidal 
prosnis, m. p lio— 116° anti the corresponding sulphommide 
crystallises in brownish-white plates, m. p. 225—226° Sodium 
? .naphth^mc hylamine-e-su^honatc is transformed by methy“ 

80 ? %-C H - S i;:' the quaternary ammonium sal, 
80 f7 L 10 rt 6 i\Me 3 fcOpic^HgO, which is converted by concen- 
trated aqueous potassium hvdmvwlr. y ' . 


7 ™ ™ 3 uiiicn is converted by concen- 

trated aqueous potassium hydroxide solution into potaJhL 
f waphthyldtmethi/lamine-b-su Iphonate, 8O 3 K*C 10 H 6 -\Me. 3H 0 

* H. W. 

Freezing-point Diagram of the System Phenol-Water 

V^ 0D ^r d , ; v- o£Ti«i!S; 

o.i-o34).— Fht complete freezing-point diagram of the system 
phenol-water has been experimentally determined. It is shmra 
that pure phenol has a melting point of 40-8°, a value which is 
considerably lower than the usually accepted value of 42-43° 
Phenol forms a definite hydrate, 2Ph0H,H„0, m n l.vq- The 
system consists of stable equilibria between phenol,' phenol hydrate 
and water, and metastable equilibria between anhydrous phenol 
and water. Because of the tendency toward suspended transforms 
lion, he solid phase which ordinarily appears when a mixture of 
phenol and water is cooled is the metastable anhydrous phenol 
Hydrated crystals were obtained only by seeding with the hChate 
3r by cooling to very low temperatures. Phenol hydrate forms a 
eutectic with water containing 05% water at 0 85° and one with 
phenol containing 8;2o% of water at 15 8°. In the metTstahle 

Sir* 1 V tW j lqu, , cl pha f s a PP ear > a saturated solution of 
ihenol in water and a saturated solution of water in phenol. 

J. F. S. 

The Action of Nitrous Acid on Phenols. H 4 J Senor 
:rsso (ffer. trav. dim., 1921, 40. 753-702; ef \iet/ki V lS 0 l' 
■ib). — By a modification of Licbermann s reaction inHnn’i 
nay be prepared from phenols in 

I Sta r- lirat th, ‘ fonuatio >‘ of a nitroso-corapound 

-henol' The colouring* matter fomicd l^^rlSs^mS 

ierar *• *s^tesaas 

H. J. I *_j, 

r c “p»“>a». ui. 

■■I.UcUIBiLD EDWIX 

/3 
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1687 DA cf this vol, ii, 32, 33 ).-Phenol and the three cresols have 
been ’exhaustively purified by repeated ^The f£w 

purity determined by a Xol, Sng 

^nt^ -l ^fO^%^>cc^c^MiK^rtivity 40°, 11-98x10- and 50? 
14 07 x 10 -- o.ore.sol f. p. 30 - 60 °± 0 - 02 °, specie conductive 
„ f,OTy lo-\t ™ p-cvesol, f. p. 34 - 55 ° ±0’02 , specific con- 

ductivity r378xl0“ 8 at 25°; w-oresol, f. p. H' 10 ±002, specific 
amrniy 101 a values are compared 

ttL S data. The specific conductivity of the 
six possible binary systems made up from phenol and the cresok 
has ^en determined for the whole range of concentrations at 2a°. 
A series" of viscosity determinations of these same binary systems 
is recorded for 25° A series of molecular weight determinations 
of the pure substances and certain of the mixtures ^ solutions 
£ benzene have been made by the freezing-point method The 
results indicate that without exception no increase m molecular 
complexity occurs on mixing these substances Tins is in complete 
accordance with the views correlating additive compound forma- 
tion with diversity in character of the components, put forward 
previously (he. cii). It is apparently in disagreement however, 
with the fact that Dawson and Mountforcl (T., 1318, 113, (L3j 
succeeded in isolating definite compounds from cresol-phenol 
mixtures in five out of the six systems. It is, however, shown 
that the compounds obtained by these authors are to be regarded 
as substitution rather than as additive compounds. Under this 
view, no conflict exists between the results of Dawson and Mount- 
ford and those of the present work; both fall directly into hno 
with the general theory, J. 1?. b. 

Catalytic Hydrogenation of Polyphenols by the Wet Way. 

J B Senderexs and J. Abolleno ( Compt . rend., 1921, 173, 

1365 1367 ) . — Quinol, resorcinol, catechol, pyrogallol, phloro- 

ducinol, and hvdroxycpiinol can be reduced in alcohol by the 
action of hydrogen under a pressure of 30—50 kilos, in the presence 
of reduced" nickel at 115 -130" or in aqueous solution at slightly 
higher temperatures. At higher temperatures, secondary reactions 
occur. At 130° in alcoholic solution, resorcinol gives eyewhexane- 
1 : 3-diol, hut at 180° cyclo hcxanol is the principal product. 

W. Cl. 


Waage’s Phytochemical Synthesis of Phloroglucinol from 
Dextrose. M. Nierexstetn ( Nature , 1920, 105, 391).— A senes 
of nearly eighty experiments, performed during fifteen years 
failed to confirm statements based on Waage’s observations (A. 
1891, 605; Bar. dent. hot. Ges., 1890, 8, 250), that phloroglucmo 
is formed when leaver floating in solutions of sugar are exposec 
to sunlight. A. A. h. 
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Natural and Artificial Pepper-substances and the Relation 
between Chemical Constitution and Peppery Taste. Erwin 
Oxt and Kurt Zimmermann (Annalen, 1921, 425 , 314—337).— 
The elucidation of the constitution of capsaicin by Nelson (A., 
1919, i, o43) is made the basis of an examination of the extent to 
which the various features of the molecule contribute to produce 
the peppery taste characteristic of that substance. 

Capsaicin is the vanillylamide of a dccenoic acid, 

oh/ /•CH 2 -NH-CO-C 8 H, 71 
, OMe 

and it is known that the vanillylamide of A w -undecenoic acid has 
a similar and about equally sharp taste. Undecenoic acid is, 
therefore, condensed with a number of bases more or less closely 
related to vanillylaminc, and it is shown that the p -hydroxybenzyl- 
amide (m. p. 86°) has a taste considerably weaker than that of 
capsaicin, whilst the taste of the o-hjdroxybe nzyla mide (not 
purified) is weaker still. Hence the presence of the methoxy- 
group and the particular orientation of the hydroxyl group in 
capsaicin both contribute to its taste. The presence of a phenolic 
hydroxyl group appears to be essential, since both the anisylamidc 
(white leaflets, m. p. 91°) and the benzylamide (m. p. .31 — 52°) 
arc tasteless. So also is the ^-hydroxy phcnylamide (m. p. 107°), 
which shows that the component amine must be of aliphatic 
type. 

With regard to the conditions governing the character of the 
acid residue, it is found that the vanillylamidcs of A a -nonenoic 
acid , deccnoic acid, and A w -undecenoic acid, have tastes of a 
comparable strength, whilst those of A V-hexcnoic acid and crotonic. 
add possess much less pungent tastes. The taste of the vanillyl- 
amide of cinnamic acid (white powder, m. p. 13S C ) was also only 
feebly peppery, whilst that of the vanillylamide of oleic acid was ex- 
ceedingly pungent but of different quality from the tastes of capsaicin 
and its closer homologues. On the other hand, the y-hydroxy- 
bmzijlamide of A '-nonenoic acid tastes more strongly peppery than 
the corresponding amide of undecenoic acid (see above). These 
facts show («) that the positions of the double bond in the acid 
residue has comparatively little influence on the peppery taste 
of the capsaicin-like amides, (6) that , on the other hand, the length 
of the carbon chain is important, acids with nine, ten, or eleven 
carbon atoms showing the phenomenon in the most marked and 
characteristic manner. 

One of the most remarkable facts which emerged from the 
investigation is the necessity for an unsaturated linking in the 
acid component. The vanillylamide, m. p. Sil , of highly'" purified 
dearie acid is quite without taste, both in the solid state and in 
concentrated alcoholic solution. Commercially “ pure M palmitic 
011 the other hand, gives a vanillylamide (m. p. 79°) which 
has a sharp taste, but this is due to the presence of traces of the 
oleic acid derivative. When the amide is purified by crystallisation 
from ether, the taste of the solid amide vanishes, but it is still 
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intense in alcoholic solution. A very delicate test for unsaturated 
acids may be based on these results. . , . 

The piperidide of sorbic add , m. p. 77 , has a taste which is very 

bitter but not at all peppery. • • • 

Benzyl Compounds [Benzyl Alcohol]. J. Messner (Pham. 
Zenlralh , 1922, 63 , 1).— The instability of aqueous solutions of 
benzyl alcohol, even in the absence of air, as, for example when 
sealed up in ampoules, is ascribed to autoxidation, catalysed 
possibly by traces of alkali from the glass resulting in the forma- 
tion of 1 mol. of toluene, and 1 mol. of bcnzaldehyde and water 
from 2 mols. of the alcohol. A similar change occurs with aqueous 
solutions of benzyl benzoate, which after a week or so acquire a 
strong odour of bcnzaldehyde, remaining, however, neutral m 
reaction. In this case 2 mols. of bcnzaldehyde arc formed by 
autoxidation of the ester according to the scheme : 


CH 2 Ph'C0 2 Ph • 


2CHPhO. 


Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXV. The Binary Systems of 
Triphenylcarbinol with Pyrogallol, Nitrophenols, Polynitro- 
benzenes, and Phenylenediamines. Robert Kkemann, Heinz 
Horn, and Robert Muller II (Mcmatsh., 1921, 42, 199—220; cf. 
this vol., i, 131, 159).— Triphenylcarbinol (2 mols.) and pyrogallol 
(3 mols.) form a compound, in. p. 97°, giving at 65° a eutectic 
with triphenylcarbinol and at 76° a eutectic with pyrogallol, these 
containing respectively 70% and 49% of triphenylcarbinol. The 
latter forms with o- and p -nitrophenols eutectics at 41° and 9r 
containing 90% and 63% of the nitrophenol. Triphenylcarbinol 
and m-nitrophenol form a compound which appears to contain 
1 molecule of the former and 2 molecules of the latter component, 
and undergoes considerable dissociation when fused. The system 
triphenylcarbinol-picric acid forms a compound (1 mol. : 1 mol.), 
in. p. 138’ 5°, which gives with picric acid at 110° a eutectic con- 
taining 23%, and with triphenylcarbinol at 122° a eutectic con- 
taining 67%, of triphenylcarbinol. 

The binary systems formed by triphenylcarbinol with 
and p-dinitrobenzenes, 2 : 4-dinitrotolueno, and 2:4: 6-trinitro- 
toluene form eutectics at 102°, 82°, 132°, 65 ^ and 76°, respectively. 


corresponding with 67%, 82%, 64%, 88%, and 92% of the res- 
pective nitxo-components. The system triphenylcarbinol-tri nitro- 
benzene forms a compound, m. p. 134 ’5°, which contains 2 mols. 
of the alcohol to 3 mols. of the nitro-compound and gives eutectics 
with the components at 133° and 112° respectively and corre- 


sponding with 48% and 15% of triphenylcarbinol. 

With the binary systems formed by triphenylcarbinol with 
p- and jw-phenylenediamines, the fusion curves of the components 
meet in eutectic points at 118° and 59’5° respectively, these corre- 
sponding with 67% and 10% of triphenylcarbinol. T. H. P- 
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The Interaction of Aromatic Disulphides and Sulphuric 
Acid. Samuel Smiles and Ernest Wilson McClelland (T , 
1922, 121, 86—90). 

preparation and Properties of the Benzochloro amides. 

George Robert Elliott (T., 1922, 121, 202—209). 

Steric Hindrance of the Sulpho-acid Group. C. F. van 

Duin {Rec. trav. chim., 1921, 40, 724 — 735). — In preparing the 
methyl esters of isomeric sulphobcnzoic acids, the yield is much 
greater in the case of the ortho-acid, whilst in the saponification 
of these esters the S0 3 Na-group in the ortho-position considerably 
retards the reaction. Anomalous results are given by o-sulph- 
aroino- benzoic acid. The conclusions drawn are consistent with 
those of Remsen and Reid (A., 1899, i, 507). H. J. E. 

Azomethine Derivatives of the 2- and 4-Hydroxy- x-Naphth- 
aldehydes. Gilbert T. Morgan and Harry Gordon Reeves 
(T., 1922, 121, 1—7). 


Reduction of Naphthalene- and Naphthol-carboxylic Acids. 

Hugo .Weil and Hermann Ostermeier {Ber., 1921, 54, [B], 
3217—3219). — It has been shown previously that salicylic acid 
is reduced by sodium amalgam in the presence of boric acid to 
salicylaldehyde in good yield (A., 1908, i, 800). The observations 
have now been extended to certain carbox 3 ’lic acids of naphthalene 
and the naphthols. Under these conditions, a-naphthoic add is 
almost unaffected, whereas (3 -naphthoic acid is partly converted 
into (S-naphthaldehyde, m. p, 60*5 — 61° ( pkenylhydrazone , colour- 
less leaflets, m. p. 217—218°). l-Xaphthol-2-carboxylic acid 
gives the corresponding aldehyde, m. p. 59°, the yield being 57%, 
calculated on the reduced acid. 2-Xaphthol-3-oarboxvlic acid is 
transformed into an aldehyde, C n H 12 0, b. p. 122712 mm. (phenyl- 
hydrazone , m. p. 97 c ). The substance behaves like an aliphatic 
aldehyde, being resinified by alkali and reducing ammoniacal 
silver solution, Folding's solution, and potassium permanganate 
in cold solution; it appears to be tetrahydro-li-naphthaldohvde, 

^ 4< ^PTr 2 pTT ^ I* gives a bisulphite compound which is 


freelv soluble in water. 


Carboxylic Acids of the Semibenzene Group. K. v. 

Ahvers and K. Ziegler (Annaldh 1921, 425. 2S0— 294).— This 
communication shows that the types of transformation previously 
discussed (A., 1911, i, 298) have some degree of generality. 
hthyl ct-4-hydroxy - l -methyl - 1 -d ichloromefhyl- A- : '-cyclohexad icm- 

i-propiomte, CO,Et-CHMe-C(OH)<^|J:^U>('Me-CHCl a . is obtained 

as a viscous, dark oil (impure) by the action of ethyl x-bromo- 
propionate and zinc dust on 1 -methyl- 1 -dichloromethylo/rto- 
aexadien4-°ne, and on hydrolysis by means of cold alcoholic 
Aiaah yields the corresponding acid, which forms stout, white 
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crystals, m. p. 123° (decomp.). On shaking with formic acid, 
the ester of the hydroxy-acid is dehydrated, forming ethyl 
a - 1 -methyl - 1 -dichloromethyl- A‘ J: ^cydohexadien-^-propionate (d l ™ 
1*2033, df 1-201, nj* 1*56017, 1*56682, v% 1-5657), which 

on hydrolysis by means of alcoholic potassium hydroxide yields 
the free acid, a yellow, crystalline powder, m. p. 101 — 103°, and 
can he regenerated from the acid by treating its silver salt with 
ethyl iodide. On heating, the acid undergoes isomeric change 
with the formation of $$-dichloro-oL-p4olyl\&ohutyric acid , needles, 
m. p, 135 — 136°, which when treated with alkali is converted into 
p- chloro- a-p-dimethylstyrene. 

1 : 3-Dimethyl- l-dichloromethylcycfohexadien-4-one on condensa- 
tion with ethyl bromoacetatc and zinc yields ethyl a-1 : 3 -dimethyl- 
1 - dichloromeihyl - A 5 - cyclo kexadien - A 4 - acetate (dj' 6 1 ‘2026, df 
1*200, 1*56219, nS 6 1*56898, n?> 1*5679). The free acid , 

m. p. 125—126°, on heating in petroleum, is converted into 
$$-diehhro-x-mA’Xylylpropionic acid , m. p. 132 — 132'5°, which on 
hydrolysis by means of boiling sodium carbonate solution yields 
p- chloro -2 : 4-dimethylstyrene. This substance on oxidation in 
aqueous acetone by permanganate gave 2 : 4-dimethylbenzaldehyde, 
which was identified as its semicar bazone. 

Ethyl fifi-dichloro-a-mA-xylylpropiomte, b. p. 170 — -175°/16 mm., 
is best obtained by the action of heat on ethyl a-1 : 3-dimethyl- 
l-dichloromcthyl-A' 3:r '-cyck>hexadien-A 4 -aeetale. On boiling with 
alcoholic alkali, it is converted into ^-chloro - 2 : 4 -dimethylatropic 
acid , C 6 H. } Me 2 *C(COoH)!CHCI, which crystallises in stout tablets, 
m. p. 111 6 . * C. K. I. 

Friedel and Crafts’ Reaction. The Preparation of 2-p- 
Toluoylhenzoic Acid. T. C. McMullen ( J , Amer. Chem. Soc., 
1921, 43, 1965). — In the preparation of 2-p-toluoylbenzoic acid 
from toluene, phthalic anhydride, and aluminium chloride good 
yields of the acid were obtained using 20 grams of toluene, 5 grams 
of the anhydride, and 9 grams of the chloride. Increasing the 
amount of phthalic anhydride or introducing acetic anhydride 
reduced the yield of acid very considerably or prevented its for- 
mation, but resulted in good yields of ditolyl phthalide (cf . Rubidge 
and Qua, A., 1914, i, 539). W. G. 

Friedel and Crafts' Reaction. The Carbomethoxybenzoyl 
Chlorides with Aromatic Hydrocarbons and Aluminium 
Chloride. Maurice E. Smith (J. Amer. Chem . Soc. y 1921, 43, 
1920 — 1924). — The reaction of each of the carbomethoxybenzoyl 
chlorides with benzene, toluene, and ra- xylene, respectively, in 
the presence of aluminium chloride has been studied. In each 
case the reaction with toluene takes place in the para-position to 
the methyl group and with m -xylene in the para -position to one 
of the methyl groups. 

o-Carbomethoxybenzovl chloride gave under these conditions 
with benzene after hydrolysis of the ester o-benzoylbenzoic acid; 
with toluene p-toluoyl-o- benzoic acid, and with m- xylene 2 : 4-di* 
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methylbenzoyl-o-benzoic acid. m-Carbomethoxybenzoyl chloride 
gave with benzene m-benzoylbenzoic acid ; with toluene p -toluoyl 
ni .benzoic acid, m. p. 172°, giving a silver salt and a methyl ester, 
m . p. 108°; and with m- xylene 2 : ±-dimethylbenzoylm-bcnzoic acid , 
in. p- 1 68 °, giving a silver salt and a methyl ester, m. p. 73°. p-Carbo- 
mcthoxybenzoyl chloride gave with benzene p- benz ov lbenzoic 
acid; with toluene p-toluoyl-p-benzoic acid, and with m-xylene 
2 : i-dimethylbenzoyl-'p-benzoic acid, m. p. 185°, giving a silver salt 
and a methyl ester, m. p. 59°. 

isoPhthalic and terephthalic acids were readily obtained by 
the oxidation of commercial xylene with potassium permanganate 
iii the presence of sodium hydroxide, the two acids being separated 
by means of' the differing solubilities of their barium salts. W. G. 

The Friedel and Crafts’ Reaction. Bromophthalic Anhy- 
drides, Benzene, and Aluminium Chloride. H. N. Stephens 
{ J . Amer. Chctn. Soc., 1921, 43, 1950 — 1956). — The various o- 
bcnzoylbromobenzoie acids and the diphenylbromophthalides have 
been prepared and identified. 3- Bromophthalic acid was prepared 
most satisfactorily from 3-aminophthalic acid by the Sandmeyer 
reaction. Its anhydride when boiled with benzene and aluminium 
chloride for four hours gave 6-benzoyl-2*bromobenzoic acid, m. p. 
231'5°, probably identical with the compound, m. p. 219—221°, 
described by Pechmann as o-bromobenzoyl benzoic acid (cf. Ber.[ 
1879, 12, 2126). Under similar conditions, 4-bromophtlialic 
anhydride gave 2-benzoyl4-bromobenzoic acid , m. p. 193 \ and 
6-benzoyl-3-bromobenzoic acid, m. p. 172-5° (cf. Kohler Heritage 
and Burnley, A., 1910, i, 562). c 

When 3-bromophthalic anhydride is boiled as above with 
aluminium chloride and benzene and then to the mixture acetic 
anhydride and more benzene are added and the boiling is con- 
tinued, a compound, m. p. 148—150°, is obtained which is not, 
however, a diphenylbromophthalide. Under similar conditions, 
4-bromophthalic anhydride gives a mixture of diphenyl-o-bromo - 
pktMide, m. p. 186°, and d i plicnylA-bromophtMide, m. p. 115— 
116 . Diphenyl-3-bro)nophthalidt, m. p. 131°, was obtained from 
the mixed anhydride, in. p. 168*5^, of 6- benzoyl-2 -bromobenzoic 
acid and acetic acid. The mixed anhydride, m. p. 83—87°, of 
2-benzoyl-4-bromobenzoic acid and acetic acid, and the mixed 
anhydride of 6 - benzoyl- 3 - bro i n obe azoic acid and acetic acid were 
also prepared. q 

A New Alkylamine and certain of its Derivatives. Hans 

(*■:,. 1«81, 54, [B], 3158— 3162).— Gabriel and Ohle 
K I?’ 1 ’ ^ave described the preparation of amino -alcohols 
b ? . e ac ^ on of alkylene oxides on phthahmide and subsequent 
eturunation of the acid group. Since, however, the alkvlene oxides 
are generally prepared with considerable loss from the halogen- 
). ms, it appears more advantageous to cause the latter to react 
meetly with potassium phthalimide. This* method has been used 
already for the preparation of p- hydroxy- n-propylamine (Gabriel 
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and Oiile, A., 1917, i, 563) and two further examples of its employ 
ment are now given. ^ TT Oft0 

Hydroxyethylphthalimide, C 8 H 4 0 2 ‘.N*CH 2 *CH2*0H, m. p. 89 , 
is obtained from potassium phthabmide and ethylene chlorohydnn. 

WftButylene chlorohydrin, prepared from chloroacetone or chloro- 
acetic ester and magnesium methyl bromide (but not iodide), is 
converted by potassium phthalimide mU> a-phtMim lW >-V-hydroxy. 
^mthylproLle, 0H-CMe 2 -CH 2 -N:C 8 H.0 2 , slender colourless 
needles or leaflets, m. p. 106-107°. The yield is not very satis- 
factory. Attempts to prepare the substance from Gngnards 
reagents and ethyl phthaliminoacetate, acetonylphthakmide, or 
phthalvlglyeyl chloride were, however, fruitless The phthalyl 
derivative is hydrolysed by sulphuric acid to uobutaldehyde and 

a -amino-P-hydroxy-V-methylpropane, OH-CMej-CHj-NHj, the . hydro. 

cMoride, very hygroscopic, colourless needles, m. p. 70 7- ptoim- 

chloride, long, very hygroscopic, yellow needles, m^p. 172 (decomp), 
■pier ate, large, prismatic crystals, m. p. 16o-17o° according to the 
mmner of heating, and aurichlonde, long, yellow needles or 
nrisms, of the latter are described. The base is converted by 
nhenvlthiocarbimidc into X-phmyl-X '-h,droxyisobutyUhiocarbamii f , 
NIlrivCS’NH’C^Hg^OH, colourless needles or prisms, m. p. 136— 
137°, which is transformed by fuming hydrochloric acid at 100 

into the isomeric 2-anilino-o : o-dimethylthiazoline, 

colourless prisms, m. p. 153-154°. $-Chhro-*-amv> 
propane hydrochloride , lustrous needles, m. p. 183 (decomp.}, is 
obtained together with the chlorohydnn, OH-CMe 2 -CH 2 Cl when 
the alkylamine hydrochloride is heated with saturated hydro- 
chloric acid at 100°; the oily free base smells like glue, and 
yields a pier ate, long needles or plates, in. p. 159 . Potassium 
thiocyanate converts the chloroalkylamine hydrochloride into 
2-amino-o : 5-dimethvlthiazoline (pic rate, m. p. 103 — 106 ). With 
benzoyl chloride and sodium hydroxide, the hydrochloride gives 

CMe 2 Cl-CH 2 -NIIBz, in. P- 
97 — 98° ? which is transformed by boiling water into 2-phen\jl- 
5 : 5 -dimethyloxazoline, a liquid which gives a picrate, needles, m. p. 
193 — 199°. The platinichtoridc of the chloroamine, C M c 2 Cl * CH 2 ■ ^ J1 n , 
crystallises in six-sided prisms, m. p. 200°. 

oc-Phthalimino- [i-hyclroxy- [i-methy Ipropane exchanges its hydr- 
oxyl-group readily for a halogen atom when warmed with halo- 
gen acids. It thus gives ^-chloro- x-phtkali mino- l J j-methylprojKVic 1 
CMe 2 01*CH 2 *NIC 8 H 4 0o, needles, m. p. 88 — 89’, the corresponding 
iodo- compound, prisms, ni. p. 100 — 101°, and 6romo- derivative, 
needles or leaflets, m. p. 97°. The latter can be converted by 
potassium hydroxide, acetic acid, and nitrous acid into the miroso- 
. : „ XO.S(NO).CH 2; 
compound, 

(decomp.). 

Attempts to cause tjiraethylethylentxjhlorohydrin, 
OH*dWe 2 «CHMeCl, 

to react with potassium phthalimide were unsuccessful. 


‘C0.0--^ ncedlesorpriyms> m lJ 


154° 


II. w. 
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Synthesis of Inactive Para- and Anti-hydroxyaspartic 
Acids (Aminomalic Acids) [Aminohydroxysuccinic Acids]. 

H. D. Dakin (J Biol Chem., 1921, 48, 273— 291).— Attempts to 
obtain ammohydroxysuccinic acid , C0 2 H-CH(0H)-CH(NH 2 )*C0 H. 
either synthetically or as a degradation product of proteins have 
not hitherto been successful, although its isolation has been incor- 
rectly reported (Skraup A, 1904, i, 539; Neuberg and Silbermann, 
A., 190o, i, 418 ; Lossen, A., 1906, 798). In view of its possible occur- 
rence in proteins it was therefore prepared by heating chloromalic 
acid with 5 parts of concentrated aqueous ammonia for about 
ten hours in an autoclave immersed in a boiling water-bath. After 
removal of chlorine, it was isolated from the reaction product by 
means of its lead salt. The acid so obtained forms a syrup which 
is difficult to crystallise unless seeded, and consists of a mixture 
of two optically inactive isomerides. Separation of these was 
effected by fractional crystallisation from water. The less soluble 
isomeride, the para-acid forms small, opaque cubes, decomposes 
slowly when heated above 235°, and is converted by nitrous acid 
into racemic acid. The more soluble form, the anti-acid, forms 
hexagonal plates and thick prisms, and gives mesotartaric acid on 
similar treatment. With phenylcarbimide, phenylhydantom deriv- 
atives are produced, the para-compound forming bunches of white 
needles, m. p.^ 201*5- -202*5°, and the anti, nacreous plates, 
m. p. 196 — 198°. The various salts produced have the following 
composition : (Para), (C 4 H e Q 5 N) 2 Ca,5H 0 0 ; C,H,0,NCa,Aq ■ 

(C 4 H 6 0 5 N) 2 Ba,3H 2 0 ; C 4 H 5 0 5 XBa ; “ (C 4 H 4 0 4 5 N 2 Cu„8H 2 0 ■ 

(C 4 H, 1 N0 5 ) 2 Zn„7H 2 0. (Anti), C 4 H fi OX0 2 Ca 4H 0 0 ; 5 C H^Ca 

(t 4 n 4 i/ 5 X ) 2 Zn 3 , / rl 2 U. 

By heating chloromalic acid with aniline, the dianilide of anilino- 
hjdroxysuccimc acid , CO(NHPh)-CH(NHPh)*CH(OH)*CO(NHPh), 
nodular clumps of bright yellow 7 needles softening above 200° 
and melting at 210 — 211°, and anilin oh yd roxys ucc in ic acid anil , 
D^v/CO't'H’NHPh 

A ’ flight yellow plates, m. p. 238 — 239°, were 

obtained. ^ ^ 


The Chemistry of Polycyclic Structures in Relation to 
their Homocyclic Unsaturated Isomerides. II. Intra- 
annular Tautomerism. Ernest Harold Farmer, Christopher 
Kelk Ingold, and Jocelyn Field Thorpe (T. , 1922, 121, 128— 159). 

The Direct Acetalisation of Aldehydes. Robert Downs 
Haw ortr and Arthur Lapworth (T., 1922, 121, 70— 85). 


Catalytic Reduction of Nitrones, th Cusmano (Gazzctta, 
n, 306—309). — Reduction of an aldonitrone, CHR'XRIO 
f’lfp vn A he V rignard rea ? ent >' irMs a P-hydroxylamine* 
.UP u ( An 8 cl, » Alessandri, and Ajazzi-Mancini, A., 1911, i, 
whereas the action of nascent hydrogim results in the forma- 
011 tlc Shift’s base, CIIRiNH. The author finds that catalytic 
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reduction by means of hydrogen in presence of platinum black 
converts aldo- and keto-nitrones almost quantitatively into p. 
substituted hydroxylamin.es, very small proportions of secondary 
amines being formed in addition. Thus, phenyl- jV-phenylnitrone 
yields phenylbenzylhydroxylamine and bcnzylaniline, and the 
catalytic reduction of anisyl-AT -phcnylnitrone and diphenyI-A T . 
phenylnitrone proceeds similarly. T. H. P. 


Chloro- and Bromo-derivatives of Alkylated cycloHexa- 
dienones. K. von Auwers and K. Ziegler ( Annalen , 1921, 425, 
295— 313).— It has been shown (A., 1911, i, 383) that the chlorination 
of 1 - methyl- l-dichloromcthylcyclohexadien-4- one takes the following 
course : 


Mc^XJHICCK 


but that the presence of a methyl group in the “ ortho ” -position 
to the carbonyl group limits the additive power of the molecule : 


CHCW p /CH:CMe^ rn 


CHCL 


2 N>p/CH CMe Xpn . 

Me^° v CHCl*CHCr 


Mc x 


CHCl,. 


CH'.CMe 

CH=CCh 


>C0. 


In the present communication, it is shown (a) that a methyl group 
in the meta-position to the carbonyl group does not prevent the 
addition of the second two atoms of chlorine, but, nevertheless, 
retards it considerably, (6) that bromination is governed by the 
same rules as chlorination. 

1 : 2-Dimethyl-l-dichloromethylc?/cfchexadien-4-one, when treated 
with chlorine in carbon disulphide, takes up two atoms of chlorine 
with the formation of 5 : §dkhloro-\ : 2-di methyl- \-diddororneihjl 
A 3 - cy c \ohexen - 4-one, which melts at 82 — 83° with evolution of gas, 
and, on treatment with potassium acetate in hot acetic acid solution, 
passes smoothly into 5-chloroA : 2A\methylAAichlorormihylA yi - 
cydiohexadienA-one. This substance forms small, stout prisms, 
m. p, 101 — 102°, and yields a p-nitrophcnylh ydrazone, in. p. 206 — - 
208°. When; however, the original ketone is treated in carbon 
tetrachloride solution with chlorine in sunlight, four atoms of 
chlorine are taken up, but the product is too unstable to admit 
of its being isolated, and passes under the conditions of its pro- 
duction. into 3 : o-dichloroA : 2-d i methyl- 1 -dicMoromethylA-' fl -cyc]o- 
hexadienA-one , which forms glistening crystals, m. p. 87— 90 s , 
and shows no tendency to condense with p-nitrophenyJhydrazine 
or to combine with chlorine. 

Lack of tendency to combine with chlorine and ^j-nitrophenyl- 
hydrazine is also exhibited by 5-chloro-l : 3 -d i m eth y 1 . 1 -dichloro- 
methyl-A 2 S -cyci!ohexadi3n-4-one, and is to be attributed to the 
presence of two substituents in positions adjacent to the carbonyl 
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group. The same is true of 5-cWoro-l : 3 : 6-trimethyll-dicMoro- 
ndhyl-tf'-'-cydohexadmiA-one (in. p. 142—143°), which is obtained 
by chlorination of 1:3: 6-trimethyl-l-dichloromethyl-A' :3 -cwcfo- 
hexadien-4-one. 

5 : $-Dibromo-\-rtictkyl-l-dichlorometkyl-£>?-cyc\Qhexe7i~4:-o7i(i, which 
when freshly prepared, forms colourless needles, m. p. 80—81°' 
is obtained by allowing equiraoiecular quantities of 1-methyl-l- 
dichloromethyl-A“ '-cycZohexadicn-4-one and bromine to combine in 
carbon disulphide, and, when boiled with potassium acetate and 
acetic acid, is converted into 5-bromo - 1 -methyl - 1 -dichloromethyl- 

tf r, -cyc\o1wxadien4-one } which has m. p. 89 — 90°, b. p. 183 

3 85°/ 1 5 mm - The v-nitrophenylhydrazone melts at 154 — 156°. 
On treatment with magnesium and methyl iodide, the ketone is 
converted into o-fcromo-l : i-dimethyl - 1 -dieMoromethyl-H 2 : 5 -cjmlo- 

hexaSen-i-ol, which forms slender, colourless needles, m. p. 103 

104°, and is somewhat less stable than its chlorine analogue. 

2:3:5 : 6-Tetrabromo - 1 -methyl - 1 -dichhromethylcyclohexanA-one 
is obtained in “ c is” and “ cisdrans modifications by the action 
of four atoms of bromine on l*methyl-l-dichloromethyl-A 2:5 -cyc/o- 
hexadien-4-one. The former crystallises in rosettes of colourless 
needles, m. p. 137° (decomp.), and the latter in needles which 
immediately after crystallisation melt at 118—119°. This com- 
pound does not keep well, however. When either isomeride or the 
original crude bromine additive product is boiled with potassium 
acetate and acetic acid, hydrogen bromide is eliminated and 3 : 5- 
dibromo-l -methyl - 1 -dichlorometkyl A 2 5 "-cyclohexadienA-one is pro- 
duced. This substance forms prisms 'or tablets, m. p. 120—121°, 
and is stable towards excess of bromine at 100 \ It may be pre- 
pared in small yield by the action of chloroform and sodium hydr- 
oxide on oo-dibromo-p-eresol , and when treated with magnesium 
and methyl iodide is converted into 3 : o-dibromo - 1 : ^-dhnethyl-l- 
dichforometkyl-&* :i -cyclohexadien-4-ol, which crystallises in needles, 
m. p. 91— 92 °, and eliminates water only at 250°. 

The product of addition of two atoms of bromine to 1 : 3-dimethvI- 
l-dichloromethyl-A a:, -ci/c/ohexadicn*4-one is too unstable to admit 
of its being isolated, and passes under the conditions of its forma- 
tion into o-bromo- 1 : 3-rfi methyl - 1 -dkldoromdhyl-tf : r, -cy dob exadien - 
f-one, which has m. p. 05—007 b. p. 180— 185° 13 mm., and 
in agreement with the position assigned to the bromine atom, 
shows no tendency to react with p-nitrophenvlhydrazine. 

C.K.I. 

The Mutual Replacement of Amine Residues by Anils 

G Reddeldsst (Bor., 1921, 54, [B], 3121— 3131).— It has been 
shown previously (A., 1910, i, 118; 1913, i, 1203) that the formation 
o^etoneanils can be facilitated greatly bv the presence of a suit- 
able catalyst, such as aniline zincichioride or halogen acid, but 
the procedure gives poor yields with many ketones of high molecular 
weight and substituted anilines by reason of the slowness of the 
change. The desired anils may, however* be obtained readily if 
the simple ketoneanils (in place of the ketones themselves) are 
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^^fivrrrD n — T? p'NR 1 --NH. Ph. The conditions which 

R 2 C(NHR )*NHPh— ] 2 • . * t he volatility of the amine, 

govern the course c aWydic residue, and the 
the chemical affim v if the eliminated amine is not removed 

concentration of the “ n / f “^“1 governed by the law 
(for example, by distillationl a replacement of a less 

of mass action becomes , { ^ ^ k 

by a more volatile aminecan, to q{ ketoneanils can be 

used in large exeeaa. similar manner; the process does npt 

removed by amino-aci . , „ r0U p 8 since the fission of 

depend on the activity ^/he carboy grouj ^ ^ 

ketoneanils by ear oxy - tke production of ketoneanils 

The new process can be rtitaedfart .he proa e 

which, by reason o stenc hm.hww^re ^ ketoneimine ^ 

SaccmentTcan be catalytically accelerated by aniline zinci- 
chlo“ halogen acids, but this is not generally necessary The 
reaction may also be extended to acid amides, the same catalysts 

CPh 2 :N-C w H„ Short, greenish-yellow 
jsenzopne , r nrenared bv heating a mixture of benzo- 

s-p.phS.yU™™ SM (,*» Mf ~ 

esi" » ,m ;: 'frS'XZSm xx P 4 

m n 9H° Benzophenone-p nnilimximl, CPh 2 .^ U 6 tl 4 j rom 

beraonhenoneanil and p-aminodiphenylamine, forms dark yellow, 
obCue, four-sided rods, m. p. 111 0 . Benzophenoneaml-p -carb- 
arn, acid OPh.lN-C.H.-COjH, short, pale yellow prisms, m. p. 
240° is obtained readily from p-aminobenzoic acid and benzo- 
nhcn’oneanil or benzophenoneimide; the sodium salt, an intensely 
yellow, crystalline powder, and the potassium salt are described 
y Fluore,noZnil. V ‘ -carboxylic acid from fluorenonean.1 and i>-ammo- 
benzoic acid, crystallises in yellow leaflets, m. p. 2.»3 . Benzo 
phenoneimide is prepared conveniently by heating benzophenone- 
anil at 200° in the presence of a little aniline hydrobromide l ■ 
current of dry ammonia. Bluorenoneimide, pale yellow, slendei 
needles, m. p.V, is prepared in a similar manner ***&%£ 
melhylmide, CPh^NMe, a colourless liquid, b. p. j 5 
is obtained by heating benzophenoneam and anihne hydrobromi 
at 200—210° in a current of dry methylamine. , 
imide crystalhses in pale yellow leaflets, m. p. 110 111 _ • _ 

pheiumebenzoylhydrazone, GPhj2MJHBz, from benzope 
and benzoylhydrazine at 100°, forms small, colourless rods, m. P- 
115-5 0, it can also be prepared in almost quantitative yew 
protracted ebullition of a solution of its components m alco ■ 
Fluorencmebenzoylhydrazorts. forms pale yellow needles, m. p^i^ ■ 
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Fission of Anils. G. Reddelien and Hildegard Danilof 
(Rer., 1921, 54, [B], 3132—3142; cf. A., 1910, i, 118; 1913, i, 1203, 
and preceding abstract). — Anils are hydrolysed by aqueous solutions 
of mineral acids with a readiness which depends to an unusual 
extent on the presence of substituents. Sterio hindrance is shown 
when the latter are present in the ortho -position, but hydrolysis 
is also facilitated greatly by positive and retarded by negative 
groups in the para-position. The stability of substances such as 
benzophenoneanil-^'-carboxylic acid is probably due to a subsidiary 
valency linking as indicated by the formula CPh 2 !N-C 6 H 4 ‘C0 2 hi, 

which also renders possible an explanation of the ready fission of 
the corresponding esters. The anils are much more stable towards 
alkali than towards acid. The aldehydeanils, however, are hydro- 
lysed more or less completely by protracted heating with sodium 
hydroxide, whereas certain ketoanils are completely stable even 
towards the 30% solution. The similarity of the behaviour of the 
ClNPh group in anils with the keto-group has been emphasised 
previously by Miller and Plochl (A., 1896, i, 609) and by Reddelien 
( ( loc . c it.). This, however, does not extend to the behaviour of 
the substances towards alkali, since the ketones undergo fission 
with much greater readiness than do the ketoanils. The remark- 
able stability of the latter towards alkali has caused the authors 
to investigate the possibility of esterifying hydroxyanils and anil- 
carboxylic acids and of acylating hydroxyanils and ketoneimides 
in alkaline solution. Esterification with methyl sulphate proceeds 
smoothly. Benzoylation accordingto the Schotten-Baumann method 
is more complex, since the hydroxyanils suffer fission when the solu- 
tion is warmed, whereas in cold solution this action is less marked 
(but never completely suppressed) and the desired benzoates are 
produced. Acetylation of hydroxyanils with acetic anhydride and 
sodium acetate occurs invariably with great smoothness." 

Benzoylation of the ketoneimines cannot bo rffected by the 
Sehotten-Bauinann method, since benzamidc is always produced 
owing to fission of the imine. The bcnzoylated products can, 
however, be prepared in pyridine solution or bv the use of benzoic 
anhydride dissolved in benzene. In contrast to the ketoneimines, 
they are very stable substances, which are hydrolysed only by 
boiling acid or alkali. 

The anils are also decomposed by hydrogen sulphide in accord- 
ance with the equation CR 2 !XPh--H.,S — XHJffi. Reac- 

tion occurs with some difficulty, ami not invariably in warm 
alcoholic solution, and is effected preferably by passing hydrogen 
sulphide through a suspension of the anil salt in benzene! 

The following individual substances are described. Benzo- 
phenone-p-dimethylaminoanil, CPh 2 IX-C < 6 H 4 *\Me 2 , yellow crystals, 
m. p. 86—87°, which is obtained conveniently from benzophenone, 
dimethyl-p-phenylenediamine, and hydrobromic acid at 160 — 180° 
(cf. Reddelien, A., 1910, i, 118; Moore, A., 1910, i, 281). Ethyl 
fienzopAenoneantl-p'-curtey/a/e, CPh 2 :X<^H 4 -C0 2 Et (from benzo- 
phenoneanil and ethyl p-aminobenzoate in a vacuum at 180 — 200'), 
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small, yellow needles, m. p. 93 — 94°. Methyl benzopJwncmeanil-'tf. 
carboxylate (from the acid, methyl sulphate, and sodium hydroxide), 
pale yellow leaflets, m. p. 133°. Methyl fliLorenoneanil-p' -carb- 
oxylate , C 13 H 8 !N*C 6 H 4 *C0 2 Me, yellow leaflets, m. p. 170°. Ethyl 
benzylidene-p-aminobenzoate, CHPhIN*C 6 H 4 *C0 2 Et, pale yellow 
needles, m. p. 47°. Benzylidene-p-anisidine, m. p. 72°. Benzo . 
phenonebenzoylimide, CPh 2 !N*Bz, colourless prisms, m. p. 117 — 118° 
Fluorenonebenzoylimide, pale yellow leaflets, m. p. 130°. Benzyl, 
idene-p-aminophenyl benzoate , CHPh!NU 6 H 4 *OBz, colourless needles 
m. p. 144°. The benzoate , pale yellow leaflets, m. p. 105°, and acetate 
pale yellow prisms, m. p. 93 — 94°, of benzophpnone-p-hydroxyanil, 

Benzilmonoanilis converted by potassium hydroxide at 170—180° 
into benzilic and anilinodiphenylacetie acids. 

Benzophenoneanil hydrochloride is transformed by hydrogen 
sulphide into thiobenzophenone, a dark blue liquid, b. p. 170— 
178°/18 mm. In a similar manner, p-dimethylaminobenzophenone- 
anil hydrochloride , red needles, m. p. 178° (decomp.), is converted 
into p-dmelhybmimthiobenzophenone. } C 15 H 15 NS, bluish-red, rhombic 
leaflets, m. p. 91°. 

Thiobenzophenone is also produced when hydrogen sulphide is 
passed through molten benzophenoneanil, hut the action proceeds 
further to the formation of diphenylmethane, CPh 2 *S+H 2 S= 
CHgPl^-f S 2 . Under similar conditions, fluorenoneanil gives a red 
sulphide which could not be isolated in a homogeneous condition 

0 JJ g 01 jj 

and dithiodifluorenone £ V>C^> c <ch ( cf • Smedley, T., 1905, 
87, 1253). 4 6 4 H. W. 


Dibenzylideneacetone [Distyryl Ketone] and Triphenyh 
methane. X. Ionogenically Linked Halogen Atoms. Fritz 
Straus and Amadaus Dutzmann {J. pr. Chem., 1921, [ii], 103 
1—68 ; cf . A., 1912, i, 989).— The unsaturated chlorides obtained by 
the action of phosphorus pentachloride on distyryl ketone and 
other ketones of similar structure contain the group CHC1, and are 
derived from diphenylchloromethane by the separation of one of the 
benzene nuclei from the methane carbon atom by a more or less 
long, conjugated chain of ethylene linkings. In the reactions of 
th ^^ nsa ^ ra t e d chioro-compounds, the secondary chlorine atom 
exhibits a highly developed “ ionogenic ” linking closely resembling 
that observed with tnphenylehloromethane. Thus, the chlorine 
atom is readily replaceable by hydroxyl, methoxyl, another halogen, 
etc., and also induces in the compounds ability to unite with com- 
pounds of different character, forming intensely coloured com- 
plexes. Among the latter, a special position is occupied by the 
additive compounds formed with sulphur dioxide, the coloured 
solutions of these compounds in excess of the liquefied gas exhibiting 

SSMEKi" * "'*“«• — « 

The authors have measured the conductivities of a considerable 
number of these solutiens with the object of determining the 
manner in which the conductivity varies with constitutive altera- 
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tion in the molecular structure of the unsaturated chloro- compounds 
(cf. Straus and Hussy, A., 1909, i, 490). Benzyl chloride and 
diphenylchloromethane, which may be regarded as the parent 
substances of the whole series, show no measurable conductivity 
even in concentrated solution. Conductivity makes its appearance 
when an ethylene linking is introduced between the methyl carbon 
atom and the one nucleus, and increases with the number of such 
linkings in the molecule until it assumes considerable magnitude. 
As regards the influence of nuclear substituents on the conductivity 
of these unsaturated chloro-compounds, the only data available 
yefer to compounds jn which either chlorine or methoxyl is intro- 
duced in the para-position in both nuclei; such data show that 
the conductivity is diminished by chlorine* but is increased by 
methoxyl to the order of magnitude of the conductivities exhibited 
bv the best-conducting true salts. Thus, the influence of nuclear 
methoxyl suppresses all other constitutive influences. 

Of the effects on the conductivity of change of the anion little 
is known. Replacement of the secondary chlorine by bromine 
results in considerable augmentation of the conductivity. The 
carbinols obtained by treating the chloro- or bromo-compounds 
with water also dissolve in liquid sulphur dioxide, giving coloured 
complex compounds, the conductivities of which are approximately 
10% of those of the corresponding chloro-compounds. The methyl 
ethers of the carbinols give coloured and conducting solutions in 
sulphur dioxide only when they correspond with highly conducting 
chlorides ; the molecular conductivities of such ethers are about one- 
half as great as those of the corresponding carbinols, but persistently 
increase, instead of remaining constant, for any definite dilution. * 

The magnitudes of the conductivities of these coloured solutions 
exhibit parallelism with the intensities of their colour, these vary- 
ing, for solutions of the different compounds of similar concentra- 
tions, to the same degree as the molecular conductivities. Indeed, 
in all the cases investigated, gradual diminution of the conductivity 
is accompanied by fading of the colour; further, with the carbinols 
examined and with triphenylcarbinol, which give solutions at first 
colourless, the subsequent change into coloured solutions corre- 
sponds with measurable increases in the conductivity. It is there- 
fore assumed that, even in solutions of the chlorides in liquid 
sulphur dioxide, an equilibrium exists between a colourless, non- 
conducting form, which may be regarded as formed by hetero- 
geneous association between molecules of the chloride and of 
the solvent, and represents simple solution such as occurs with 
organic solvents, and a second, coloured, conducting form, arising 
by transformation of the solvate originally formed, ,‘CHCl . . . *So! 
(colourless) ICHCl . . . .rS0 2 (coloured). With the chlorides 
themselves, the establishment of this equilibrium proceeds too 
rapidly to permit of direct observation. In considering the observed 
variation of the conductivity, it must be borne in mind that dilution 
causes, not only the normal increase in the dissociation, but also 
a simultaneous displacement of the equilibrium between colourless 
ana coloured forms. 
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The results of Hantzseh’s investigations (A., 1918, ii, 2, 4) show 
that the process of ionisation does not, of itself, condition alteration 
of the light absorption, and that with a coloured ion there must 
correspond a coloured non-dissociated parent form. Hence, in 
the coloured solutions of these chlorides in sulphur dioxide, the 
presence of a second, coloured, ionisable compound must be 
assumed. As yet it has not been found possible to prove expert 
mentally the assumed scission into such ions as 
CPhOKCH'CPh* . . . zS0 2 

and Cl' . . . .tS 0 2 , by electrolysis of one of these chlorides (cf. 
Schlenk, A., 1910, i, 236). 

The investigation of the velocities with which these halogen 
compounds are decomposed by water (A., 1909, i, 490; 1910, i, 
593; 1912, i, 989) yielded results which, together with those now 
obtained, indicate that similar alterations in the molecules of the 
halogen compounds or, in other words, similar alterations in the 
affinity demands of the methyl carbon atom, influence the velocity 
of the decomposition by water and the electrical conductivity 
qualitatively in the same direction. 

The conclusions drawn by Straus, Lutz, and Hussy (A., 1910, i, 
563) regarding the dependence of the stability of the coloured 
complex compounds formed by various chlorides on the number 
of unsaturated linkings and on the nature of the substitution in 
the nucleus are confirmed. 

According to Werner's hypothesis, the hydrolysis of the complex 
chlorides results first in a loose union of the w ater molecule with 
the chlorine atom, this proceeding to varying extents with the 
different chlorides ; the affinities are then brought into equilibrium 
by the formation of the carbinoi rather than by displacement of 
an electron : R 1 R 2 H:C , C1 . . . HOH — >■ R^HrC Cl*H OH. 

The phenomena observed with the unsaturated chlorides in 
solution in sulphur dioxide are discussed in relation to the halo- 
chromy of the unsaturated ketones, and it is found that the con- 
ductivities of sulphur dioxide solutions of these chlorides are 
extremely small and bear no relationship to those of the corre- 
sponding chlorides. 

Walden (A., 1902, i, 536) drew' the conclusion that the capacity 
of these chlorides to undergo electrolytic dissociation is determined 
principally by the number of radicles united to the carbon atom, 
and that only tertiary compounds exhibit appreciable electrical 
conductivity. The authors’ results show, however, that secondary 
halogen compounds also may display the properties of strong 
electrolytes. 

A full description is given of the methods employed in the con- 
ductivity measurements which have been applied to : (I) Deriv- 
atives of benzophenone and fluorenone : diphenylchloromethane ; 
the chloride of 4 : 4'-diphenylbenzophenone, CCl 2 (C 6 H 4 Ph) 2 ; p :/■ 
dimethoxy benzophenone and the corresponding dichloro-compound, 
CCLj{C 6 H 4 *OMe) 2 , and fnonochloro-compound, CHCl(C 6 H 4 *OMc) 2 ; 
the chloride of fluorenone. (II) Derivatives of phenyl styryl 
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ketone : ay-dichloro-ay-diphenylpropylene; ay-dichloro-ay-di-p- 
chlorophenylpropylene ; a-chloro-y-bromo-ay-di-p-chlorophenyl- 
propylene; p-anisyl p-methoxystyryl ketone; ay-dichloro-ay-di- 
p-anisylpropylene ; a-chloro-y-bromo-*y-di-p-anisylpropylene • ay- 
tlibromo- ay- di -p - anisy Ipropy lene . (Ill) Derivatives of distyryl 
ketone and of phenyl cinnamylidenemethyl ketone : y«-dichloro- 
a€-diphenyl-A a y-pentadiene ; y-chloro-ae-diphenyl-A^-pentadien- 
«-ol, OH*CHPh*CH!CCl*CH!CHPh, and its methyl ether; yt-di- 
chloro-ac-di-p-chlorophenyl-A a y-peiitadicne; y-chloro-ac-di-p-chloro- 
phenyl'A^-pentadiene-c-ol, C c H 4 C1*CH(OH)-CH:CC1*CH:CH*C 6 H 4 C1 
and its methyl ether; t-chloro-ac-di-p-chlorophenyl-A^-penta 
diene ; dianisy lidenemethy 1 ketone ; ye-dickloro- ac-di-p-anisyl 
An.pentadiene ; y-ohloro-c-mcthoxy-ae-di-p-anisyl-An-pentadiene 

(IV) Derivatives of dicinnamylidcncmethyl ketone ; ac-dichloro-ac 
diphenyl-A“v-pentadiene ; ci-dichloro-oct-diphenvl'^y^-nonatetrene 
ecldoro-ai-diphenyl-ayf^-nonatetren-i-ol, and "its methyl ether 

(V) Tridiphenylylchloromethane. r \\ h. P. 

Halochromic Phenomena with Diarylstyrylcarbinols. 

Karl Ziegler { Ber. f 1921, 54, [#], 3003— 3009).— The recent 
publication of Dess and Weltzien (this vol., i, 3o) has induced the 
author to put forward an account of his work in this field. It 
is based on the hypothesis that the halochromv of the triaryi- 
carbinols is connected with the possibility of existence of the 
triarylmcthyls, and that the cause is to be found in the unsaturated 
nature of the benzene nucleus. If this is the case, it should be 
possible to replace the latter by unsaturated groups without dis- 
turbance of the typical properties of the substances. This has been 
achieved in a number of instances by the aid of the styryl complex. 

Benzophenone gives with the magnesium compound of 3-bromo- 
styrenc a compound which becomes intensely red and then green 
uhen treated \\ ith concentrated sulphuric acid, the colour dis- 
appearing on addition of Mater. A similar substance is derived 
from phenyl p-tolyl ketone, but not from acetophenone, thus 
conforming to theory. The compounds have not been isolated 
in the homogeneous condition. 

[With Kurt Ochs.] — T he Grignard reagent from J3-bromostvrene 
gives with 4 : 4'-diraethoxybcnzophenone in ethereal solution di- 
p wiisylstyrylcarbhwl, 0H-C(C 6 lIpOMe),*GH:CHPh, which is isolated 
m the form of its perchlorate, a stable, dark red powder, m. p. about 
90 . The salt gives a magenta-red solution in acetone or chloro- 
form, which is stable in the cold but rapid! v becomes discoloured 
when wanned. The similar compounds from other diarvl ketones 
all give magenta-red solutions, but the isolation of other crystalline 
C10 4X/ CH:CHPh P erchlorate * has not been effected. 9 -Styryhan- 


thenyl perchlorate, (annexed formula) is obtained 
similarly from xanthone: it forms red prisms or 

thin, orange-yellow leaflets, decomp. 187 189°. 

The substance is remarkably stable. When 
boiled with alcohol, it* is converted into m$- 
styrylxanthene, m. p. 215°. 9-Stijnjl-l-meth- 
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oxyxanthenyl perforate is a stable, dark red powder ■which iMftn 
at 160“ and becomes black, without melting, at 250 9 -Styfyliu 
W-naphthoxanthenyl perchlorate is somewhat less stable. H. W. 

The Beckmann Transformation. Jakob Meisenheimer 
IBer 1921 54 \B\ 3206-3213).— Two stereoisomeno forms of 

benziimonoxim® are known and, in accordance wdh the msuteof 
the Beckmann transformation, the formulie gQ ( || and 

have been assigned to the p- and a-forms. It has been assumed 
that intramolecular reactions take place with > greater Mgta* 
when the reacting groups are disposed near to orie jther m 
space, but this has never been proved strictly totottt# e. The 
incidental observation that 3:4: 5 -tnphenylisooxazole is con- 
verted by chromic acid in glacial or^yozem* 

into benzoyl-p-benzilmonoxime, ^-oc-Ph N-OBz 

(Meisenheimer, this vol., i, 176), proves however, that the con- 
figurations assigned previously to the bcnzilmonoximes are incorrect, 
and that, during the Beckmann change, the transformation occurs, 
not between vicinal groups, but between those placed in the anti ■ 
position to one another. It is hereby assumed that in the opening 
of a ring only one form can be produced, which must contain the 
developed groups in the vicinal position to one another, the 
necessary precautions have been taken to prove that the benzoyl- 
benzilmonoxime is actually the primary product of the fission of 
3:4: 5 -triphenylisooxazole. 

The new' view of the course of the Beckmann change necessitates 
a redistribution of the forum I® among the benzildioximes^ thc^c-, 

P-, and y-forms now receiving the configurations jjQ.jj jj.Qjp 


Ph-C C’Ph Ph-C .respectively, thus involving 

iJ-OH HON ’ NOH N-OH *' . 

the transpositions of the formulie assigned previously to the «- 
and B-forms, whilst leaving that of the 7 - variety unchanged. A 
review of the UteTaturc on the subject shows that the chemical 
behaviour of the dioximes is in much better accord with the new 
than with the older formulae. 

The mechanism of the Beckmann transformation is now ex- 
plained in the following manner. In the oximes, the radicles 
attached to the vicinal carbon atom, for example, the phenyl group 
of a-benzilmonoxime, exert an attraction on the hydroxyl group, 
and thus displace it from its normal position. The resit ua or 
partial valency of the nitrogen atom on the side remote from 
hydroxy-group is thereby strengthened. In certain circumstance 
(the best conditions for the Beckmann change), the residual valency 
becomes so powerful that it attracts the vicinal group attached t 
the carbon atom to itself. Momentarily, therefore, a compoun , 

Pil, {i with tervalcnt carbon and quadrivalent nitrogen is P r0 

X-N-Bz 
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duced. In the letter, the radicle A. ftttsichcd to the n i trogen by 
oxygen has but little relationship to the nitrogen, and is therefore 
eliminated and naturally becomes attached to the tervalent carbon 
atom. 

Triphenylwooxazole, dissolved in carbon tetrachloride, is con- 
verted by successive treatment with ozone and water into benzoyl - 
jS-benzilmonoxime, m. p. 137*5—138-5°, in addition to a little 
oxalic and benzoic acids. The oxime and benzoic acids are also 
produced when the isooxazolc is oxidised with chromic acid in 
glacial acetic acid solution, but the yields are very small. Benzoyl- 
p-benzilmonoxime is obtained conveniently by the action of benzoyl 
chloride on the oxime in the presence of pyridine. Under similar 
conditions, a-benzihnonoxime gives a compound of the expected 
composition, which, however, is probably ON-dibenzoyhsobenz- 
amide, OBz-CPh:NBz, m. p. 95—96° (cf. Werner and Piguet, A., 
1905, i, 66). Benzoyl- p-benzilmonoxime is converted by sodium 
hydroxide in aqueous alcoholic solution almost quantitatively into 
the p-oxime and benzoic acid. U nder similar conditions, the benzoyl 
compound obtained from the a-oxime gives benzonitrile and benzoic 
acid. H. W. 

Condensation Reactions of Formic Acid. Erw. Schwenk 
(./, pr. them., 1921, [ii] , 103, 103 — 105). — That the condensation 
reaction of formic acid with 2-methylindole (Scholtz, A., 1913, 
i, 893) is not confined to such pyrrole derivatives is shown by the 
behaviour of formic acid in presence of concentrated sulphuric acid 
towards 3-oxythionaphthen and towards phloroglucinol. In the 
first case, the product of the reaction is the 3-oxythionaphthen- 
1-aklehydethiomdogcnide, m. p. about 270°, obtained by Fried- 
lander and Kiel basinski (A., 1911, i, 1021) from 3-oxythionaphthen- 
1-aldehyde and acids, and by Fricdlander and Risse (A., 1914, 
i, 876) by the action of chloroform and an alkali on 3-oxythio- 
naphthen ; this compound forms an acetyl derivative, C\ JUJUS* 
m.p. 211°. i' 1° 2 2 ’ 

The action of formic acid on phloroglucinol in presence of sulphuric 
acid yields an orange, pulverulent compound, C 13 H 12 0 7 , possibly 

HgOH oh 

o/ VcH(OH)-^ V>H, 
hTo oh 

which does not melt at 300°, and at 150° is converted into the 
compound, C 13 H 10 O 6 . T. H. P. 

Preparation of Hydroxy anthraquinones from Nitroanthra- 
quinones. Erw. Schwexk ( J , pr. Chem 1921, [ii], 103, 106— 
108). The methods which have been suggested for replacing the 
mtro-groups of nitroanthraquinones by hydroxyl groups ^give 
either poor yields or impure products, or are tedious" to execute. 

ff f j u° r however, that this replacement may be readily 
enected by prolonged heating of the nitro- compound with potassium 
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acetate and acetic acid in an oihbath at 170 — 180°. The nitro- 
group is doubtless replaced first by acetyl, but in no instance could 
the acetyl compound be isolated; the readiness with which the 
acetyl group is replaced is doubtless related to the difficulty ex- 
perienced in acetylating the a-hydroxyanthraquinones (Dimroth, 
Friedmann, and Kammerer, A., 1920, i, 443). Replacement of 
nitro-groups by hydroxyls by the action of potassium acetate does 
not take place in the naphthalene or benzene series ; with 3-nitro- 
phthalic acid, a reaction occurs, but this has not been investigated. 

T. H. P. 


Derivatives of Anthraquinone. Aliphatic Thioethers, 
Dithioethers, and Thioether Sulphonic Acids. E. Emmet 
Reid, Colin M. Mack all, and George E. Miller {J. Amer. Chen, 
Soc., 1921, 43, 2104 — 2117). — Anthraquinone- a-sulphonic acid and 
the 1 : 5- and 1 : 8-disulphonic acids when heated with aliphatic 
mercaptan s in alkaline solution reacted readily to form thioethers, 
thioether sulphonic acids, and dithioethers. The reaction takes 
place rapidly at 100°. The corresponding sulphones were pre- 
pared from the thioethcrs and dithioethers by oxidation with nitric 
acid. The following compounds are described : 

Thioethcrs, C u H 7 0 2 *SR : Anthraquinone methyl thioether. 
in. p. 221°; anthraquinone ethyl thioether, m. p. 184°; anthm- 
quinone propyl thioether, m. p. 151° ; anthraquinone butyl thioether, 
m. p. 112‘5° ; anthraquinone iso butyl thioether , in. p. 144°; anthra- 
quinone iso amyl thioether , m. p. 86°. The corresponding sulphones, 
C 14 H 7 0 2 *S0 2 R, are: methyl, m. p. 254°; ethyl, m. p. 211*o°; 
propyl, m. p. 2045° ; butyl , 150°; iso butyl, m. p. 190°; isoainyl, 
m. p. 133°. 

The anthraquinone- 5- sulphonic acid 1 -alkyl thioethcrs, 

O SR 



were isolated in the form of various salts as follows: 


A nthraq uinone-o -s ul phon ic add l -methyl thioether as its sodium, 
barium, aniline , m. p. 290—299" (decomp.), o -ioluidine, m. p. 285— 
290° (decomp.), and p -toluidinc, in, p. 298—304° (decomp.), salts. 
Anlhraquinonc-o-snlphoak acid 1 -ethyl thioether as its sodium, 
barium, aniline, m. p. 276—285° (dccoinp.), o-loluidine, m. p. 264— 
274° (dccoinp. ), and \) -toluidinc, m. p. 276 — 285° (decomp.), salts. 
A nthraquimnc-o-sulphonk acid 1 -propyl thioether as its sodium, 
barium , aniline, in. p. 270 — 277° (decomp.), o-loluidine, m. p. 255— 
257° (decomp.), and p -toluidinc salts. Anthraquinone-o-sidphonic 
acid 1-butyl thioether as its sodium, barium, strontium, calcium, 
aniline, m. p. 257 — 259° (decomp.), o-toluidine, m. p. 234 — 237 
(decomp.), and p -toluidinc, m. p. 256 —260° (decomp.), salts. 
Anthraquinone-o-sulphonic acid 1-iso amyl thioelhcr as its sodium, 
barium, aniline , m. p. 263—265° (decomp.), o-t.oluidine, m. p. 250- 
254° (decomp.), and p -tduidinc, m. p, 267—277° (decomp.), salts. 

1 : 5 -Anthraquinone dialkyl dithioethers : dimethyl', methyl ethyl, 
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m. p. 229°; methyl propyl, m, p. 209°; methyl butyl, m. p. 173*5°; 
methyl iso amyl, m. p. 175°; diethyl, m. p. 226*5°; ethyl propyl, 
m. p. 188*5°; ethyl butyl , m. p. 156°; ethyl isoamyl, m. p. 152°; 
dipropyl, m. p. 227° ; propyl butyl , in. p. 175° ; dibutyl, m. p. 159*5° ; 
butyl iso amyl, m. p. 134°, and di-isoa,myl, m. p. 158*5°. The corre- 
sponding disulphones are dimethyl ; methyl ethyl, m.p. > 300°; methyl 
propyl, m. p. 291°; methyl butyl , m. p. 264°; methyl isoamyl, m. p. 
266°; diethyl , m. p. 209*5°; ethyl propyl, m. p. 243*5°; ethyl butyl, 
m. p. 194°; ethyl isoamyl, m. p. 198° ; dipropyl, m. p. 265°; propyl 
butyl , m. p. 220°; dibutyl, m. p. 184*5°; butyl iso amyl, in. p. 203*5°, 
and diisoamyl, m. p. 202°. 

The anthraquinonc-8-sulphonic acid 1-alkyi thioethers prepared 
are as follows : 1 -methyl as its sodium, barium , aniline, in. p. 260° 
(decomp.), o-toluidine, m. p. 255° (decomp.), and p -toluidine, m. p. 
260° (decomp.), salts; 1 -ethyl as its sodium, barium, aniline, m. p. 
250° (decornp.), o-toluidine, m. p. 260° (deeomp.), and p -toluidine, 
in. p. 255°, salts; 1 -propyl as its sodium , barium, aniline , m. p. 
242° (deeomp.), o-toluidine, m. p. 260° (decomp), and p -toluidine, 
m.p. 260° (deeomp.), salts ; 1 -butyl as its sodium , barium, strontium, 
calcium, lead, nickel, cobalt, copper, aniline , m. p. 260° (deeomp.), 
o-toluidine, m. p. 200° (deeomp,), and ji -toluidine, m. p. 255° (de- 
comp.), salts; and 1-iso amyl as its sodium and barium salts. 

The 1 : 8-anthraquinone dialkvl dithioethers are : dimethyl , 
in. p. 222°; methyl ethyl, m. p. 210°; methyl propyl, m. p. 173*5°; 
methyl butyl, in. p. 134°; methyl isoamyl, m.p. 114°; diethyl, m.p. 
167*5°; ethyl butyl , in. p. 95 v ; dipropyl , m. p. 142°; propyl butyl, 
m. p. 119*5°; propyl isoamyl, m. p. 104°; dibutyl , m. p. 131°; 
butyl iso butyl, m. p. 103*5°; butyl isoamyl, m. p. 116*5°, and di- 
Uoarnyl, m. p. 133°. The corresponding disulphones are : dimethyl, 
m. p. 310°; methyl ethyl, m. p. 220°; methyl propyl , m. p. 211°; 
methyl butyl, m. p. 169 ; methyl iso amyl, m. p. 172°; diethyl , 
m.p. 228°; ethyl butyl, 128" ; dipropyl, m. p. 210°; propyl butyl, 
m. p. 200*5°; propyl isoamyl, m. p. 147*5°; dibutyl, m. p. 138°; 
butyl isobutyl, m. p. 168*5 ; butyl isoamyl, m. p. 154 and diisoainyl, 
m. p. 176°. 

Attempts were made to prepare similar derivatives from sodium 
naphthalene- a-sulphoi late, out no reaction took place. Preliminary 
experiments showed that when sodium imthraquiiione-x-sulphonate 
"as replaced by the (3-sulplionate replacement by the mercaptan 
residue took place with much greater diiUcultv, if at all. 

W. G. 

Boric Esters of Hydroxyantkraquinones. Otto Dimroth 
m\ Theo Faust ( Brr 1921, 54, [B], 3020 -3034).— Boric acid 

used extensively in the chemistry of the hydroxyanthraqui nones 
as . a protective agent in oxidations and as accelerator in condens- 
ations and nitrations. Its action has been attributed frequently 
to the formation of boric esters, but the question does not appear 
jo have been investigated systematically. It is now shown that 

oric esters of the hydroxyanthraquinon^s can be obtained con- 
remmtly from the latter by the action of a solution of boric acid 
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in acetic anhydride. Thus, 1 -hydro xyanthraquinonc is trans- 
formed into 1 -hydroxy anthraquinonyl boroacetate, 
C u H,0 2 -0-B(0Ac) 8 , 

which loses a molecule of acetic anhydride when heated in a vacuum } 
and forms 1-hydroxyanthraquinoiiyl metaborate, C^J^OgChBlO. 
2-Hydroxyanthraquinone, on the other hand, does not react with 
boric acid. This difference between the behaviour of hydroxy, 
groups in positions 1 and 2 is characteristic and general. The 
unusual greater reactivity of the 1- hydroxy-group is explained by 
the hypothesis that a subsidiary valency union occurs between the 
boron atom and the ketonic oxygen atom, thus giving rise to com- 
pounds of the type indicated by the annexed 
B(OAc) 2 formula, which arc thus analogous to the com- 
/ \ pounds with tin tetrachloride described by Pfeiffer 
0 0 (A., 1913, i, 879). The correctness of this sup- 

/\/\/\ position is supported by the observations that 
| I | | anthraquinone itself reacts with boroacetic anhydr- 

\/\/\/ idc (the compound formed could not be isolated), 
• ■ that 1 : o-dihydroxyanthraquinone reacts with 

u two molecules of boroacetic anhydride, whereas 

the 1: 8-compound reacts with only one molecule, and that 
1:4: 5-trihydroxyanthraquinone unites with two molecules of boric 
acid, whilst the third hydroxy-group becomes acctylated. 

The formation of boric esters of hydroxyanthraquinones in acetic 
acid solution is accompanied by characteristic changes in colour 
and spectrum. Investigation of the latter is not yet complete, 
but it is established that all diborates are distinguished by very 
sharp and characteristic absorption bands. 

It is remarkable that an a- hydroxy-group in 1 : 8-dihydroxyanthra- 
quinone is acetylated readily by warming for a short time with boric 
acid-acetic anhydride solution, whereas such groups are generally 
difficult to acetylate. In acetic anhydride solution, it is found 
that 1 : 8-diliydroxyanthraquinone is more readily mono-acetylated 
than the I : 5-compound. In general, the author is inclidfed to 


attribute the difficulty of acetylating and alkylating o -hydroxy ■ 
ketones to chemical rather than to steric effects, and suggests the 
possibility of an unstable, subsidiary valency bond between the 
hydrogen of the hydroxyl group and the ketonic oxygen atom. 

The analysis of the Jiydroxyanthraquinonyl boroaeetates is 
effected by decomposing them with water and weighing the pre- 
cipitated hydroxy an thraquinone. Acetic acid is estimated in the 
filtrate by titration with alkali until neutral red becomes yellow, 
after which mannitol and phenolphthalein arc added and the 
titration is continued until the solution becomes pink. 

I -Hydroxy anthraquinonyl boroacetate , orange-red plates, which 
decomposes when heated without showing a definite melting point, 
is prepared by gently warming 1-hydroxyanthraquinone with a 
solution of boroacetic anhydride in an excess of acetic anhydride; 
it is very readily hydrolysed by water and is unstable towards 
moist air. It loses acetic anhydride when preserved in a desiccator, 
rapidly when heated in a vacuum, and passes into l-hydroxyanthra- 
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(tjinonyl metaborate , brown crystals which are much more stable 
Awards water than is the boroacetate. 1 ; 4 -Dikydroxyanthra* 
miionyl diboroacetate forms coarse, ruby-red crystals, whilst the 
corresponding di-metaborate is rust-brown. Alizarin l-boroacetate 
forms dark red crystals which are extremely sensitive to moisture. 
i^jlatylalizarin-bboroacetate^ orange-red crystals, is decomposed by 
^ater into 2-acetylalizarin, m. p. 198°, acetic acid, and boric acid. 
p u rpuren-l : 4 ’diboroacetate, purple-red crystals, and 2-acetylpur- 
mitten 1 : 4- diboroacetate , dark red to violet-red crystals, arc also 
described. Anthrarufindiboroacetate crystallises in golden-yellow, 
iridescent leaflets. Chrysazin-monoboroacetate, pale 
B(OAc) 2 rec j crystals with a dull golden glance, and 
/\ fi-acdylchrysazin- l-boroacelale, red crystals, are 

0 0 described; the latter, when hydrolysed, gives 

/\/\/\ l-hydroxy-b-acetoxyanthraquinone , orange-yellow 

| | | | prisms, m. p. 178°, or lemon-yellow needles, m. p. 

\/\/\/ 179° (the two modifications are interconvertible). 

0 *0* OAc ^-Acetoxy-l : 5-dihydroxyanthraquinonyldiboroacet- 

^ / ate (annexed formula), rust-brown crystals with 

VjoAc’i golden glance, is hydrolysed by water to 1 : 5 -di- 

* 2 hydroxy- i-acdox yanthraqui non e , yellow needles, 

i. p. 165° ; the position of the hydroxy-groups in the latter follows 
*om its inability to be oxidised by lead tetra-acetate to a 
i-quinone. H. W. 


Researches on Residual Affinity and Co-ordination. VII. 
Jobaltic Lakes o! the Alizarin Series. Gilbert T. Morgan 
.nd J. R- Main Smith (T., 1922, 121, 160 — 169). 


The Action of Bromine on Quinizarin and Alizarin. Otto 
)diroth, Ernst Schultze, and Fritz Hkixzk ( Ber 1921, 54, 
1035—3050; cf. A., 1916, i, 563; 1920, i, 443).— Quinizarin is 
inaffected by bromine water at the ordinary temperature, but 
t is rapidly oxidised by a concentrated solution of bromine in 
potassium bromide to quinizarinquinone, which is a much more 
powerful oxidising agent than bcrizoquinone. Bromine water in 
presence of free bromine, however, converts quinizarin into 
immrinqvinom dibromidc , slender, pink needles, m. p. 210 — 
215° (decomp.); this is also formed by boiling quinizarinquinone 
with an excess of bromine and glacial acetic acid. It is reduced 
by sulphurous acid to monobromoquinizarin, red needles, m. p. 
228—230° (Liebermann and Riiber, A., 1900, i, 151), which forms 
a (/id cetyl derivative, pale yellow needles, m. p. 216 — 218°, whereas 
treatment with acetic anhydride-sulphuric acid yields dibromo- 
imiylquinizarin } pale yellow needles, m. p. 270 — 271°, which is 
hydrolysed by sulphuric acid to dibromoquinizarin, in. p. 252 — 
253° (Liebermann and Riiber, loc. cit.). 

Quinizarin in methyl alcoholic suspension readily reacts with 
hominc with ice cooling, forming quinizarinquinone methoxy- 
iromiefe, yellow crystals, m. p. 96°, which is converted by acetic 
anhydride in the cold into Z-bromodiacdylpurpurin 2 -methyl ether , 
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pale yellow crystals, m. p. 145°, hydrolysed by sulphuric acid to 
‘3-bromoparpurin-2-methyl dhzr, red needles, m. p. 2oU . _ 

Alizarin reacts with bromine more readily than does quiiuzarin 
and forms 3 -bromoalizarin, yellow plates, m. p. "by . when 
boiled with an acetic acid solution of bromine, but treatment with 
bromine water, or a potassium bromide solution of bromine, or 
bromine water and free bromine yields in each case Z-brwmahzann. 
quirnne, very sparingly soluble, yellow needles which readily 
decompose. Alizarinquimie metkoxybromtde, obtained in a 
similar manner to the corresponding quiiuzarin derivative, forms 
lanceolate, yellow needles, m. p. 230°, after decomposing and 
sintering at' 200°. A methyl-alcoholio suspension of alizarin, on 
the other hand, when treated with bromine without cooling yields 
3 : 4-dibromoalizarin, yellow needles, m. p. ; dmetyl 

derivative, pale yellow rosettes of needles, m. p. 190—200 ; 
3 : 4 -dibromoalizarinqumom, yellow crystals. 

Alizarin in ethyl alcoholic suspension reacts with bromine with 
cooling, with formation of aUzarinquinone. ethoxybromide, yellow 
tables, m. p. 203° with decomp, after sintering at 180 . ^ ^ 

Anthradiquinones and Anthratriquinones. Otto Dimkotii 
and Valentis' Hilcken (Ber., 1921, 54, 3050— 3063 ; cf. A., 1916, 
i 563; 1920, i, 443) — Quinizarinquinone in glacial acetic ackl 
suspension reacts with hydrogen fluoride with formation of 
2 -iiuoroquin i sarin , red prisms; diacetyl derivative, slender, yellow 
needles, m. p. 189°. With benzcnesulphinic acid, quinizarin- 
quinone yields quin i za rin-’l-phe n yh u l pho ne , slender, red needles, 
m. p. 250 6 ; diacetyl derivative, yellow crystals, m. p/ 210°. When 
quinizarinquinone is suspended in acetaldehyde and exposed to 
sunlight in a closed vessel, inonocicetylquinizarin, yellowish -orange 
needles, m. p. 186°, is formed. 

In order to determine the effect of hydroxyl groups on the 
properties, mono- and di-hydroxyanthradiquinoncs have been 
prepared by the oxidation of tri- and tetra-hydroxyanthraquinono* 
respectively with lead tctra-acetatc. (>-JIyd roxyqu i m zari n qtt i now 
forms small, brownish -ycllow r crystals, m. p. 2l;> 220 after 
decomposing and sintering at 200", and when treated with acetic 
anhydride-sulphuric acid yields a mixture of hvdroxyanthrapur- 
purin and hydroxy flavopurpurin. 5 - M yd roxyqui n i za r i nqu inou 
forms brown needles, ni. p. 220° after darkening at 210 . 5-S- 
Dihydroxyquin izari nqu i n on e could not be isolated from its deep 
bluish-violet solution in nitrobenzene. 

The acetyl derivative of 1 : 4 : 5 : 6 : 8-pentahydroxyanthra- 
quinone is obtained by oxidising a glacial acetic acid solution of 
alizarin-bordeaux with lead tetra-acetate and adding an excess 
of acetic anhydride and sulphuric acid, and, similarly, the diquinoncs 
derived from 3-monoacetyl-alizarin-bordeaux and anthrapurpurin 
were only obtained in jcetic acid solution, . 

When 1 : 2 : 4 : 5 : 8-pentahydroxyanthraquinone and 1 ; 2 : 4 : 5 : 6 : o- 
hexahydroxyanthraquinone are oxidised by air in alkaline solution, 
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the i«- and tetm-hydroxyanthradiquivones respectively are obtained, 
and crystallise from aqueous pyridine in dark violet needles, 
rfhe hydroxy-derivatives of quinizarinquinone are weaker oxidis- 
ing agents than the parent substance, and the oxidising power 
varies with the position of the hydroxyl group in the molecule, 
for 5 -hydroxyquinizarinquinone is a weaker oxidising agent than 
Its (j-hydroxy-isomeride. With regard to the rate of oxidation 
0 f a hydroxyanthraquinonc to a diquinone, the oxidation to an 
o-quinone proceeds more rapidly than the oxidation to a p-quinone. 
When an acetic acid or nitrobenzene solution of a polyhydroxy- 
autliraquinone, which contains hydroxyl groups in an ortho- or 
para-position in both benzene rings, is oxidised with lead tetra- 
acetate, the blue to bluish-violet diquinone is first formed, but 
on further oxidation yellow or yellowish-brown solutions of the 
triquinonc are obtained. (Solutions of the triquinones derived from 
1 : 4 ; o : 8-tetrahydroxy-, 1:2:5: 8-tctrahydroxy-, pentahydroxy-, 
and hexahydroxy-anthraquinones were obtained in this manner, 
but the triquinones were not isolated. F. M. R. 

Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXII. The Binary Systems of 
Camphor with Phenols, Robert Kremaxx and Friedrich 
Opelga (Monatsh., 1921, 42, 147- 165; of. this vol., i, 131). — 
The fusion diagrams of the binary systems formed by camphor 
uith p- and m-nitrophenols are completely analogous to that of 
the system camphor-phenol (Kremann, Wise ho. and Paul, A., 
1916, i, 217), the curves for the two components falling so steeply 
that meeting in a simple eutectic is not to be expected; in the 
region corresponding with 59 — 69% (for p-nitrophenol) or 60 - 
G9% (for wHiitrophcnol) of camphor, no crystallisation is induced 
by inoculation either with one of the components or with the 
resorcinol -camphor compound. In almost all cases in which m- 
and p-nitrophenols form compounds with a second component, 
onitrophenol fails to do so owing to steric hindrance. Hence, if 
the inability of the eamphor-w-(or p-)nitrophenol system to exhibit 
crystallisation over the ranges mentioned is due to the existence 
of a compound seeding with which is impossible, the system 
camphor-o-nitrophenol should form no compound and its fusion 
diagram should be realisable completely ; this is actually the case, 
the eutectic corresponding with l.r and 54% of camphor. The 
binary systems formed by camphor with 2 : 4-dinitrophenol and 
picric acid show similar behaviour, the eutectics corresponding 
respectively with 67° and 01% of camphor, and 71° and 00% of 
camphor; the 2 : 4-dinitrophenol and picric acid branches exhibit 
points of inflexion. Here, then, unlike what is observed in other 
analogous cases, introduction of electronegative nitro-groups into 
- A compound removes the tendency to combine with camphor. 

For the systems formed by camphor with pyrogallol and 
itechol, the fusion curves for the two components descend rapidly 
nd do not meet in a eutectic point on extrapolation. If, however, 
h intermediate critical viscous melt is seeded with the camphor- 
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resorcinol compound, a new branch of the diagram of state ig 
realised, this corresponding with the primary crystallisation of 
a compound of the two components. Contrary to the statements 
of Efremov (A. } 1913, i, 635), the compounds formed are composed 
of 1 mol. of catechol -f- 2 mols. of camphor and, apparently, 1 mol. 
of pyrogallol + 3 mols. of camphor. That the number of mole- 
cules of camphor combined should agree with the number of 
hydroxyl groups in the molecule of the other component is con- 
ceivable, hut with other compounds, such as amines, steric 
hindrance to the valency relations results from the ortho-positions 
of the hydroxyl groups of catechol and pyrogallol, so that the 
number of molecules of the second component combined is usually 
less than the number of hydroxyl groups in the hydroxybenzene; 
in such cases, the two hydroxyl groups act only when they occur 
in the meta- or para-position . In their behaviour towards camphor, 
however, the valency activities of the hydroxyls of the dihydroxy- 
benzenes appear to support one another when near and to weaken 
one another when distant. The fusion curve for the system 
camphor-quinol exhibits no indication of the formation of the 
equimolecular compound mentioned by Efremov (loc. cit). ^ 

Saponins. V. Hederin and its Hederagenin. A. W. van 

dee Haar (Be?\ t 1921, 54, [B], 3142 — 3148; cf. A., 1916, i, 41).— 
It has been shown previously that the crystalline a-hederin is 
hydrolysed to a -hederagenin, i-arabinose, and rhamnose according 
to the scheme, C 42 H ( 5 g O 11 + 3 H 2 O-=O 3 1 H 50 O 4 -hC 5 H 10 O 5 +C 6 H 12 05 . 
The previous conclusion that it contains five hydroxyl-groups is 
somewhat modified, since four of these are found to he capable 
of acetylation, whereas the fifth is present in the carboxyl group. 
Since a-hederagenin docs not dissolve in aqueous carbonate ox 
bicarbonate solutions, whilst it can he titrated with alkali hydroxide 
in alcoholic solution, it was considered to be a lactone ; this view 
is now abandoned, since the methyl and ethyl esters are found to 
contain the two hydroxyl groups present in the original substance, 
which is now regarded as a dihydroxy-carboxylic acid, 
C 30 H 47 (OH) 2 -CO 2 H. 

a-Hederin is converted by diazomethane into the corresponding 
methyl ester* colourless crystals, m. p. 198 — 200°, which is trans- 
formed by acetic anhydride and anhydrous sodium acetate into the 
tetra-acetyl ester. The sodium salt of a-hederin, C 42 H 65 O 11 Na,5H20, 
and the potassium salt are described. H. W. 

Saponins. VI. Hederagenin. A. W. van der Haar and 
A. Tamburello (Ber. } 1921, 54, [B] t 3148—3158; cf. van der 
Haar, A., 1916, i, 41, and preceding abstract; Palazzo and Tam- 
burello, Arch. Farm . Sci. affi., 1913, 5, 15). — New analyses of 
hederagenin have confirmed the formula, C 3i H 50°4’ b )' 

van der Haar, Diacetylhederagenin loses one of its acetyl groups 
when heated at 100° or when crystallised from aqueous alcohol, 
and passes into monoace tylhederagenin, m. p. 156°. The labile 
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acetyl group appears to be vicinal to the carboxyl-group and to 
be influenced by its proximity, since the di-acetates of the corre- 
sponding methyl and ethyl esters are completely stable towards 
aqueous alcohol. The sodiurn salt of hederagenin 
^30^47 (OH) 2 *C0 3 Na,H 2 0, ’ 

is described Hederapemn methyl ester , C 32 H 62 0 4 (from the sodium 
salt and methyl iodide, by the successive action of thionyl chloride 
and boiling methyl alcohol on the sodium salt, by means of methyl 
sulphate or by diazomethane), has m. p. 240°, [aft + 70’9° in chloro- 
form solution Diacetylhederagenin methyl ester', 
has m. p. 193 .[aft +61 ’8°, when dissolved in absolute alcohol. 
Hederagenin ethyl ester crystallises in small, colourless needles, 
m . p. 218— 219 , [aft +72-5°, in absolute alcohoUc solution; the 
corresponding di-acetate has m. p. 150°, [aft +76-47°, when 
dissolved in chloroform. Hederagenin methyl ester is converted 
by fuming nitric acid into a nitro-compound, decomp. 165°. which 
has not been analysed. The gradual addition of a solution of 
bromine in chloroform to hederagenin methyl ester dissolved in 
the same so^ent leads to the formation of the dibromo-compound, 

Cs2^5p^4^ r 2> small, colourless needles, decomp. 215 217°. 

Bromination of hederagenin under similar conditions appears to 
proceed somewhat irregularly, giving on the one hand a bromo- 
derivativc, colourless needles, decomp. 157-158°, which was not 
analysed but is probably a dibromo-compound (Tamburello), and 
on the other, a mixture of two bromo- derivatives, lustrous! 
hexagonal leaflets, imp. 242°, and pale yellow needles, 
m - P- w ^ J vai1 ^ er Haar) ; attempts to repeat the latter prepara- 
tons led however, to somewhat different results, giving products 
of m. p. 268 — -2/0 and 255 , respectively, 

Hederagenin acid amide, C 31 H 51 0 3 N,H,0, colourless needles, 
in p. 28o , is prepared by the action of ammonia on an ethereal 
solution of the corresponding chloride obtained by the action of 
thionyl chloride on hederagenin or its sodium salt. H. W. 

Picrotoxin. XII. Picrotin Ketone, C 14 H 16 0 3 . Paxil Horr- 

mm and Briedrich Bischof (Arch. Pham 1921, 259, 165 

176}.— The ketone, 0 14 H 16 0 3 , first noticed among the reduction 
products of picrotoxin by phosphorus and hydriodic acid by 
Angelico (A., 1910, i, 577) was obtained in better yield by first 
converting the picrotoxin into a-picrotinic acid and picrotoxinic 
acid by boiling with mineral acid, and then reducing these acids 
Hi the same way as picrotoxin itself. It was isolated by means 

h fiQooT’ m * P T 2i r> and Pitted by distillation in a vacuum, 

■ p. 190 /8 mm It forms a thick, colourless syrup which crystal! 
scs after long keeping, Its semicarbazone has in. p, 216° Bv 
to action of methyl alcoholic potassium hydroxide it is hydro) vsed 
J 10 “® tlc acid and the substance C..H..O,. An attcmpled 

comTOmrf° n th f th t ^ tone by convertin g" i ‘' an unsaturated 
omiwund through the corresponding tertiary alcohol obtained 

y the action of magnesium methyl iodWe was not successful. 
Onminopicrotm M<nc, C u H n CVC(NOH)'COMe is obtained by the 
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action of amyl nitrite and sodium ethoxide on the ketone. It is 
f white substance m p 215°, and forms a semcarbazom, m. p. 
249^ (decomp.), a puljtkydra^ m. p 220 an «■*».£ 

S mineral 

yieia tne aiKC ™“ e ' ® , it : acid oram momacal silver oxide it 

acids, but on oxidation Mitn mu lc aciu p -tt a *r.O w 

was converted into acetic acid and a 

which could not be obtained in a crystalline “Averted it 
action of sodium hypobromite, the kcton ® ^ 
ot -bromopicrotin ketone, C 14 H 15 0 3 Bi', coarse n , ’ q j, jj 

Physiology of Anthocyanin and Chemistry of Chlorophyll. 

J Costautin ( Inn. Bel W Bok, 1919, Lx], 1, 38-52).-A is- 
enssfon of the present state of knowledge with regard to antho- 
cvaidn and chlorophyll. Reduction with nascent hydrogen of a 
yellow llavone pigment from TilU is known to ymld anthoeyamn, 
and the production of a yellow llavone by oxidation of anthocyanm 
is affirmed. Chlorophyll is now considered to have the formula 
t SH M MfflOO Me)(CO,-C« l H,,,). Treatment with ethyl 
akoM^ S produces^suhstitution" of an ethyl group for the phytol 
£££*► yielding Winters 

Catechutannins. I. Paullinia Tannin. Maximum 
Niebkssteis (T., 1922, 121, 23-28). 

Anthracoumarin Derivatives. I. W J. Misaeef and KfRT 
KirrEB 1921, 42 , 73 -Sl).-lhe only derivatives of 

anthracoumarm (Kostanecki, A., 1888 , 291) as yet known are 
styrogallol (Jakobson and Julius, A., ««. <*; K ?™, nC f Vi},’ 
1888 6 292) and a hydroxystyrogallol (Stoma, A., 1900, i, In), 
Which are both mordant dyestuffs. In order to obtain compounds 
with structures similar to those of the vat dyestuffs derived l from 
anthraquinonc, the authors have synthesised 6-chloroanthra- 
coumarin, which has been converted into lmnihnoanthracoumium. 
Preliminary experiments on the preparation of di-anthracoumarjl 

have also been carried out. wunarN i 

The (S-chloro - 3 -hydroxy benzoic acid required as prepared 
{ 1 ) by Mazzara and Bcrtozzi s method (A., 1900, h o96), (-) bj 
Peratoner and Condorellis method (A., 1898, i, 04 l), with tto 
difference that the hydroxyl of the 6 - chloro- 3 -hydroxy toluen 
was protected during the oxidation by formation of the mono- 
phosphoric ester (Heymann and Koenigs, A., 1887, - )j 
( 3) bv reduction of e-chloroS-nitrobcnzoic acid (Holleman and 
de Bruyn, A., 1901, i, 391), followed by replacement of the resuJtm D 

amino-group by hydroxyl. . 

Condensation of cinnamic and G-chloro -3-hydroxy benzoic at & 
in presence of sulphuric acid yields 1 -chloroanthracoumarin, wine 
resembles 1 -chloroanthraquinone in chemical behaviour, excep 
that its chlorine is mote mobile, probably owing to tlie mttuen 
of the negative radicle in the para-position. 
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CO Q‘Ckbroanthracoumarin (annexed formula) sub- 

/\ ^ mcs in l° n g> golden needles and crystallises in a 
HC 0 felted mass of golden needles, m. p. 274°. 

C I 6-Anilinoanthraooumarin, C 2a H 13 0 3 N, prepared 

/\/ \/\ from 1-chloroanthracoumarin and aniline in 
| j I | presence of fused potassium acetate and copper 
\/ CO' acetate, crystallises in reddish- violet leaflets, m. t>. 

Cl 184—186°. 1 

Hie interaction of C-chloroanthracoumarin and 
nitrobenzene in presence of “ Naturkupfer C 55 appears to yield 
li-aiithracoumaryl, but no pure product was isolated. T. H. P. 

Phenylthioxanthyl. M. Gomberg and Wesley Missis ( J 
\ mr . Chem. 8oc. t 1921, 43, 1940 -1944).— The work of Gomberg 
mtl Schoepne (cf. A., 1917, i, 551) on the molecular weight 
,f phenylxanthyl checked by parallel oxygen absorptions has 
been extended to phenylthioxanthyl. Pure phenylthioxanthenol 
Monde was prepared by bubbling dry air through a solution of 
phenylquinothioxanthenol chloride hydrochloride in dry benzene 
it 1)0°. This material was used for the oxygen absorption and for 
the attempts to prepare the free radicle. The free radicle was 
prepared in solution, but found to be very unstable, and it could 
not be isolated in the solid state. The values obtained by Schlenck 
and Kenning (ef. A., 1913, i, 34) for the molecular weight of this 
substance were made on material which was, in all probability 
not the free radicle. q , 


2 : 2 -Sulphonidotriphenylmethyl. M. Gomberg and E. C 
Britton (J. Amer, Ckem. Soc., 1921, 43, 1945— 1950).— 2 : 2'- 

Mphon idotriphe n pica rb i nol , HO-CPh<^ (i J} 4 >S0 o , m. p. 224— 

was obtained by the oxidation of phenylthioxanthenol or by 
the action of magnesium phenyl bromide on benzophenonc sulphone. 
It hen heated with phosphorus pent achlo ride at 110 — 120°, it 
rielded 2 : 2 '-sulphon idotriphenylca rbi n yl chloride , m. p. 160 — 161° 
which, when reduced with stannous chloride and hvdrochlorio 
acid, gave 2 : Z'-sulplionidotripkenitlmethanc, m. p. 193—194°. The 
tarbinyl chloride when shaken in benzene solution with molecular 
dver gave the free radicle, 2 : 2'-6'« Iphonidotriphemflmdbjl m p 
lsr (decomp.), which when exposed in benzene solution to air 
yielded a crystalline peroxide, m. p. 238- 239° (decomp.). 

The oxygen and iodine absorptions of the free radicle were 
determined, and molecular-weight determinations in benzene and 
^ p-bromotoluene as solvents indicate little change in molecular 
with rise in temperature from (>- to 27\ The free radicle 
m solution is unimoleeular to the extent of 30% to 38%. W. G. 


WieAniialomum Alkaloids. II. Constitution of PeUotine 
■^alonidme and Anhalatnine. Ernst SpAth (Monalth,, 
> a • pello,lne axially possesses the constitution 

■ «^ted (A., 1919, i, 548), protection of its phenolic hydroxyl 
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group by introduction of a carbethoxyl or an ethyl radicle and 
cautious oxidation of the resulting means < of] per. 

manganate should yield substituted galhc acids. No trace of the 
Sr could however, be obtained and similar fadure to detect 
trimethvkaUie acid was experienced on oxidising a methylated 
anhalamine The view that pellotine and anhalonidine are deriv- 
ativesTmezcaUne containing a phenohe hydroxyl group .cannot 
be maintained as it is found that dimethylmezcahne methiodide 
t identical udth neither inethylpellotine methiodide nor dimethyl- 

a “tur“that the nitrogen in the two b^ses form, 
nart of a dosed ring and this view is confirmed by the observation 
thlt when heated with alkali hydroxide, the quaternary, com- 
nletelv methylated pellotine methiodide gives an amine which 
when again combined with methyl iodide and subsequently boiled 
^ith alkali hydroxide, is converted into a mtrogen-free compoimd. 
On^the assumptions that the ring in question is the woqumolu* 
ring that Heffter's formula, C 13 H 19 0 3 N for pellotine is correct 
and that the base contains a phenolic hydroxy group, a methyl 
Soup united to nitrogen, and a gallic acid res, due, various con- 
Etions are suggested for pellotine thyl cther tiic^t 
probable of these is 8 : 7 : 8-tnmethoxy-l : 2-dimethyl-l . 2 3. 4- 
tetrahydroisoquinoline, which best expresses the relationship of 
Sotine to mezealme and explains the optical inactivity of polio- 
the formation of the latter from mezeahne bemg brought 
about by ring closure by means of acetaldehyde so that assumption 
of enzyme action is unnecessary, ihc methiodide of 6.7.8- 
trimethoxv-1 : 2-dimethyl-l : 2 : 3 : 4 -tetrahydroisoqmnoline, pro 
pared synthetically from mezcaline, is identical with methylpellotmc 
methiodide, and since pellotine contains a hydroxyl group in place 
of a methoxyl group of the synthetic base, Heffters formula, 

derivatives of pellotine and anhalonidine shows that these two 
bases have the same ring system. Further, the formation of 
j^-acyl derivatives of anhalonidine demonstrates the latter to be a 
* secondary base, so that O-methylanhalomdnie 

should have the annexed constitution (I), which 
accords with the observation that the A-m- 
nitrobenzoyl derivative of the synthetic base 
(I) is identical with methyl-N-m-nitrobenzoyl- 
anhalonidine ; the formula for aiihalonidinc 
is, uiereiuiu, v 12 ^ 17 0 3 N, and not, as Heffter thought, CfcH 15 (yV 
Thus, pellotine and anhalonidine are derivatives of b : 7 : o-m- 
methoxy-l-methyltetrahydroi'soquinoline, but which of the three 
methoxy-groups exists as hydroxyl in the original bases remains 

As regards anhalamine, it appeared possible that this represents 
N-methylmezcaline with a hydroxyl in place of one of the methoxy- 
groups. The non-iderltity of the methiodides of dimethyhnezcahn 
and dimethylanhalamine shows, however, that anhalamine is no 


OM ef n . 
OMe^^NH 

OMeMo 

(I.) 

is, therefore, C 12 H 
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of the mezcaline type, and the further observation that O-methyl- 
aiili a 1 amine fails to yield the trimethyl ether of gallic acid when oxi- 
dised proves that the nitrogen atom does not occur in an open side- 
chain and indicates that this compound may be 
an tsoquinoline derivative of the structure (II). 
The accuracy of the latter is proved by the facts 
that this compound is readily synthesised from 
mezcaline and formaldehyde and that it gives an 
N-m-nitrobenzoyl derivative identical with N-wi- 
nitrobcnzoyl-O - methylanhalam ine ; further, the quaternary iodides 
of the base (II) and O-methylanhalamine arc identical. Anhalamine 
is therefore the dimethyl-ether of 6 : 7 : 8-trihydroxytetrahydrom- 
quinolme, but here also the position of thenon-methylated phenolic 
hydroxyl is unknown. Heffter’a formula, for anhalamine 

is thus confirmed. d 

Of the anhalonium alkaloids, anhaline and mezeahne belong to 
the p-phenylethylamines occurring in various plant famihes, and 
are almost certainly decomposition products of substituted phenyl- 
alanines resulting from the degradation of proteins. The presence 
in the same plants as anhaline and mezeahne of the tetrahydro* 
iioquinoline derivatives, pellotine, anhalonidine, and anhalamine, 
indicates that the latter are formed from the former by condensation 
with acetaldehyde or formaldehyde. 

6 : 7 : 8-Trimethoxy - 1 -methyl - 3 : 4-dihydroisoquinoline, obtained by 
the action of phosphoric oxide on the N-acetyl derivative of 

h !«o m€ZCa A y i e ,A a p l" nk ’ C 13 H 170 3 N,0,H 3 0,N3. m. p. 

181-182 ; a phtimcMonde, (C 13 H 17 0 3 N), : fI,PtCI 6 , which forms 
orange crystals darkening at 199"', m. p. 200-201° (frothing), and 
an aunchhnde, C 13 H l7 0 3 N,HAuCI 4> which forms straw-yellow 
crystals, m. p. 154 — 156°, 

6 : 7 : 8-Trimethoxy-l-methyl-l : 2 : 3 : 4-tetrahydrowoquinolinc, 
formed from the preceding compound by catalytic hydrogenation 
m presence of platinum and palladium, yields a picrale, 
^j h u0 3 i\,C 6 H 3 0 ; N 3 , m. p. 172—173°, a platinkhloride, 
(U u H 19 O 3 X) 2 ,H 2 PtCl 0 , 

ffl. p. on slow heating 204 — 206° (decomp.), on rapid heating -> 10 

• ■ ’,, an , d a ? aurichloru/e, m. p. 147-148° (frothing). The action 
of methyl sulphate on this base gives 

6 : 7.8-Trimethoxy- 1 : 2-dimethyl- 1:2:3: A-tetrahydroi'soquino- 

r ii"n!irei?n u a with methylpellotine and forms a picrale, 
AH 2 3(),(\C 6 H3 0 7 N 3 , in. p. 167—168°, an aurichforide, m. p. 135— 
and a platinkhloride , m. p. 21G — 217° (decomp ) 
np^Sp-5^ ™ thiodide > ( uH 2 ,0 3 Nr 3 forms crystals, 

ml ‘ : 2 : 3 : ±-t(trahyd roisexju inol ine, prepared 

mezeahne and for, naidchyde according to Pecker and Becker's 

A io" III o 3, *’ 291) ’. f ° rm 5 a hydrochloride, C, 3 H 17 0 3 X,HCI, 
VP*. -42—243 , an auncktonde , m. p. 139— 140* (frothimO 

SSt^ mat ( frothing a * d a 

Sert ne ^i, P \ 1 f 4r— A 80 . j thc Vatemary iodide, obtained by 
T0L g oxxn^ ydr ° Ch Oride " lth meth - vl sulphate and sodium 

** 9 
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hydroxide and subsequently with sodium iodide, is identical with 

dimethylanhalaminc methiodide (c»ds snp«)- 

X-m-NitrobenzoylankaUmine, C 16 H «0 4 IS.< OMe) 2 , has m. p. 
175-176°, and its methyl ether, C 16 H u 0 3 N 2 (0Me)* m p. 
147 — 148 °. 

and Norber * * ( £ as igokted f rom calumba root by 

_/\/\ Feist (A., 1908, i, 101) and, subsequently 

| || |N-OH thc ann exed formula has been assigned 

‘ e %/\/% to it by Feist and Sandstede {Arch. Pham . , 

II ! 1918 256, 1). The close similarity of this 

\/\ 0 Me formula to that of berberine has induced 
I ‘'OMe the authors to attempt to confirm it 
%/ * by direct synthesis. For this purpose, 
bromopapaverine was reduced by granulated tin and hydrochloric 

acid to ktrahydrobromopapavenne, m p. Ill m. p. 

71 73° W hich was treated with a mixture of glacial acetic acid, 

hydrochloric acid, water, and methylal. A small amount of a 
product, m. p. 151-153°, was thus obtained which was possibly 
bromotetrahyclropalmatine. Denomination of this substance by 
hydrogen in the presence of palladised barium sulphate did not 
yield tetrahydropalmatine but norcoralydme (cf. Pictet and Tsau 

Quo Chou, A., 1916, i, 418). , , , .. . . 

The possibility of removing the hydroxym ethylene group of 
berberine and replacing it by two methoxyl groups (thus giving 
palmatine) has been examined. Orientating experiments \uth 
piperonal and tetrahydroberberine showed that the -hydroxy- 
methylene group can be removed with some difficulty by dilute 
hydrochloric acid under suitable conditions, but simultaneously, 
the phenol produced is very extensively reunified by the liberated 
formaldehyde. Better results were obtained with tetrahydro- 
berberine and methyl alcoholic potassium hydroxide solution m 
an evacuated tube at 180° ; it is remarkable that, under suitably 
chosen conditions, the hydroxymethylcne group can be removed, 
whereas the two methoxvl groups remain intact, JNudear con- 
densation by the liberated formaldehyde appears to occur to only 
a slight extent, probably owing to the rapid transformation of the 
aldehyde into potassium formate and methyl alcohol. Methylauou 
of the product of the change by diazomethane gave a poor yield 
of tetrahydropalmatine. Better results were obtained by its 
complete methvlation by treatment with a large excess of methyl 
sulphate and alkali in the absence of oxygen and isolation of the 
completely methylated quaternary iodide by addition of potassium 
iodide and potassium hydroxide. The salt was found to be identical 
with tetrahydropalmatine methiodide. When distilled in a vacuum, 
it gave tetrahydropalmatine, identical with the product derived 
from natural sources.* It was oxidised by a solution of iodine m 
alcohol to palmatine. 1 
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A New Base from the Residues of the Hydrolytic Products 
of Cocaine, Isomeric with Tropine and y-Tropine. J. Tboger 
and K. Schwarzenberg ( Arch. Pkarm 1921, 259, 207—226).— 
By fractional crystallisation from alcohol of the hydrochlorides 
of the basic residues left after the removal of the eegonine from the 
product of the hydrolysis of the coca alkaloids, the hydrochloride 
of a new base, isomeric with tropine and ^-tropine, was isolated 
from the more soluble fractions. The new base, C 8 H 15 ON, is a 
very hygroscopic, crystalline substance, m. p. 53°, b. p. 225—230°, 
and distinctly volatile at the ordinary temperature. The hydro- 
chloride , hjdrobromide , and hydriodide are crystalline salts, very 
soluble in water and alcohol, and melt at 157—160°, 175°, and 
186°, respectively. The picrate , C 8 H 15 0N,C 6 H 2 (N0 2 ) 3 *0H, forms 
hygroscopic, yellow needles, which sinter at 225°, and decompose 
at 23/ . Ihe platinichloride , (C 8 Hj 5 ON) 2 ,H 2 PtCi 6 , is also very 
soluble in water, and w r as obtained in long, yellow' needles, m. p. 
184°, by evaporating the aqueous solution to dryness and crystal- 
lising from absolute alcohol and ether. The preparation of the 
auriehloride in an analytically pure state presented difficulties 
owing apparently to partial reduction and varying gold content 
of the salt, the benzoyl derivative, crystallised from a mixture of 
alcohol and ether, formed glistening, white prisms, m. p. 139—140°. 
The mtkiodide of the base crystallises from alcohol in well char- 
acterised, white needles, m. p. 238—240°. It was converted into 
the corresponding ammonium base by means of silver oxide, and 
this on distillation gave trimcthylamine and a residue giving no 
solid derivatives and otherwise not further examined. Attempts 
to oxidise the original base w'ith chromic acid, permanganate, 
ferricyanidc, and hydrogen peroxide were either without result or 
gave oily products from which solid derivatives could only in one 
or two instances be obtained, and then not in an analytically 
pure condition. q j? 

Eegonine. LXIX. J, Gadamer and Carl John [Arch. 
Pharm., 1921, 259 , 227 — 240). — Of the two possible formulae for 
anhydroeegonine, 

CHjj— CH — CH’CO jjU CH.,— CH — CH‘0 2 H 

(I.) | NMc CH j ** NMe CH 

CH.,— CH — CH CH 2 — CH — CR, 

Willstatter decided in favour of 1 (A., 1899. i, 178), but it is now 
fchown that formula II must be correct, since on reduction to hydro- 
W'gonidine at least tw'o different optical isomeridcs are produced, 
whicn could only be the case by the creation of a third asymmetric 
carbon atom, and on the basis of formula 1 this is not possible 
without assuming the occurrence of isomerisation during the 
reduction. Such isomerisation is conceivable if the reduction is 
tamed out by Willstatter s method with sodium and amyl alcohol, 

' j h ^ dro ^ onation " as also carried out by the Paal and Skita 
method, in which an isomerisation is extremely unlikely, and two 

V 2 
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hydroecgonidines were again obtained. In each case, the optica] 
isomerides were separated through their aurichlorides. For further 
confirmation, the ethyl esters of the various aurichlorides were 
also prepared. Hydroecgonidine, prepared by the reduction of 
the hydrogen bromide additive product of anhydroecgonine, was 
an individual substance identical with one of the isomerides obtained 
by Paal and Skita’s method. As, according to formula II, anhydro- 
ecgonine contains a conjugated system of double bonds, an exalta- 
tion of the molecular refraction was expected, as compared with 
hydroecgonidine. Determination of the molecular refractions of 
the ethyl esters in each case showed this expected exaltation, 
although anhydroecgonine ethyl ester considered by itself actually 
showed a depression, which must be attributed, however, to the 
pyrrolidine ring. The following were prepared during the investi- 
gation : Hydroecgonidine hydrochloride by Willst&ttcr’s method, 
m. p. 233 — 234°, [a] D — 3-0°, giving two aurichlorides, m. p. 210“ 
and 230°, respectively, which on reconversion into hydroecgonidine 
hydrochloride yielded two corresponding isomerides, both melting 
at 233 — 234°, but having [a] D — 2-77° and “4*4°, respectively. 
Reduction by the Paal-Skita method gave a product which was 
also resolvable into two aurichlorides, m. p. 210° and 220°, respec- 
tively, and these on reconversion gave two hydroeegonine hydro- 
chlorides having [a] D —2-30° and —1*24° respectively. The hydro- 
eegonine hydrochloride- prepared by the reduction of the hydrogen 
bromide additive product of anhydroecgonine with zinc and ml 
phuric acid gave only one aurichloride, m. p. 210°, [a] D -f 2-78°. 
The aurichloride, m. p. 210°, gave an ethyl ester melting at 173— 
174°, and the aurichloride, m. p. 220°, an ethyl ester, m. p. 123 5 , 
The ethyl ester obtained from the dextrorotatory aurichloride 
melted at 173 — 174° and ?ave an ester hydrochloride having 
Md+5-1. G. F. M. 

The Constitution of Corydaline. Ernst Spath and Norbeki 
Lang (Ber. t 1921, 54, [5], 3074 — 3078). — The annexed formula 
/,\ has been assigned to corydaline by Dobbie 

OMef V N and Lauder (P., 1902, 17, 252), and, after 

OMc. " consideration of several alternative expres- 

| Me sions, has been adopted by Gadamer. 

I The positions of the methyl group and of 

'f j[OMc the two methoxyl groups attached to the 
k iOMe benzene nucleus have not, however, been 
^ placed beyond doubt, and, for this reason, 

the authors have attempted the synthesis of a number of these 
compounds. If the above formula be correct, corydaline is to be 
regarded as methyltetrahydropalmatine (cf. Spath' and Lang, this 
yol., i, 166). The latter substance, however, is found not to be 
identical with r-corydaline or mesocorydaline. Dobbie and Lauder's 
formula, therefore, appears to be inexact. 

Palmatine iodide i& converted by magnesium methyl iodide in 
ethereal solution into * -nielhyUihydropalmatine, yellow' needles, 
m, p. 128 — 130°, which is reduced by platinised zinc and dilute 
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sulpluiric acid to a mixture of om methylietrahydropalmatine .9, greenish - 
yellow leaflets, m. p. 165° and m. p. 67 — 60°/ respectively. 

H. W. 


Codeineoxidesulphonic Acids and their Derivatives. 

Edmund Speyer and Hermann Wietbrs {Ber., 1921, 54, [B], 
2976 — -2987). — The action of acetic anhydride and sulphuric acid 
on codeine-iV-oxide has been shown by Freund and Speyer (A., 
1911, i, 809) to lead to the formation of a-codeine-I^-oxidesul- 

phonic acid, C 18 H 20 O 3 ^^Q|jj^O, and codeine- Af-oxidesulphonie 


acid, 


run cSO s H 
l ^18 n 20 U 3^^;5 * 


which are reduced by sulphurous acid 


to the same codcincsulphonic acid. The behaviour of the iso- 
meric sulphonic acids when catalytically hydrogenated is now 
described, 

Codeine-iV-oxidesulphonic acid is reduced by hydrogen in the 
presence of colloidal palladium to dihydrocodeinesulpkonic acid 
(annexed formula), six-sided leaflets or 
well-defined prisms, decomp. 330—340° 
after darkening at 30°, [a]ft -76-7° in 
faintly alkaline solution. The same acid 
is obtained by catalytic hydrogenation of 
codeinesulphonic acid. The acid is re- 
converted by water at 150° or by stannous 
chloride and concentrated hydrochloric 
acid at 100° into dihydrocodeine. It is 
transformed by nitric acid (d 1*36) into 
nitrodihydrocodeine, yellow double pyra- 
mids, m. p. 221°, identical with the sub- 
stance described by Freund and Melber (A., 1920, i, 717). Similarly, 
x-codeineoxidesulphonic acid yields a -dihydrocodeinesulpkonic acid, 
a colourless, crystalline powder, decomp. 315 — 320°, [*JJ — 88° in 
aqueous solution ; the corresponding monohydrate is also described. 
It is converted by water at 150—160° into dihydrocodeine and 
by cold nitric acid ( d 1*36) into r-v it rod i hyd r or ode in?, slender, yellow 
needles, m. p. 180°. 

Attempts were also made to prepare the isomeric dihydrocodeine- 
snlphonic acid from dihydroeodcine. For this purpose, the latter 
was transformed by hydrogen peroxide into dihydrocodtine-N -oxide, 
pale yellow, rhombic crystals, decoinp. 225° after softening at 215° 
{hydrochloride, hexagonal plates, m. p. 217° after previous softening; 
picrate, four-sided, prisms, m. p. 101—162°). Under the action of 
sulphuric acid and acetic anhydride, the latter yields a single 
dihydrocodeine-J>i-oxidje8ulphonic acid , CjgH^O-NS, prisms, dccomp. 
273— 275°, which is reduced by sulphurous acid to dihydrocodeine- 
sulphonic acid. 

The applicability of sulphoacetic acid for the sulphonation of 
derivatives of codeine has been tested further in the case of chloro- 
diaydrocodide-A T - oxide (cf. Freund and Melber, toe. cit,). It has 
been found possible to isolate a c hlorod i hyd rocodide - N - o.r idcsul phonic 


so 3 h 

OMe'C^ij 

0 1 

/V'Xcti 

/ I T H 2 
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C/\CH ^NMe 
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H 0, N<" 

£>c ch 2 ch 2 


SOoH acid (annexed formula), feathery crystals, 

n />\ decomp. 290—295°, but the occurrence of an 

OMe’C 7 || isomeride could not be observed. The acid 

0 || is reduced by sulphurous acid to chlorodi - 

/\>/\ hudrocodidesulpJwnic acid, prisms, decomp. 

/ I CH 2 about 300°. 

O CH Dihydrocodeincsulphonic acid, after 

\ /\/ \ neutralisation by sodium hydroxide, is con- 

0 OH N%q verted by an excess of methyl iodide into 

™>C CH 2 CH 2 dihydrocodeAnesulphonic acid metkylhydroxide, 

\/ / - G 19 H 27 0 7 NS, rectangular plates, decomp. 

CH 2 CH, 280—285° ; the latter is very stable towards 

water, but is decomposed by sodium hydr- 
oxide solution (4%) at 140° into tctramethylethylenediamine and 
a nitrogen-free substance which could not be isolated. 

In view' of the mutability of the codeine molecule, it is possible 
that the formation of isomeric sulphonic acids is due to preliminary 
isomerisation of the codeine itself. Tn this case, it must be possible 
to derive one of the sulphonic acids from an isomeric codeine. In 
this connexion, ^-codeine has been transformed by hydrogen 
peroxide into if/ -code im-^ -ox ides, prisms, m. p. 22f — 228° ( picrate , 
needles, in. p. 166 — 168°), which is transformed by a mixture of 
acetic anhydride and sulphuric acid into if/ -code ine-7$-ox idesu Iphxmic 
acid, long, glassy prisms, decomp, about 300°, which is not identical 
with a-codeineoxidesulphonic acid, although resembling it in being 
soluble in water. H. W. 


CH 2 ch 2 

oxide solution (4° 


1-a-iV-Methylpiperidylethane-l-one. Kurt Hess and Wil- 
helm Corleis (Ber., 1921, 54, [B], 3010 — 3020). — The synthesis 
of 1 - a -.Y-methylpiperidyl ethane- 1 - one is described, the method 
adopted being similar to that used in the preparation of the corre- 
sponding propane derivative, which the new substance resembles 
closely. Unexpectedly, its transformation into hygrine could not 
be realised on account of the failure to effect demethvlation to the 
secondary amine. 

a-Pyridyl methyl ketone is catalytieallv hydrogenated in the 
presence of platinum to a mixture of the diastereoisomeric forms of 
Y-z- piper idylethaneA-ol, b. p. 10G — 110°/18 mm., which is converted 
by formaldehyde and formic acid into a mixture of 1-a-N -methyl- 
pipcridylethane-oL-ols, b. p. 94 — 105°/22 mm. The latter is oxidised 
by chromic acid in acetic acid solution to l-x-R-methylpiperidyl- 
ethane.-n.-one, C 5 NH 9 Me *(X)Me , a mobile, hygroscopic liquid, b. p. 
78 — 80°/ 14 mm., which decomposes somewhat rapidly w r hen pre- 
served. The picrate, short prisms, m. p. 119 — 120°, semicarbazone, 
m. p. 175 — 177°, methiodule, small plates, ra. p. 144°, and a non- 
liomogeneous hydra zone, b. p. 115 — 117°/15 mm. [picrate of latter, 
m. p. 189° (dccomp.)], are described. Tlie hydrazone is converted 
by a solution of sodium ethoxide in alcohol at 160—170° into 
1-a-W-methylpiperidylethane (picrate, m. p. 170 — 171°). The 
ketone does not react* with ethyl azidodiearboxylate. It reacts 
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with cyanogen bromide to form the expected methobromide {auri- 
chloride of the corresponding methochloride., C 9 H 18 OXC1,AuC 1 3 , 
ochre-yellow crystals, m. p. 142°) and cyanamide derivative, but 
the hydrolysis of the latter leads to the production of a non -basic 
substance (which was not obtained in the pure state, but is probably 
an imidazolone derivative) in place of the desired secondary ketone. 

The action of formaldehyde and 
/\ /\ hydrochloric acid on 1-x-piper- 

I j — CHMe 1 J — CHMe idylethane-l-ol at -120—1 30° leads 

w ' \ . to the production of the oxazol- 

idine derivative (annexed formula 
I), b. p. 79— 81°/1S mm. ( picrate , 
slender needles, m. p. 163°), 
whereas the corresponding oxazol- 
idone (annexed formula II), b. p. 164°/14 mm., is obtained when 
the urethane of 1-a-piperidylethane-x-ol is distilled under diminished 
pressure. H. W. 

The Preparation of Pyridine and of certain of its Homo- 
logues in a State of Purity. Joseph Greenwood Heap, 
William Jacob Jones, and John Bamber Spearman [J. Amer. 
Ckm. Soc 1921, 43, 1936 — 1949). — Pyridine, 2-methylpyridine, 
and 3-methylpyridine were separated from the crude coal tar bases 
from a light oil by repeated fractional distillation and subsequently 
purified through their additive compounds with zinc chloride. 
2 ; 6- and 2 : 4-DimethyIpyridines were similarly obtained from 
the crude bases of middle oil, but purified through their mereuri- 
chlorides. The following physical constants, using special pre- 
cautions, were obtained: pyridine, b. p. 1 lo*3° ; df 0-9776; 
2-methylpyridine, b. p. 128—129"; df 0*9404 ; 3-methylpyridine] 
b. p. 143-8°; df 0-9515; 2 : 6-dimethylpyridine, b. p. 137-5°; 
(ff 0-9200 ; 2 : 4-dimethyIpyridine, b. p. I r>7- 1 0 ; df 0-9273. 

W. Cl. 

Some Physical Properties of Aqueous Solutions of certain 
Pyridine Bases. William Jacob Jones and John Bamber Spear- 
man ( J . Amer. Chem. Soe 1921, 43, 1867 — 1870 ; compare preceding 
abstract). — The densities of aqueous solutions of pyridine, 2-methyl- 
pyridine, and 3-methylpyridine have been determined at 25°. In 
the case of pyridine, the density rises with increasing concentration 
of water, to a maximum (1-0032) at 50% water; in the other cases 
the density rises regularly with increasing concentration of water. 
The composition of the constant boiling mixture of each of the 
three bases is determined at various pressures, and it is shown that 
at ordinary pressures the constant boiling mixture with pyridine 
contains 42% of water, with 2-methylpyridine 48% of water, and 
with 3-methylpyridine 61% of water. ‘The boiling points of the 
mixtures are respectively, 93-0°, 93-5\ and 96-2°. The miscibility 
of 2 : 4-dimethylpyridine with water has been investigated. It is 
shown that the minimum critical solatia temperature is 22-5°, 
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and the boiling point of the constant boiling mixture is 96'5°. 
The distillate condensed into two layers, but on cooling below 
23-2° it became homogeneous and contained 66% of water. 

J.F.S, 

5-Methoxydioxindole and 5-Methoxyisatin. J. Halber. 
kann (Ber., 1921, 54, [B], 3079—3090; cf. this vol, i, 174).— 
The experiments described were undertaken in the hope of 
discovering a convenient method for the preparation of quinic 
acid in quantity; they were not completely successful. 

Ethyl mesoxalate condenses with p-anisidine in hot glacial acetic 
acid solution to give ethyl 3-hydroxy-ft-nietkozy-2-ketodihydroinddt- 

3 -carboxylate, „ , coarse, colourless needles or plates, 

J C0‘C(0H)*C0 2 Et F 5 

m. p. 193 — 194°. The yield is 33 — 37% of that theoretically 
possible, and is not improved by the addition of anhydrous sodium 
acetate or of acetic anhydride. A by-product , brownish-yellow, 
rectangular platelets or needles, m. p. 256°, is also formed. The 
ester is not produced when its components are melted together. 
It is converted by acetic anhydride and sodium acetate into the 
corresponding diacetyl compound, colourless rhombohedra, m. p, 
122- 123°, and by a large excess of phenylhydrazine or hydroxyl- 
amine into Smethoxyisatin-S-phenylhydrazone, m. p. 216 — 217° 
(Bauer, A., 1909, i, 467, gives m. p. 219°), and 5-methoxyisatin- 
3-oxime, brownish-red, intertwined, prismatic needles, m. p. 234 — 
235°. Hydrolysis of the ester with potassium hydroxide, and 
subsequent acidification with hydrochloric acid leads to the separ- 
ation of 5 -methoxydioxindole, long, colourless to pale brown, four- 
sided needles, m. p. 204 — 205° [diacetyl compound, colourless, 
rhorabohedric prisms, m. p. 225 — 226° (decomp.).] When an ice- 
cold solution of the dioxindole in alkali is acidified with acetic acid, 
2 -amino-5-methoxymandelic acid, colourless plates or rhombohedra 
(+ 1H 2 0) separates. It has m. p. 160 — 161° (evolution of steam) 
when heated rapidly, after which it resolidifies and melts again at. 
203 — 204° (m. p. of 5-methoxydioxindole). An aqueous suspension 
of the acid is coloured brown, green, bluish- violet, and ultimately 
dark red by ferric chloride; the action does not depend on complex 
salt formation, since a similar effect is produced by bromine water. 
A diazotised solution of the acid couples with an alkaline solution 
of p-naphthol to give a dark reddish- violet dye. The stability of 
the acid is remarkable, since o-aminomandelic acid appears to be 
incapable of existence. 

5-Methoxydioxindole is only converted with difficulty by air or 
oxygen into 5-methoxyisatin ; as a rule, the action only proceeds 
to the formation of the methoxylated isatyde, m. p. 246° (decomp.) 
after softening at 135° ( ? water of crystallisation). 5- A1 ethoxy isatin, 
almost black, prismatic needles, is, however, readily produced from 
the dioxindole by the action of very dilute ferric chloride solution. 
When boiled with an alcoholic solution of aniline, 5-methoxyisatin 
yields the corresponding 3-anilide, lustrous, orange-red needles, 
m. p. 223°, which dissolves to a dark green solution in concentrated 
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sulphuric acid. The acetyl derivative of 5-methoxyisatin forma 
red, prismatic needles or coarse prisms, 
m. p. 144 — 145°. When the isatin is 
\ melted with o-phenylenediamine, it 
, I gives 10 -methoxyindophenazine {an- 
\/ nexed formula), m. p. 247°, which 
sublimes in long, orange-yellow 
needles when heated cautiously. H. W. 
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Br omo-2-methylquinolines . K. L. Moudgill ( J . Amer. 
Chew- Hoc., 1921, 43, 2257 — 2258). — 6-Bromo-2-methylquinoline is 
prepared by the condensation of p-bromoaniline and paracetaldehyde 
in hydrochloric acid (cf. Bastow and MacCollum, A., 1904, i, 686). 
It gives a methiodide , in. p. 237° (decomp.), and an ethiodide , m. p. 
218°. ra-Bromoaniline condenses with paracetaldehyde to give 
( ]).brom-2-rnethylquinoline, m. p. 77°, giving an ethiodide, m. p. 
217°; a nitrate, m, p. 102°; a zineichloride , m. p. 268°; a stanni- 
cUoride ; a mercurichloride, m. p. 245°; and a pier ate, m. p. 207°. 
Whether the bromine atom is in position 5 or 7 has not been settled. 

W. G. 


Constitution of Kynurenic Acid. Ernst Spath [Monatsh., 
1921, 42, 89— 95) —Kynurenic acid, regarded by Camps (A., 1901, 
i, 751) as 4-hydroxyquinoline-3-carboxylic acid, was shown by 
Homer (A., 1914, i, 730) to have m, p. 289°, which is that of the 
4-hydroxyquinoline-2-carboxylic acid obtained by Camps. Neither 
Camps nor Homer, however, compared derivatives of natural 
kynurenic acid with those of the synthetic hydroxyquinolinecarb- 
oxylic acid, and Ellinger and Matsuoka’s work (A., 1920, i, 696) 
on the conversion of tryptophan into kynurenic acid in the animal 
body appears to indicate the accuracy of Camps’s constitution for 
the acid. 

The author finds that kynurenic acid may be rapidly freed from 
protein compounds by conversion into its methyl ester, the hydro- 
chloride of which is sparingly soluble in methyl alcohol. Treat- 
ment of the pure kynurenic acid with phosphorus pentachloride 
yields a 4-chIoroquinolinecarboxylic acid and catalytic replacement 
of the chlorine by hydrogen in presence of palladium and barium 
sulphate yields quinoline-2-carboxylic acid, which was identified 
by means of its methyl ester and amide. Further, the methyl 
ester, the methyl ester of the methyl ether, and the benzoyl- 
methyl ester of synthetic 4-hydroxyquinoline-2-carboxylic acid 
agree in properties with the corresponding derivatives of natural 
kynurenic acid. The contradictory results of Camps and Homer 
appear to be due to the fact that the melting point of kynurenic 
acid varies from 255° to 289°, according to the rapidity of the 
heating. 

Methyl kynurenate methyl ether [methyl 4- nu thoxyqui fiolinc-'2-carb- 
wjklc), C la H n () 3 N, has in. p. 148 — 149°, and methyl bcnzoyl- 
kymremte, C 18 H 13 0 4 N, forms white crystals, in. p. 143°. 

T. H. T. 

9 * 



j. 174 abstracts of chemical papers. 


Derivatives of Quinic Acid. J. Halbbrkann (Ber., 1921, 

54 [B], 3090 3107).— A record of the preparation of derivatives 

of quinic acid from 5-methoxyisatin (cf. Halberkann, this vol., i, 


^S-Mcthoxyisatin condenses with pyruvic acid in alkaline solution 
to form a.methoxyquinoline-2 : i-dicarboxylic acid, almost colourless, 
prismatic rods or prisms, m. p. 239-240° (evolution of carbon 
dioxide). The lead, copper, silver, and feme salts were prepared. 
When heated with concentrated hydrochloric acid under pressure, 
the acid is converted into Q-kydroxyqmwdtne-l : i-dicarboxyhc acid 
small needles or plates (+1H.O), m. p 318°, which couples with 
diazonium salts in the usual manner. [The ammonium hydrogen 
salt, needles (+lH a O), has m. p. 318 ° (dccomp.) after becoming 
discoloured at 285°:] 5-Methoxyquinolme-2 : 4-dicarboxykc acid 
loses carbon dioxide when heated slightly above its melting point 
and passes into 6-methoxyquinolinc-4-carboxyhc acid (qurnic acid) 
which is identical with the substance derived from quinine. The 
direct production of quinic acid from 5-methoxyisatin and acet- 
aldehyde is impossible, since the latter becomes resinified by the 
alkali, whilst, if acetoxime is used it is difficult to remove the 
methoxy-p-isatoxime formed simultaneously. Attempts to prepare 
the acid directly from p-anisidine (cf. Pictet and Mcsner, A., 1912, 
i, 650) by replacing the pyruvic ester by the free acid and methylal 
by ethyl orthoformate, gave only small yields of the desired 


substance. , , , 

G-Methozyquinoline-'l : 3 : 4 -tricarboxylic acid, aggregates of 
needles (-f-lH 2 0), m. p. 224—225° (dccomp.) after previous darken- 
ing, is prepared by the condensation of 5-methoxyisatin and ethyl 
oxalacetate in concentrated alkaline solution. 5-Methoxyisatin 
and acetophenone in hot alcoholic alkaline solution give 6-methoxy- 
2*phenylquinoline-4-carboxylic acid, pale yellow needles (-f-lH 2 0), 
m. p. 236°, which, However, is prepared more conveniently from 
p-anisidine, benzaldchyde, and pyruvic acid. When triturated 
with hydrochloric acid {d 1125), the acid gives an intensely yellow 
hydrochloride which is decomposed readily by water. When heated 
with concentrated hydrochloric acid under pressure, the methoxy- 
acid is converted into ti.hydroxy-2-phenylquinolineA-carboxylic acid , 
yellow needles, in. p. 330° (decomp.). The latter couples with 
diazotised sulphanilic acid, giving 5-p-sulphobenzenazo-Q-hydroxy- 
2-phenylquinolineA-carboxylic acid , a red, structureless powder 
which darkens above 200° and gradually becomes carbonised, 
without melting, at a higher temperature. The corresponding 
aniline salt, dark red prisms, behaves similarly when heated. The 
azo-dye is reduced by sodium hyposulphite to 5-amino-Q-hydroxy- 
2‘phenylquinolineA-carboxylic acid , an unstable substance which 
passes readily into the corresponding quinone. 

6-Methoxy-2-phenylquinoline-4-carboxylic acid is smoothly con- 
verted by the calculated quantity of potassium nitrate in the 
presence of concentrated sulphuric acid into 5-nitroS-inethoxy--- 
phenylqui noline - 4 -carboxylic acid , long, pale -yellow, rectangular 
platelets, m. p. 262° (decomp.), when rapidly heated, after darkening 



ORGANIC CHEMISTRY. 


i. 175 


above ^ It is reduced by ferrous hydroxide in alkaline solution 
to 5 -(iMirw-n- methoxy- 2 •pkenylqu inolineA-carboxylic acid , rosettes 
of violet -red needles or platelets, m. p. 255 — 256° (decomp.). After 
being diazotised, it couples with (3-naphthol in alkaline solution to 
yield ^~"yd r oxipiaphth(ilcnm.zo-fi-nictkoxtj-2-phenylguinoline-4:-carb- 
oxylic mtd^ almost black, granular aggregates which do not melt 
below 300 . When the amino-compound reacts in sodium car- 
bonate solution with diazotised sulphanilic acid, it yields 8-p -sulpho- 
benzeneazo-o-hydroxyS-ymthoxy-'l-phmylquinolimA-carboxylic acid, 
{l violet powder, m. p. 205° (dccomp.) after softening at 190'A 
According to the author s unpublished observations, a similar 
replacement of the amino- by the hydroxy-group during coupling 
is shown by 5-aminohydroquinine. 

Deoxybenzoin and 5-methoxyisatin give fi-mdkoxy-2 : 3-diphenyl- 
quinolineA-carboxylic acid , colourless needles, m. p. 306° (decomp.). 
With acetone, 5-mcthoxyisatin yields (j-methoxif-2-met hylqu inolinc- 
Unrboxylic mid, bluish-yellow needles, m. p. 286°, which is obtained 
more conveniently from p-anisidine, pyruvic acid, and acetaldehyde. 
It is converted by concentrated hydrochloric acid at 145° into 
b-hydroxy-2-methylqui7ioline-4-carboxylic acid , slender needles, which 
begins to decompose above 300° with evolution of a brownish- 
yellow oil ( } 6-hydroxy-2-raethyIquinoline), but is not completely 
melted at 340 . The methoxy-aeid is converted by chloral 
into 6 - methoxy -2yyy- trichloro-\ a -prope n ylq u inoli ne-i-c<i rboxylic acid , 
colourless,^ prismatic rods, m. p. 210° (dccomp.) after darkening 
above 190 , which is transformed by alkali into 4 -mrboxy-Q-methoxy- 

quinoline-2-P-acrylic acid , OMe»C fi H^< i 

, , „ 63 X C-CHICH-COoH^^ 

yellow, slender needles, in. p. 249° (dccomp.) after darkening 
at about 220 . The latter is oxidised by potassium permanganate 
to 6-methoxyquinoline-2 : 4-dicarboxylic acid. 

Methoxy- 2 -{2 ) */« cylqu inohneA- ca rbo, r iflic add, prepared from 
i-acetylfuran and 5-mcthoxyisatin or from p-anisidine, furfur- 
aldehyde, and pyruvic acid, crystallises in yellow needles, m. p. 
-41 (decomp.) after previous darkening. 

I-Acetyl-5-methoxyisatin is quantitatively transformed (apart 
ront the regenerated isatin) when heated with aqueous sodium 
Y roxide solution into ()-meihoxy-'2-kclo-\ : 2-di hyd roquinolineA- 
(moxyhc acid , dark yellow, prismatic rods, m. p. 320° (decomp.). 

len precipitated from its alkaline solution by mineral acids, it 
orms an. almost colourless gel ( l 2-hydroxy-6-methoxyquinoline-4- 
ar oxyhc acid), which subsequently passes into the yellow variety. 

e a cr docs not couple with diazotised sulphanilic acid in sodium 
ii L 0na e , Boiling glacial acetic acid converts that 

LJi 0n 0 remains undissolved into intensely yellow, 

, 7 needles, m. p. 326° (decomp.). The corresponding ethyl 
ester, small, orange-yellow needles, m. p. 231° after softening at 
I nf i ’ iv 1 } be Stained directly in small amount from p-anisidine 
y oxalacetate in glacial acetic, but nbt in alcoholic solution. 

H. W. 
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Influence o£ Substitution in the Components on Eq^hhna 
in Binary Solutions. XXXIII. The Bmary Systems of 
Carbazole or Acenaphthene with Polymtro^erivatives of 
Benzene and Toluene. Robert Kremann and Hubert 
Strzelba (Momlsh., 1921, 42, 167— 180 ; «• '■* V0 ,Q 2 n’ ; g&n 

The results obtained by Kremann and Slovak (A., 1920, i, 564) 
show that the ability of picric acid to combine with carbazole 
depends on its nitro-groups, the hydroxyls being inert 

The authors find that no compound is formed » the sohd state 
bv carbazole with any one of the three dimtrobenzenes or with 
2^ 4 dinitrotoluene simple eutectics being obtained m all cases. 

eutectics correspond respectively with 107 and 15 /o > 72 and 
13°/ • 143° and 34%, and 62 and 11% of carbazole. With 

s trinitrobenzene (1 mol.), carbazole (1 mol.) forms a compound 
which melts homogeneously (m. p 203“) with little .dissociation 
and gives a eutectic with carbazole at lJo containing 44 of 
trinitrobenzene and a eutectic with tnmtrobenzene at 120 » con- 
taining about 97-5% of trinitrobenzene With „ 4 . 6-totro- 
toluene, carbazole also forms a compound (1 mol 1 mol.) which, 
however exhibits considerable dissociation in the fused condition, 
so that introduction of the electropositive methyl group appears 
to weaken the activity of the nitro-groups. 

Towards nitro-dcrivatives of benzene, acenaphthene “haves 
similarly to naphthalene (Kremann and Haas, A., 1919, n, 457). 
With 1 • 3 * 5-trinitrobenzcne, acenaphthene forms a compound 
(1 mol ■ 1 mol), in. p. 161°, which with acenaphthene gives a 
eutectic corresponding with 87° and 8%, and with 1 : 3 : 5-trimtro- 
benzene a eutectic corresponding with 115 and 94 / 0 of the tnmtro- 
benzene. With 2 : 4 : 6-trinitrotoluene, acenaphthene forms a 
compound (1 mol. : 1 mol.), m. p. 112° (compare Buguet, A., 1910, 
i 105) which gives a eutectic with acenaphthene at 81 containing 
18% and a eutectic with trinitrotoluene at 72° containing 
of trinitrotoluene. 


Triarylisooxazoles. Jakob Meisekiieimer and Km 
Weibezahs (Ber., 1921, 54, [£], 3195-3206).-By the action of 
potassium hydroxide solution on p-nitro-x-methoxy-ap-diphcnyi- 
ethanc or on v 7-nitrostilbene and as by-product of the condensation 
of phenylnitromethane with benzaldehyde according to the metnoa 
of Knoevenagel and Walter (A., 1905, i, 65), Heim (A., 1911, l, H<) 
has isolated a substance which is regarded as 3:4: o-tnpncnji- 

isooxazole, CPh<^'.!?. The I )roo£ o{ the correctncss of tbi * 
CPh.N 

formula is now given by the observation that the substance is 
oxidised by ozone to benzoylbenziloxime, CPh(:N-OBz)Bz; it w 
remarkable, however, that the benzoyl derivative of benzil 
is produced in place of the expected a-compound (cf. Meisenheiin j 
this vol., i, 152). The constitution is confirmed further ) 
synthesis’ of the compound from dibenzoylphcnylmethane or n- 
bcnzoylphenylmethane and hydroxylamine. Heim (£oc. cit.) 
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advanced the theory that 3:4: 5-triphenylwooxazole is formed from 
7 -nitrostilbene according to the scheme : CHPhX-Ph-N0 2 — > 

Ph*CH0+CH 2 Ph-N0 2 . CHPh:CPh*N0 2 -hCII 2 Ph*N0 2 addition > 

KOj'CHPh'CHPh-CHPh-NOj CPh<^;?_ In conformity 

with this conception, it is shown that the yields of 3 : 4 : 5-triphenyl- 
isooxazole are increased very considerably when an equivalent 
amount of phenylnitromethane is added to the a-nitrostilbene 
before it- is heated with potassium hydroxide. Further, it is found 
that a*mtro4'-methoxystilbene is convertible in good yield into 
3 ; 5*diphenyl-4-anisyltsooxazole, which can only be explained if it 
Is assumed that the nitrom ethoxy stilbene suffers partial fission to 
anisaldehyde and phenylnitromethane followed by condensation 
of the latter with unchanged nitromethoxystilbene. Several other 
substituted tsooxazoles have been synthesised in a similar manner. 
Reaction proceeds smoothly if all three substituents or the two in 
the 3 and 5 positions are similar. If, however, the two latter are 
dissimilar, two structural isomerides are generally produced simul- 
taneously. In the latter case, a further complication ensues, owing 
to the fact that the nitrostilbene suffers fission to the aldehyde and 
arylnitromethane, the latter not being identical with the ary Initio- 
methane employed. This also condenses with unchanged nitro- 
stilbene, and a complex mixture thus results from which it is 
impossible to isolate the desired t'sooxazole. 

*3:4: 5-Triphenylwooxazole, slender, colourless needles, m. p. 
212 — 213°, is stable towards boiling alkaline permanganate and 
does not absorb bromine. It is converted by boiling nitric acid 
[d 1'4) into tri-p-nitrotriphenyhsoo.Tazole y m. p. 298 — 300°; the 
simultaneous production of p-nitrobenzoic acid shows that the 
nitro-groups have entered into the p-position in the fsooxazole 
compound. a-Nitro-4'-methoxystilbene is converted by boiling 
sodium hydroxide solution (15%) into 3 : S-dtyhenylA-anisylko- 
oxazole , colourless, slender needles, m. p. 188—189°. 

p-Methoxyphenylacetonitrile, b. p. 152°/16 mm., is obtained in 
almost quantitative yield by the action of methyl sulphate and 
sodium hydroxide on p-hydroxyphenylacetonitrile, and is converted 
by ethyl nitrate and potassium ethoxidc according to the method 
of Wislicenus and Endres (A., 1903, i, 472) into the potassium 
salt of p-anisylko n itroa ceton i t rile, OMe*C 6 H 4 *C(!NO’OK)'CN (the 
sodium salt was analysed), which is transformed by boiling sodium 
hydroxide solution into p -anisylnitrometkane, 0M*e*C 6 H 4 *CH 2 *N0 2 , 
b.p,158 — 160°/1 1 mm. (the corresponding enolic form, m. p. 65 — 
70°, is unstable). p-Anisylnitromcthane condenses with benzalde- 
hyde in the presence of a little methvlamine to give a-nitro-4- 
methoxystilbene, CHPh:C(N0 2 )*C 6 H 4 ’0Me, pale yellow crystals, 
m ; P* 95°, and with anisaldehyde to yield ^nitroA : 4 '-dimtihoxy- 
stilbene, pale yellow crystals, m. p. 140 — 141°, b. p. 240 — 245°/16 
mm. a-Nitro-4-methoxystilbene and p-anisylnitromethane yield 
: 5-di-p-anisylkooxazoh, colourless needles, m. p. 170 — 

• 3 : 4 : 5-Tri-p-anisyV\$ooxazoh, small, colourless needles, 
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m. p. 146 — 147°, is obtained from a-nitro-4 : 4'-dimethoxystilbene 
and p-anisylnitromethane. Phenylnitromethane and a-nitro-4 : 4'- 
dimethoxystilbene give 3( ? 5)-phenylA : 5( \ 3 : 4)-dt-p-amsyliso- 
omzole, colourless needles, m. p> 156 — 157°. a-Nitrostilbene and 
a-nitro-4'- met hoxystilbene yield with jp-anisylnitrometh&ne mixtures 
of wooxazoles from which only the most sparingly soluble com- 
ponents, namely, triphenylisooxazole and 3 : 5-diphenyl*4-p-anisyl- 
isooxazole, can be isolated in an approximately homogeneous 
condition. 

An ethereal solution of the sodium compound of deoxybenzoin 
(prepared by means of sodamide) is converted by benzoyl chloride 
mainly into tribenzoylphenylmethane. , colourless crystals, m. p. 152°* 
The course of the action is explained by the assumption of the 
initial formation of dibenzoylphenylme thane which, as a relatively 
strong acid, displaces the deoxybenzoin from its metallic derivative 
and forms the sodium compound of the diketone which reacts with 
a further portion of benzoyl chloride, giving tribenzoylphenyh 
methane. The latter is converted by hydroxylamine hydrochloride 
in glacial acetic acid solution in the presence of a little concentrated 
hydrochloric acid at 200° into 3:4: 5-triphenyIrsooxazolc. If the 
alcoholic solution of the triketone is treated with sodium ethoxide 
or sodium hydroxide solution at the atmospheric temperature, it 
passes into dibenzoylphenylmethcine, lustrous, pale yellow needles, 
m. p. (indefinite), 148—151°, after previous softening; the latter 
can also be prepared, under certain conditions, from sodiodeoxy- 
benzoin and benzoyl chloride. When boiled for a considerable 
time with a quantity of alcohol insufficient for solution, it is trans- 
formed into tribenzoylphenylmethane. It does not appear to be 
identical with the substance described by Japp and Lander (T., 
1896, 69 , 742). H. W. 

Preparation of Anthracjuinone Derivatives [1 : 2-Anthra- 
quinonylisooxazoles]. Farbwerke vorm. Meister, Lucius. 
& Brunixg (Brit. Pat. 147001 ; 160433). — By the action of fuming 
sulphuric acid on l-nitro-2-alkyl-anthraquinoncs or their sub- 
stitution derivatives, products insoluble in alkalis and of great 
reactive power are formed, which constitute valuable intermediates 
for the manufacture of anthraquinone dyes. The substances are 
produced by the elimination of 1 mol. of water from the nitro- 
alkylanthraquinone, and they are probably isooxazole derivatives 

of the constitution 0 6 H 4 < CpS>0 6 H 2 <C^>pj afi-Anlhraquinonyl 

iso oxazole, prepared by mixing 1 part of l-nitro-2-methylanthra- 
quinone and 20 parts of sand into a paste with 60% fuming sulphuric 
acid and pouring on to ice, crystallises from xylene as a brownish- 
yellow powder, sparingly soluble in the usual organic solvents, 
and melting at 250° (decomp.). 7 -N itro- x{i~anthraquinonyl\soox<izole> 
prepared by introducing 1 part of 1 : 5-dmitro-2-methylanthra* 
quinone into 15 parts of 40% fuming sulphuric acid with cooling, 
and pouring the mixture on to icc, crystallises from chlorobenzene 
as a greenish-yellow, crystalline powder, which decomposes without 
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previous melting. 3-MethyLcL$-anthraquinonylisooxazole, prepared 
in a similar way, forms coarse, dark brown crystals, m. p. 210°. 
5*6:7- S-TeiraxMoro-2-methylantkraquinone prepared in the usual 
manner from o-benzoyltetrachloro-p-methylbenzoic acid, forms a 
pale greenish-yellow powder, m. p. 192°. On nitration, it yields 
5 : 6 : 7 : 8-tetrachloro- 1 -nitro^-meikylanthraquinone, pale yellow 
crystals, m. p. 262 c (decomp.). On treatment with fuming 
sulphuric acid at 5 — 10°, the nitro -compound is converted into 
7-8:9: l04etrackhro~^-anthraqidnonyl\HOOxazole, forming yellow, 
crystalline needles, m. p. 242° (decomp.). 

According to the second patent (160433), the anthraquinonyl- 
iiooxazoles are obtained in much greater purity if the reaction is 
conducted with exclusion of air, for example, in an atmosphere 
of carbon dioxide. G. F. M. 

tfiV'-D^p-aUyloxyphenyllacetamidine. «T. Schuler (U.S. 
Pat. 1384637). A T A 7 '-Di(p-allyloxyphenyl)acetamidine, colourless 
crystals, m. p- 85 — 86°, readily soluble in alcohol and ether and 
insoluble in water, forming a hydrochloride, m. p. 152 — 153°, 
which dissolves easily in alcohol , is less soluble in water, and insoluble 
in ether, is adapted for use as a local anaesthetic in ophthalmological 
practice. It is prepared by condensing allyloxyanilinc with p- 
allyloxyacetanilide in the presence of phosphorus pentoxide or 
similar condensing agent. Chemical Abstracts. 


Action of Iodine on AhV'-Dialkyltetrahydro-4 : 4 / -dipyr idyls. 

Brijno Emmert and Paul Parr ( Ber 1921, 54, [ B ], 3168—3176; 
ef. A., 1909, i, 602; 1917, i, 221; 1919, i, 455; 1920, i, 331).— 
The action of iodine on the blue solutions of dimethyl-, diethyl-, 
and dibenzyl-tetrahydrodipyridyls has been shown to lead to 
the production of the corresponding alkylpyridinium iodides and 
of amorphous, yellow substances containing iodine which have 
not been investigated more closely. The corresponding diisobutyl 
and diisoamyl compounds are now shown to react in a similar 
manner, but, in addition, to give small amounts of the 4 : 4'-di- 

pyridyldialkyliodides 


mode of removal of the two hydrogen atoms in position ‘4 has 
not been elucidated fully. 

Dii^oamyltctrahydrodipyridyl is converted hv iodine in alcoholic 
solution into a yellow, amorphous product, iVoamylpyridinium 
iodide {platinickloride, C 20 H 32 N 2 Cl 6 Pt, pale yellow, rhombic leaflets) 
and 4 : 4 '-dipyridyl diiswtm yliodide ; the latter substance is 
obtained readily from its components. It crystallises in long, 
thin, red prisms, m. p. 270 — 280° (decomp.). When the cold 
aqueous solution of the salt is agitated with silver oxide, it gives a 
colourless solution of the base, which becomes blue when warmed, 
but again colourless when cooled or treated with air. The corre- 
sponding bromide, green plates, colourless chloride, and phtini- 
chhride , long, orange-yellow r needles, m. p. 260 — 270° (decomp.), 
arc described. 
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4 : •i' -Dipt/ridyl dii&ofnitiodide, red, rhombic leaflets, is prepared 
by the same methods as the i-soamyl compound ; the corresponding 
platinichloride has m. p. above 300° (decomp.). 

The communication includes an exhaustive reply to the recent 
criticism of Weitz and Nelken (A., 1921, i, 804). H. W. 

A Comparison of Three Isomeric Carbocyanines. Milter 
Theodore Karl Brattnholtz (T,, 1922, 121, 109—173). 

sjnroPyrimidines. III. Condensation of cycloPropane* 
1 : 1-dicarboxylic Ester with Carbamides. Arthltr W. Dox 
and Lester Yoder (J. Amer. Ckern. Soc 1921, 43, 2097—2101; 
cf. A., 1921, i, 360, 740).— The yield of ethyl cycZopropane-1 : 1. 
dicarboxylate from ethylene bromide and ethyl malonate by the 
action of sodium ethoxide (cf. Perkin, T., 1885, 47, 808; 1887, 
51, 849) was increased by modifying the conditions. The ester 
has b. p. 214 — 216°/748 mm. (corr.), the monoamide, m. p. 195°, 
and the diamide, m. p. 198°. 

The ester condensed with carbamide, guanidine, and thiocarb- 
amide to give stable amorphous compounds, which were apparently 
not spiropyrimidines, but polymerides. Hydrolysis of . the poly- 
meride from carbamide, followed by elimination of carbon dioxide, 
gave a crystalline acid, C 8 H 12 0 4 , m. p. 152°. The probable course 
of the condensation of the ester and carbamide is that cyclo- 
propane-1 : 5-spirobarbiturie acid is first formed and this under- 
goes rearrangement to vinylbarbituric acid, which then polymerises, 
giving a cyc/obutanedibarbituric acid, The latter acid on hydrolysis 
and loss of carbon dioxide should yield cyclobutane- 1 : 2- or 1:3- 
diacetic acid, which could exist in cis and tram forms, but such 
acids are not yet known, W, G. 

The Halogenated Indigotins. E. Grandmougin (Compt. 
rend., 1921, 173, 1363 — 1305). — It is not possible to foretell with 
certainty the shade of colour of new indigotin derivatives. The 
marked influence of the positions 6 and 6' which prevent the 
tendency towards green of neighbouring groups, as shown in the 
case of octabromoindigotin (cf. this vol., i, 55), is further verified 
in the chloro-series, where octachloroindigotin is more violet than 
the 5:7:5!; 7 ' - tetr achloro - deri v at i ve . The absorption rays of 
certain di- and tetra-halogenated indigotins in solution in xylene 
or methyl benzoate are given. W. G. 

Constitution of the Dipeptides of Aspartic Acid. C. 

Ravenna (Gazzetta, 1921, 51, ii, 281— 284). — Both the dipeptide of 
aspartic acid obtained by Fischer and Koenigs from diketopiper- 
azinediacetic anhydride (A., 1907, i, 486) and that prepared by 
Ravenna and Bosinelli (A., 1920, i, 150, 151) from asparagine yield 
voluminous precipitates with lead acetate, but in the former case 
the precipitate is sparingly, and in the latter case readily, soluble 
in excess of the reagent. Further, the former dipeptide gives only 
a distinct blue coloration with copper sulphate and potassium 
hydroxide, whereas the latter gives the characteristic biuret reaction. 

Diketopiperazinediacetic anhydride has been prepared from 
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each of the two dipeptides and from ammonium hydrogen malate ; 
the three preparations yield the p- dipeptide, unmixed with 
a-isomeride, when treated with barium hydroxide solution. It is 
possible also that the a- dipeptide may be obtainable directly from 
ac-asparagine by boiling its aqueous solution. 

These results confirm the constitutions previously ascribed to 
the two dipeptides (A., 1920, i, 600). T. H. P. 


6-Amino-2-p-tolyl-a B-naphthatriazole . Gilbert T. Morgan 
and Sydney Chazan (J. Soc. Ckem . hid., 1922, 41, It).— The 
investigation was undertaken with the object of securing a series 
of substituted a-naphthylamines capable of acting as middle 
components in the production of poly-azo-dyes. The difficulty 
with which they react with diazonium compounds, however, 
renders the 6-amino-2-aryl-ap-naphthatriazoles unsuitable for this 
purpose. On the other hand, these aminotriazoles yield stable, 
sparingly soluble diazo- derivatives which couple readily to form 
azo-compounds with the phenols and the more reactive aromatic 
bases. 

5-Nitro- (3-naphthylamine, m. p. 140—142°, is prepared by the 
action of concentrated sulphuric acid below —5° on p-naphthyl- 
amine nitrate and is converted by a cliazotised solution of p-toluidine 
into p 4olv . ene - 1 - azo - 5 - w t fro ■ (3 * naphihylami n e , red. nodular crystals, 
ra. p. 197—199° after softening at 190°. The latter substance is 
oxidised by chromic acid in acetic acid solution to 6-nt fro- 2-y-tolyL 
naphthtriazoh (annexed formula), yel- 
low, flaky crystals, m. p. 207—208°. 
6-ri ?nino-2-p-tolyl-x$-naphtHriazole has 
m. p. 178 — 180' 1 ; the corresponding hydro • 
chloride , m. p. 263 — 267° (decomp.) after 
softening at 240°, and acetyl derivative, 
light brown needles, m. p. 305 — 307°, are 
described. A diazotised solution of the aminotriazole oouples with 
p-naphthol in alkaline solution, giving ip-tohjl^-naphthtriazokazo^ 
naphthol, m. p. (indefinite) 250 — 260°. With p-nitrobenzenediazo- 
nium chloride, the aminotriazole gives l-p-nitrobenzeneazo-Q-amino- 
2-p -tolyl-xP-Tiaphthtriazole, a sparingly soluble, brownish-red com- 
pound, m. p. 195 — 197° (dccomp.), which is oxidised by chromium 
trioxide in hot glacial acetic acid to a brown, histriazoh derivative, 
m. p. 220—240° (decomp.) after softening at 210°. H. W. 


/J)n W . 
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The Velocity of Reaction of Diazotisation in its Bearing- 
on the Problem of Substitution in the Benzene Ring, II. 
The Character of the Diazonium Group. H. A. J. Schoutissen 
(ifec. trav. chim 1921, 40, 763—774; cf. Martinsen, A., 1907, 
u, 609).— As a result of failure in attempts to nitrate benzene- 
diazonium sulphate, it is inferred that the diazonium group is very 
strongly negative, more so than the nitro-group, and its directing 
influence on entering groups is towards the meta-position. Para- 
substituted-amino-diazonium compounds t have also been dealt 
wth and similar results obtained, except in ‘the case of the p-amino- 
phenoldiazonium compound. The author puts forward an 
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alternative explanation to that of Cam (T., 190 1, 91, 1049) with 
regard to certain phenomena in diazo-compounds. n. d. 

Method for the Separation of Amino-acids from the 
Products of Hydrolysis of Proteins and Other Sources. 

Harold W. Buston and Samuel Barnett Schrvver ( Biochm 
J 1921 15, 636— 642).— A preliminary indication of a method 
whereby dicarboxylic amino-acids are precipitated by alcohol 
as barium salts, after saturating their aqueous solution with baryta 
If then, without removing the alcohol, carbon dioxide is passed 
into the solution, other amino-acids are precipitated as barium 
carbamates (cf. Siegfried, A., 1906, i, 324). No mdmduaUmm* 
acid was isolated. 

Estimation of the Monoamino-acids in the Hydrolytic 
Cleavage Products of Lactalbumm. D. Bp.eese Jones and 
CarlO Johns (J Bid. Cheat., 1921,48,347 — 360). The following 
rmks were obtained: Glycine 0-37%, alanine 2-41%, valine 
3-30°/ leucine 14-03%, proline 3-76%, phenylalanine 1-25%, 
aspartic acid 9-30%, glutamic acid 12-89%, hydroxyglutamic acid 
10*00%, serine 1*76%, tyrosine l*9o />. • k * 

Swelling of Fibrin by Acids. R. Somogyi (Biochem 2, 
1921 120 103 — 105). — The swelling of fibnn by acids resembles 
the effect ’of acids on gelatin, the acids following the same order 
of activity. The biologically important acids, hydrochloric, lactic, 
and formic, produce pronounced swelling. H. K. 


Alkaline Hydrolysis of Casein. Mary A. Griggs [J. Ind. 
Enq. Chem.y 1921, 13, 1027— 1028).— The maximum yield of amino- 
nitrogen (60% of the total nitrogen) is obtained when casein is 
heated at 150° under pressure for five hours with 10% sodium 
hydroxide solution. " • * ' 

The Influence of Electrolytes on the Solution and Pre- 
cipitation of Casein and Gelatin. Jacques Loeb and Robert 
F Loeb (, J . Gen. Physiol, 1921, 4, 187-211).— Two types of 
colloidal solution exist. The first, type is easily precipitated by 
small quantities of neutral salts, the second requires much larger 
quantities. In the first type, the particles go into solution as the 
result of swelling in consequence of the Donnan equilibrium, and 
remain in solution as a result of the osmotic and electrical forces 
which the Donnan equilibrium necessitates. The second type 
is of the nature of true solution and there exist primarily only 
ions and molecules, although aggregates may be formed secondarily. 
Measurements of the rate of solution of casein chloride in varying 
concentrations of acids and neutral salts indicate that the process 
of solution is regulated by the Donnan equilibrium and that it 
is of the first type. Here the effect of small quantities of neutral 
salts as precipitants is to reduce the osmotic forces and also the 
electric charges, according to the theory of the Donnan equilibrium. 
Casein dissolves in sodium hydroxide solutions essentially like a 
crystalline substance, and the solution is of the second type. 
Solutions of gelatin are also of this type, although aggregates oi 
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the dissolved particles tend to form on keeping (cf. A., 1921, i, 822). 
Experiments on the solubility and viscosity of gelatin solutions as 
influenced by neutral salts give evidence of the existence of these 
aggregates. W. 0. K. 

Swelling of Gelatin in Aqueous Solutions of Organic Acids. 

Alfred Kuhn (Koll, Chern. Beihefte , 1921, 14, 147 — 208). The 

swelling of gelatin in aqueous solutions of various concentrations 
of a large number of organic acids has been determined by the 
so-called volume method at 20°, and from the results the increase 
in the swelling is ascertained in each case. A few experiments 
arc described at 0°, 16°, and 22°, which were made to ascertain 
the influence of temperature on the swelling. The following acids 
were investigated : Formic, acetic, propionic, r- butyric, isobutyric, 
n- valeric, isovaleric, isooctoic, glycollic, lactic, chloroaceticj 
dichloroacetic, trichloroacetic, bromoacetic, cyanoacetic, oxalic* 
malonic, succinic, malic, d-tartaric, citric, maleic, fumaric, amino- 
acetic, benzoic, wi-tohiic, phenylacctic, salicylic, m - hydroxy benzoic, 
mandelic, benzencsulphonie, sulphanilic, cinnamic, phthalic, proto- 
catechuic, gallic, tannic, and picric, also hydrochloric, sulphuric, 
and nitric acids, phenol, quinol, resorcinol, catechol, and naph- 
thalene* 1-sulphonic acid, it is shown that, with the exception 
of the sparingly soluble acids, all acids show a swelling maximum 
at a medium concentration. Swelling is the result of four simul- 
taneous processes of which at least two operate in opposite 
directions. The first process is the actual swelling, A (hydration) 
and is the chief process at low concentrations ; opposed to this 
are sol formation and hydrolysis, B ; the fourth process is dehydra- 
tion and coagulation. The swelling maximum is defined as that 
point at which the amount of swelling (.4) with increasing con- 
centration is exceeded by the sol formation (peptisation) and the 
decreasing hydrolysis {B). No relationship between the maximum 
swelling and the degree of dissociation of the acids could be found, 
but an approximate connexion between the concentrations at 
which the maximum occurs and the strength of the acid was 
found. With strong acids, the maximum swelling concentrations 
lie at lower concentrations and with weaker acids at higher con- 
centrations, whilst with acids of medium strength the curve only 
shows a bend. The swelling maximum as the resultant of the 
hydration, sol formation, and hydrolysis shows no linear relation- 
ship, rather, especially in the case of acids of medium strength, 
does the sol formation appear to play the greater role. The 
actual swelling in the region of small concentrations is well repre- 
sented by the equation h^qC', in which h is the swelling height, 
l the concentration of the acid, and q and n are constants. The 
principal part of the swelling can be quantitatively represented 

ault Constants an d 71 - Neither q nor n has any connexion 
with the strength of the acid, and, further, the swelling maximum 
is not determined by either q or n. Honey it is shown that acids 
operate m the swelling of gelatin in the sense that at lower con- 
centrations a specific increase in the power of binding water ia 
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1 4- Whether thereby a chemical or adsorption corn- 

brought about. Whethe JL^a At higher concentrations, 
pound is formed has not been settle. the same time 

sol formation and hydrolysis nnoosed to the actual 

dehydration and precipitation, which are opposed to » 

swelling process. . , , 

an™ 

Xsszs. 
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groups are free, but tne car doxy & p 9700 r a i 4 - 37 - 59 ° 

l&Tw+SSr 5** £iSL d.S»S. 

iSSTaSSSiiSSfSr - »„ M^HT * «£ 

hemg ffl^t^VoS in a given thne is less in the presence 
amount of sucro. in f ate js apparently due largely to 

of an adsorbent ihe deer ea^ £ r the m j xture , 

the uneven distal b considerably diminished 

and the extent of the retwdauon may o q{ 

"y of Nelson and Grifiin 

are Stained^ T? when the velocity of hydroMs h 
kfVtiiv small and it is suggested that, under these conditions, 

relatively sm^ andjWs sugg ^ ^ ^ ^ ; nvert . sugar fa*, 

the enzyme^ combined with the adsorbent is probably greater than 

the rate of hydrolysis of the sucrose. vv. . 

The Distinctive Properties of Amylases bm Memt 
OA „„ ae t pa >j Effront (Comvt. rend., 1022, 174 18 
Wdates from ‘different sources may be distinguished from one 
father by the ratio of their liquefying power to their sacehanf^ g 
°L hv the intensity of their saccharifying power, by their 
tooe"^ by their resistance to temperatures of 
70—100° and by their action at 20°. Some amylases m P 1 ?* 
when heated at 60° and filtered recover after filtration 
their activity lost during heating, whilst other amylases lose ^er 
activity altogether. _ 

A Studv of the Catalase of Flour. T. Merl and J. DaimK 
< 7 UiUmNahr. GenJssm., 1921, 42, 273-290).-A catalase 
prepared from the wheat embryo having five times the actm y 
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of ordinary flour. The optimum hydrogeiMon concentration for 
the catalase corresponds with p tt =Q’2 — 71 ; and the optimum 
temperature is 30 — 40° with a temperature coefficient of approxi- 
mately 1‘5. The catalase is relatively resistant to dry heat, but 
extremely sensitive to moist heat. It is less affected by toluene 
than by alcohol, benzene, or hydrocyanic acid. [Cf. J. Soc. Ckem. 
ltd., 1922,114 a.] A. G. P. 

Decomposition of Amygdalin from the Point of View of 
Conjugated Fermentation. J. Giaja (J. Chim, Physique, 1921, 
19, 77 — 99). — The decomposition of amygdalin by emulsin from 
Helix pomatia and by emulsin from almonds at 37—40° takes 
place in two stages with intermediate products which are different 
in the two cases. The fermentation decomposition of amygdalin 
is not a simple process; the decomposition is a conjugated or 
coupled fermentation made up at least of two reactions, a primary 
and a secondary fermentation. The decomposition of amygdalin 
by the above-named emulsins is probably an unique case in which 
it is possible to follow exactly the progress of both the primary 
and secondary fermentations. The two actions constituting the 
couple are within certain limits independent of one another, for 
it is shown that changes in the concentration of amygdalin, fer- 
ment, dextrose, hydrocyanic acid, and benzaldehyde, as well as 
ultra-violet light affect the two reactions differently. The ratio 
in which the dextrose and hydrocyanic acid appear in the course 
of the reaction with emulsin from Helix pomatia varies with the 
speed of the reaction, that is to say, with the concentration of 
the ferment. The more rapid the reaction the more nearly does 
the ratio approach that in which the dextrose and hydrocyanic 
acid exist in amygdalin. The influence of the initial concentration 
of amygdalin on the secondary reaction with both ferments is that 
the secondary reaction proceeds more rapidly when the initial 
concentration is small. The influence of an addition of dextrose 
is different in the case of the tw r o ferments, but in both cases it 
only affects the reaction which produces dextrose. The addition 
of benzaldehyde and hydrocyanic acid retards the reaction in 
which these substances respectively are produced. Thus whilst 
dextrose and hydrocyanic acid affect the fermentation reaction 
itself, benzaldehyde acts on the ferment and destroys it. Ultra- 
violet rays affect the reaction with emulsin from Helix poinatia 
in the sense that the formation of dextrose is more rapid than that 
of hydrocyanic acid. If the reaction with emulsin from Hdix 
pomatia is stopped before completion by heating, and emulsin 
from almonds is added, it is found that the reaction does not go so 
far as either ferment alone w'ould have taken it. Thus emulsin 
from almonds cannot complete the reaction started by emulsin 
from Helix poimlia , but emulsin from Hdix poinatia can complete 
the reaction started by emulsin from almonds. J. F. S. 

Urease. Stuue Lovoken (Biochem. ,Z., 1921, 119, 215— 
-93).-— This paper contains a valuable bibliography of 212 papers, 
Mu is illustrated throughout with quotations from original papers. 
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The author has carried out experiments covering a , of 

properties of urease, but the main portion deals with ^attempt 
to find the time equation which covers the reaction adequately. 
Van Slvke and Cullen’s equation was found not to hold, but a 
simple, apparently empirical, modification of the unimolecular 
equation gave excellent results provided that at each conemtra. 
tion of urea the solution was kept at the particular optimum JY 

Additive Reactions of Phosphorus Haloids. IV. The 
Action of the Trichloride on Saturated Aldehydes and Ketones. 

J B Conant A. D. MacDonald, and A. McB. Kinney (J. Amer. 
Chem Soc 1921, 43, 1928 — 1935).— It has previously been shown 
that benzaldehyde reacts with phosphorus : trichloride in acetic acid 
to give good yields of an a-hydroxyp hosphimc acid (cf A. 1921 ,, 
69) It is now shown that the reaction can be extended to other 
aldehydes and ketones, although with ketones it is of somewhat 
limited scope and in certain cases it was found desirable to replace 
the acetic acid by benzoic acid as the medium and work at 150 

instead of below 30°. *i. 

The hydroxyphosphinic acids were difficult to isolate in the 
crystalline state and in some cases could only be obtained as their 
lead salts. With acetophenone and acetone, an unsaturated 
phosphinic acid was also, in each case, produced, but only isolated 
from acetophenone. The following new compounds are described: 
a -Phenylvinylphosphinic acid, CH 2 .CPh-P0 3 H 2 , m. p. , 
x-hydroxy-z-methylpropylphosphinic acid, isolated as its lead salt; 
a-hudroxy-n-ethylbutylphosphinic acid as its lead salt; a-hydroxy- 
a ^■trimeihylpropylphosph inic acid as its lead salt: a-nydroxy-$- 
ptenyl-a-benzylethylphxphinic acid, m. p. 181-182'; a-hydroxy. 
tty-diphenylpropylphoephinic acid, m. p. 165-168“; 

phenyl-zdPphenyldhyl)propylph°-*phmic acid, m. p. Wo— 174 ». *■ 
hydroxydiphenylmelhylpkosphiuic acid, m. p. 171—1(2 . Auaiwe 
products could not be obtained with benzil or anthraquinone. ^ 

The Relation between the Mode of Synthesis and Toxicity 
of Arsphenamine [Salvarsan] and Related Compounds. 

Walter G. Christiansen (J. Amer . Chem. Soc., 1921, 43, 

2210) — The variation in toxicity of different samples of salvarsan 
prepared by reduction of 3 -nitro- 4 -bydroxyphenylarsinic acid by 
hyposulphite is due to variations in the experimental conditions 
during the reduction of the iiitro-group. To obtain a sample c 
low toxicity a cold solution of the nitro-compound should be added 
to a cold solution of magnesium chloride and sodium hyposulphite 
with vigorous stirring. The mixture is then rapidly heated a 
after the addition of vegetable charcoal and filtered, the titrate 
being rapidly heated at 55°. If the solutions are mixed warm 
with slow stirring and the mixture only slowly raised to ou 
salvarsan of high toxicity is obtained. For the consistent pro uc 
tion of salvarsan of the lowest toxicity it is advisable to use p ur *- 
3-amino-4-hydroxyphcnylarsinic acid as the starting materia , 
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which case there is no need to adhere strictly to the conditions 
at the beginning. This variation in toxicity is apparently general 
to the aminoarylarseno-compounds. It has been found with 
3-amino-4 : 4 -dihydroxyarsenobenzene hydrochloride, 3:5: 3'-tri- 
amino-4 : 4 -dihydroxyarsenobenzene trihydrochloride, and 
3 : 5 : 3' : 5"-tetra-ammo-4 : 4 '-dihydroxyarsenobenzene tetrahydro- 
chloride. The variation in toxicity is due to the formation of 
by-products, during the reduction of the nitro-group, which unite 
with the amino-acid in the subsequent reduction of the arsinic 
acid group, giving unsymmetrical arseno-compounds. W. G. 

Arsenated Benzophenone and its Derivatives. W. Lee 

Lewis and H. C. Ckeetham (J. Amer. Ghent. Soc., 1921, 43, 2117 

2121).— Dichloro-p-arsinobenzoyl chloride condenses quite readily 
with aromatic hydrocarbons and phenyl ethers in the presence of 
anhydrous aluminium chloride, using carbon disulphide as a solvent. 
Thus with benzene, after warming the product with aqueous sodium 
hydroxide, benzophenone-p.arsenious oxide , COPh-C 6 H 4 -AsO, was 
obtained, which on boiling with water gave benzophenone-p-arsenious 
acid, COPh*C G H 4 «As(OH) 2 , and on oxidation with hydrogen peroxide 
yielded benzophemne-p-arsinic add, C0Ph*C 6 H 4 -As0 3 H 2 , giving an 
oxime. On nitration, the arsinic acid gave nitrobenzopke.none-p- 
arsinic acid , fti0 2 ^ 6 H 4 4D0<J 6 H 4 LAs0 3 H 2 . Other compounds, simi- 
larly prepared, are ^-methylbenzophenoneA'-arsenious oxide ; 4- 
mthylbenzopke none A -arsinic acid ; ^ -methoxybenzopkenone-i' -arsinic 
acid; i-ethoxybenzophenoneA' -arsim-c acid , and A-phenoxybenzophen- 
one4 f -arsinic acid. p-Carboxyphenylarsinic acid is best obtained 
for these preparations from p- amino benzoic acid by Bart’s method 
(Ger. Pat. 250264 and 254345) and subsequently converted into 
clichloro-p-arsinobenzoyl chloride by Poulenc’s method (French 
Pat. 441215). W G 


4-Carboxy-2-phenylquinoline-6-arsinic acid. J. R. John- 
son and Roger Adams {J. Amer . Chern. Soc 1921, 43, 2255— 
2257).— When pyruvic acid is added to a boiling solution of arsanilic 
acid and benzaldehyde in absolute alcohol and the mixture boiled 
for four ^ hours 4 - carboxy-2 -p henylqu i noline- Q-ars i n ic acid, m. p, 
18(>—187 0 (corr.) (decomp.), is obtained. It gives a neutral disodium 
and a slightly alkaline trisodium salt, a green copper salt, yellow 
sdrer, lead , mercurous, mercuric, and cadmium salts, and reddish- 
brown cobalt and ferric salts. \y q 


7-Chloro-7 : 12-dihydro-y-benzophenarsazine and some of 
its Derivatives. W. Lee Lewis and C. S. Hamilton (J. Amer. 
them. Soc., 1921, 43, 2218 — 2223). — The annexed constitution is 
considered as probably that of y-benzophen- 
arsazine. ' r 

„ N J j| | J Phenyl- oc-naphthylamine readily reacts with 
, arsenic trichloride to give 7-chloro-l : 12 -dihydro- 

)\ | I Y y-benzophenarsazine. m. p. 2J9°, which is 
physiologically much less irritant than the 
8 As 6 corresponding diphenylcnloroarsine. It readily 
i reacts with sodium alkyloxides or arvloxides 
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to give stable alkyloxy- or aryloxy-derivativcs of the type 
NH<^ l ^i>As-0R. The following are described : 7 -Methoxy. 


7 : 12-dihydro-y-benzophemrsazine, m. p. 209°; 7 -ethoxy . 7 \ 
dihydro-y-benzophenarsazine, m.p. 165°; 7 -n-propoxy -7 : 12 -dihydro, 
y-bmzophenarsazine, m. p. 152°; 1 -xi-butoxy-7 : 12-dihydro-y-benzo. 
phmmzim; Iphenoxy-l : 12 -dihpdro-y'benzophenarsazine, m. p, 
179°; l^benzyhcj/' 7 : U-dikydro-y-bmzophenarsazine, in, p, 1540 ' 
When oxidised in acetic acid solution by hydrogen peroxide •, 
7-chloro-7 ; 12-dihydro-y-benzophenarsazine gives y-benzophemrs . 


azinic acid , ®^>As(OH) 3s giving a sodium salt. Freshly 

precipitated silver oxide reacts in ammoniacal solution with 7-chloro- 
7 : 12-dihydro-y-benzophenarsazine to give 7 : 12-dihydro-y-benzQ. 

phenarsazine oxide, ( The corresponding sub 

phide, 7 : \ 2 -dihydro-y-benzophenarsazim sulphide , ra. p. 204 — 205°, 
was obtained by bubbling hydrogen sulphide through an alcoholic, 
solution of the chloro-compound. When boiled with an excess of 
hydrobromic acid 7-phenoxy-7 ; 12-dihydro-y-benzophenarsazine 
gave l-bromo-7 : 1 2-di hydro- y-benzophemrsazine, m. p. 227°. 7 dodo- 
7 : \'2'dikydro-y-benzophcuarsazine, m. p. 205°, was similarly pre- 
pared. Diphenylhydrazine w r hen warmed with arsenic trichloride 
gives 6-chlorophenarsazine. W. G. 


Organo-derivatives of Bismuth. V. The Stability oJ 
Halogen, Cyano-, and Thiocyano-derivatives of Tertiary 
Aromatic Bismuthines. Frederick Challenger and John 
Frederick Wilkinson (T., 1922, 121, 91—104). 


Organo-derivatives of Bismuth. VI. The Preparation 
and Properties of Tertiary Aromatic Bismuthines and their 
Interaction with Organic and Inorganic Halogen Compounds. 

Frederick Challenger and Leslie Randal Ridgway (T., 1922, 
121, 104—120). 


Aromatic Mercuri-organic Derivatives. The Hofmann 
Rearrangement and the Nature of Valencies of Mercury in 
Mercuri-organic Derivatives. Morris S. Kharasch (J, Anier. 
Chem. Soc., 1921, 43, 1888 — 1894). — Mercury diphenyl reacts with 
various acyl halogen amides in dry benzene, giving phenyl mercury 
haloid and the alkylcarbimide, the mercury diphenyl thus playing 
the game part as sodium hydroxide in aqueous solution or sodium 
ethoxide in absolute alcohol, and the amide undergoes the Hofmann 
rearrangement. Thus with A r -bromoacetamide, the products arc 
mercury phenyl bromide and methylcarbimide, similar changes 
occurring with V-bromobenzamide and with m-nitro-A-bromo- 
benzamide. On the other hand, A -substituted alkyl or aryl bromo* 
and chloro-acetamides do not react with mercury diphenyl any 
more than they undergo rearrangement with sodium hydroxide 
or ethoxide. The mercury diphenyl thus acts as a base in benzene 
solution, being a base of the benzene system in the same way as 
sod amide is of the ammonium system. 
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The author does not consider that the electronic structure for 
mercury diaryl compounds proposed by Jones and Werner (A., 
1918, i, 483) has any sound theoretical or experimental basis, and 

proposes as an alternative structure, R— Hg— R, The formation 
of metallic mercury and benzyl acetate when mercury diphenyl is 
hydrolysed by glacial acetic acid at 200° (Jones and Werner, loc. 
cit) is cl ue to intramolecular oxidation and reduction. W. G. 


Merc nri-organic Derivatives. The Mercurisation of 

Aromatic Amines and its Relation to the Theory of Substi- 
tution. hfoRRis S. Kharasch and Isadore M. Jacobsohn 
[J. Awier. Ckem. Sop., 1921, 43, 1894 — 1903). — Schoeller, Schrauth, 
and Liesc (of. A., 1920, i, 120), in their theory of mercurisation, 
assume that the entrance of a group into the nucleus of an aromatic 
amine is always preceded by substitution on the amino-nitrogen. 
This theory does not explain, however, the mechanism of substitu- 
tion in the case of tertiary amines, such as dimethylaniline, which 
contain no replaceable hydrogen. The authors propound the theory 
that of the aromatic amines only those which are capable of forming 
salts will mercurise and that, mercurisation is always preceded by 
addition of a mercuric salt to the amino-nitrogen, with subsequent 
rearrangement of the mercury to the ortho- or para-position. 
Ihis theory also applies equally well, without further postulates, 
to the introduction of other groups into the benzene nucleus in 
the case of aromatic amines. Where such salt formation is not 
possible, as in the quaternary ammonium salts, substitution must 
take place in the meta-position or, as in such special cases as that 
of mercurisation, it is not accomplished at all. 

Thus p-nitrodimethylaniline, which is an extremely weak base 
uid does not form salts, would not mercurise, whereas p-nitro- 
mcthylaniline mercurised without difficulty. In further support 
:>f the theory, unpublished work is mentioned in which the inter- 
mediate additive compound from wi-nitroaniline and mercuric 
icetate was isolated. 


The following compounds are described. o-Nitro-p-acrtorii- 
wrcmihmctfojhnilhxe, m. p. 100 5 ; o-nitro.p.chhromernmdimfthyl- 
mlinc, in. p. 185° (deeornp.) ; m-totro-^KftortwfrcuridimctliyL 
iwTl m ' ^ \ -rMwowrrncrimethylanilinr, m. p. 

(docomp.); p-?j ilro-u-acfto.nfinrmm mrlhyhn Hi u<\ m. p. 197" 
.flecomp.) ; p- ?? itro-o-cJi hromrrc u ri m rfh t/hi w II in p y m, p 2 1 (decomp ) * 

,n. p. ]83°; o-mfro^chloro- 
^methyhmlinr, m. p. 218° (decomp.). 

°, f characterisation, 2-hromo^mtroethykmUne, 
■P' 6b ; and 2 : Mibromo-A-nitrodhyhniUnc, m. p. 75 - 70 
'ere prepared by brominating p-nitroethylanilinc in acetic acid’ 
ti°n, using the requisite proportions of bromine. W. O. 


tte a Wc eCt ^ eth „°, d ? f Preparation oi Organic Mercuric 
u n Ji v ?® a Method of Linking Carbon to Carbon. 

rJ s Kharasch (J . A mer. Chem. Soc. , 19il , 43, 2238—2243).— 
n mercuric salts of certain carboxylic acids are heated, carbon 
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qJ: 4' 3 6°: 

and mercuric 2:4: 6 -trinitrobenzoate gives mercury 2 . 4 . b . - . 4 . o 
ana mercury • _ 979 o Th latter compound when heated 

^ Kdth mercu'rre chloride gives 2 A : Mrinitrophenyl 
m alcoho 1 «th mereunc g 202°, which, when treated 

mercunchUmde, C « H £"3 h n f^ £ ; iodide solution 

f ViW 2 • 4 • 6 * 2' : 4 ' : G'-hexanitrodiphenyl. It is thought th by 

•sartsitsi— *> "*™'j ™»rr 

of carboxylic acids. 


Physiological Chemistry. 

The Excretion of Acetone from the Lungs. • A £*“«» 
and Philip A. Shaffer. («/. jBtoZ. Chem 19 - 1 , 48 , * ) 

Experiments on human diabetics, normal *¥^ a ?kat awtono 
a f ter injection of large doses of acetone, show (1) that acetone 
distribr/ted between blood and alveolar air in approximately 
the same rltio as between water and air, (2) that the concentration 
of acetone in urine is approximately the same as in b '°od. Th - 
results confirm Widmark’s conclusion (Biochcm. 1920 , "> »''{ 
that acetone is excreted from the lungs and kidneys by t e p^y^ * 
process of diffusion. 

Phvsioal Chemistry of Cell Respiration. Otto Warburg 
/t 7 , ooi 119 134 — 168 ).—' The adsorption and oxidation 

fTyt ne hy Kchi wai investigated^ the presence o 
Prions narcotics. There is an inhibition of both properties du 
to a displacement of the amino-acid and of oxygen fromthecharco 

ErfTb? the narcotic. Hydrocyanic. acidalso inh.bitsadsojt.o 

Tnd oxidation but the same explanation does not hold go™ 1 - * 
comparison was made of blood%harcoal and charcoal prepared 
from P benzoic acid. In composition and quahtiia of ^sorp . 

rliffpr markedly From analogy with the charcoal exp 
S in m 4Sn is considered to be cssentiaily associated 
with the solid constituents of the cells. 
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Blood-gas Analysis. IX. Narcosis and Charge on the 
Colloids. Klothilde Meier and W. Kroxig (Biocbem. Z., 
1921, 119, 1 — 15). — By following the curve of combination of 
carbon dioxide with corpuscles as used in previous papers (A., 
1920, i, 200), the authors show that addition of narcotics favours 
the neutralisation of the charge on the surface colloids of the 
erythrocytes. Corpuscles suspended in saline solution are dis- 
charged at P H 6- 67, but at the optimum concentration in the saline 
of methylurethane, ethylurethane, and ethyl alcohol the discharge 
takes place at P n 6-95, 6-90, and 6-85 respectively. H. K. 

The Dextrose Concentration in the Arterial Blood and in 
the Venous Blood from the Muscles. V. Henrtques and 
R. Ege ( Biochem . Z 1921, 119, 121 — 133). — No great difference 
of dextrose content between arterial and venous blood is to be 
expected. The process is complicated by a reservoir of carbohydrate 
in the muscles. Under special conditions, a difference can be 
observed. In a condition of hyperglycaemia, there is a large 
disappearance of dextrose during passage through the muscles, 
and when the dextrose concentration in the blood has again fallen 
the venous blood may contain more than the arterial. H. Iv. 

The Ammonia Content of the Blood and its Bearing on 
the Mechanism of Acid Neutralisation in the Animal Organ- 
ism. Thomas P. Nash, jun., and Stanley R. Benedict (J. Biol . 
Ghent., 1921, 48, 463 — 488). — The work of previous investigators 
on the ammonia content of the blood is discussed, and an improved 
technique for its estimation is described. The ammonia is removed 
from the blood by aeration, collected in acidified water, and 
estimated by means of Nessler’s reagent. 

By means of this method, the authors find concentrations of 
ammonia nitrogen varying from 0-03 to 0-20 mg. per 100 c.c. The 
concentration of ammonia in the blood is unaffected by the adminis- 
tration of phloridzin, the removal of the kidneys, and the injection 
of acid or alkali; the concentration in the renal venous blood is 
about twice as great as that in the systemic arterial blood. 

From these results, the authors conclude that the kidney is the 
seat of formation of ammonia, and on this basis they offer an 
explanation of the different types of acidosis met with in various 
clinical conditions. ” C. R. H. 

Inorganic Blood Phosphate. Edwin P. Lehman (J. Biol 
Ghent., 1921,48, 293 — 303). — A number of estimations of inorganic 
phosphate in the whole blood of normal rabbits by the method 
of Bell and Doisy (A., 1920, ii, 769) show that- this consti- 
tuent is practically constant and amounts to between 4 and 6 mg. 
per 100 c.c. When the concentration of phosphate is increased 
by the injection of large amounts of di-sodiupi hydrogen phosphate 
(sufficient in some cases to cause tetany) a normal concentration 
is reached again in four hours. * C. R. H, 
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The Blood Calcium Content in Normal Children and in 
Tetany. I. B. nr, Vries Robles (Nederl. Ttjdschr. Otntesk., 
i QiQ fiQ m i fifijn — Despite statements to the contrary, there 
appears to be no abnormality in the content of calcium of the 
blood of children with tetany. Chemical Abstracts. 

The Blood-sugar in Narcosis and Diseases of the N e rvo US 
System. H. Chastraise (Zentr. mn. Med., 1920, 41, .>21- 
529)— During ether narcosis, the blood-sugar is increased the 
increase ranging from 30 to 50%. Doting narcosis with ethyl 
chloride, in patients with nervous diseases and in rabbits with 
experimentally produced concussion of theW, 
of blood-sugar remains normal. Chemical Abstracts. 

Acetone Substances in the Blood in Diabetes. & 

(Trans. Assoc. Amer. Physicians, 1917, 32 lo4— 158)— Simul. 
taneous estimation of the total acetone substances m the blood 
plasma and the degree of acidosis revealed no quantitative relation- 
ship between increased concentration of acetone and lowering of 
blood bicarbonate, although in general the proportion of the acetone 
rose as that of the bicarbonate fell. The total acetone was increased 
bv large amounts of fat, the maximum occurring several hours 
after ingestion and after visible lipaemia had disappeared. Small 
amounts of fat depressed blood acetone. Fasting and pure carbo- 
hydrate diet diminished a high acetone value. Sodium hydrogen 
carbonate increased the output of acetone, but its effect on blood 
acetone was uncertain. In three fatal cases of coma, a rapid pre- 
mortal rise of blood acetone occurred; in one case this was 
independent of acidosis. Chemical Abstracts. 

Effect of Subcutaneous Injections of Solutions of Potassium 
Cvanide on the Catalase Content of the Blood. William H. 
Welker and J. I, Bollman ( J . Biol. Cb.m., 1921, 48, 445-451).- 
The subcutaneous injection in dogs of lethal doses of potassium 
cyanide has little, if any, effect on the catalase content of the 
blood. . K S ' 

A Direct Demonstration of the Impermeability of the 
Corpuscles of Man and of the Rabbit for Dextrose, b. van 
Oreveld and R. Brinkman ( Biochem . 1921, 119, 6*j— -7-)- 

Corpuscles obtained by the jugular method from rabbits or by the 
paraffined tube method from man, are always free from dextrose, 
Faulty technique is the basis of the discrepant results of other 
workers. H. . 


Colloidal Structure of Red Blood Corpuscles and Haemo- 
lysis. III. Ultramicroscopic Investigation of Lipoids. 

Kenzo IIattori (Biochem. Z„ 1921, 119, 45-64) -The colloidal 
balance of an optically homogeneous cholesterol-lecithin mixture 
is altered by water owing to swelling of the lecithin and separation 
of the cholesterol. By saline solution, however, the degree oi 
swelling of lecithin is limited and there is no separation of cholesterol. 
Reagents which affect the colloidal balance are hsemolytic, but tn 
parallelism is only approximate. 
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The Combinations of Haemoglobin with Oxygen and 
Carbon Monoxide, and the Effects of Acid and Carbon Dioxide. 

Archibald Vivian Hil l {Biochem. J., 1921, 15, 577— 586).— A 
theoretical paper which suggests an explanation for the S -shaped 
dissociation curves of oxy-hsemoglobin and of carboxy-hsemoglobin 
and the identical effects of carbon dioxide on these curves. The 
chief assumptions made are (1) that haemoglobin dissociates slightly 
into protein molecules and molecules containing iron, and (2) that 
in the presence of salts the osmotic pressure of the complex heemo- 
globin and of the simpler protein is reduced to \jn of its value, 
calculated on the basis of one atom of iron per molecule of hsemo- 
globin. This reduction is not necessarily due to aggregation of 
molecules, as was previously assumed (J. Physiol 1910, 40, Proc. iv). 
It is shown that the effects of acid and of carbon dioxide on the 
dissociation curve of blood can be deduced from the hypothesis 
that the available alkali inside the corpuscle is competed for by 
oxy-hannoglobin, reduced haemoglobin, and the acid or carbon 
dioxide, the first being a far stronger acid than the second. The 
rectangular hyperbola relating carbon monoxide saturation to 
carbon monoxide pressure, or oxygen saturation to oxygen pressure, 
in blood or haemoglobin fully saturated with a mixture of these 
gases, is also explained by the theory, as are various other points. 

G. B. 

Acceleration of Blood-clotting by Euphylline. R. Meissner 
(Biochem. Z., 1921, 120, 197 — 202). — Euphylline (an additive pro- 
duct of theophylline and ethylenediamine) can accelerate blood- 
clotting even up to 50%. The components have individually a 
weak action. H. K. 

The Basal Metabolism and the Specific Dynamic Action 
of Protein in Liver Disease. Joseph C. Aub and James H. 
Means (Arch. Intern. Med., 1921, 28, 173— 191).— The basal 
metabolism in twelve cases of liver disease (gallstones, cirrhosis, 
carcinoma, acute catarrhal jaundice) was essentially within normal 
limits. The liver is, therefore, either not an important regulator 
of the metabolic rate, or it is adequate for this purpose even when 
severely diseased. The rate of absorption and utilisation of protein 
in large quantities was usually normal, even in severe cirrhosis. 
In two cases of cirrhosis and one of gallstones, the utilisation of 
the protein was delayed or absent. Marked portal obstruction 
caused no delay in the appearance of the specific dynamic action 
of protein. The cases of cirrhosis showed, on the whole, the 
highest metabolic response to protein katabolism. The conclusion 
seems justified that either the liver is not the main site of the specific 
dynamic action of protein, or that it can adequately perform that 
function even in disease. The specific dynamic action of protein 
esults from an increased combustion of protein and carbohydrate, 
ather than of fat. The observations of Du Bois (ibid., 1916, 17, 
|lo), that in exophthalmic goitre a normal increase in heat pro- 
duction, due to protein, is superimposed on the high basal rate, 
s confirmed. Chemical Abstracts. 
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The Influence of Food Ingestion on Endogenous Purine 
Metabolism. I and II. William 0. Rose (J . Biol. Ghent., 
1921, 48 , 563 — 573 and 575— 590). — The uric acid output remains 
constant under constant dietetic conditions, but is influenced by 
the quantity and nature of the food. In particular, it is increased 
by the amino-acids. The precursors of the purines are probably 
arginine and histidine; in the absence of these precursors, varia- 
tions in the purine output may be brought about by the re -utilisa- 
tion for anabolic purposes of purines produced in catabolism. 

C. U. H. 

Mechanism of Reduction oi Nitrates and Nitrites in 
Processes of Assimilation. Oskar Baudisch ( J . Biol. Ghent., 
1921, 48 , 489 — 502). — A summary of the author’s previously 
published work on the subject. E. S. 

Quantitative Estimation of the Fat-soluble Factor. Sylves. 
ter Solomon Zilva and Masataro Miura ( Biockem . J ., 1921, 15 j 
654 — 659). — Rats are used which have been kept 3 — 4 weeks 
on the basal diet without growing ; their weight should not exceed 
70 grams. The minimum dose of the active substance is then 
determined which just induces a definite growth. For instance 
1*7 mg. of the most active cod liver oil per day did this, and 
1*4 mg. did not. The minimum doses of various samples of 
cod liver oil varied from 1*7 — 5 mg., of butter from 200 — 400 mg 

G. B. 

Pharmacological and Chemical Study of the Roes of the 

Barbel and Pike. Francis II. McCrudjjen (Arch. expt. Path, 
Pham.) 1921, 91 , 46 — 80). — Fish poisoning produced by con- 
sumption of the barbel or pike is due to a toxic substance contained 
mainly, if not. exclusively, in the hard roes of these fishes, for 
the investigation of its properties the globulin and albumin were 
extracted from the roes by salt solution. On separation of these 
by the usual methods, the toxic action was found to be confined 
to the albumin fraction, injected intravenously into rabbits, it 
produced paralysis of the central nervous system, death finally 
resulting from paralysis of respiration. The "effects produced by 
extracts of the roes of either fish were similar, but more marked 
in the case of the pike. The toxicity is destroyed by heat. A 
comparison is made of the globulins (ichthulins) from eggs of various 
fish and the difference between their chemical properties and those 
of vitellin from birds’ -eggs emphasised. E. 8. 

Zinc and Copper Content of the Human Brain. AIeyee 
Bodansky (J. Biol . Ghent., 1921, 48 , 361— 364).— Analyses of 
one foetal and four adult brains indicate that zinc and copper are 
normal constituents of the human brain. E. 8. 

Acetone in Cerebrospinal Fluid. J. Koopman (Nedcrl 
Tijdsckr. Gene.esk., 1920, 64 , 1346 — 1350).- — Acetone is present in 
the cerebrospinal fluic^ during diabetic coma, diabetic acidosis, 
and adrenal apoplexy ; in the lir.it two cases it is accompanied by 
acetoacetic acid. Chemical Abstracts. 
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The Spacial Separation of Glycogen and Diastase in the 
Liver Cells. E. J. Lesser ( Biochem . Z 1921, 119, 108 — 120). — 
perfusion of a frog’s liver in the months August to January with 
hypertonic salt solutions leads to a fourfold excretion of dextrose 
over that produced by isotonic salt solutions. The dextrose 
production rises to a maximum after four hours. In the spring 
and summer months, there is no great difference between the 
effect of isotonic and hypertonic salines. This effect is independent 
of the ions of the salts used, and is only slightly affected by the 
hydrogen-ion concentration. The action appears to be purely 
osmotic. II. K. 

Sea-wolf Liver Oil. Thor Lexow (Chem. Umschau, 1921, 28 } 
213 — 214). — The livers were obtained from both male and female 
of the species Anarrhichis lupus , L. ; the oil, extracted separately, 
was of a clear golden brown colour and had a curious odour unlike 
that of other liver oils. The oils from the male and female livers 
gave respectively the following characters: 09162, 0*9179; 

1*4733, 1*4702; acid number 13*11, 14*37; saponification 
number 182*8, 185*2; iodine number (Wijs) 131*2, 118*1; 
imsaponifiable matter 5*23, 3*86; fatty acids 92*4%, 92*2%; 
m. p. of fatty acids 24*5°, 24*7°; mean molecular weight of the 
fatty acids 276*8, 279*9. 

The oil is used in Russia mixed with coal-tish liver oil in tanning 
and can easily be distinguished from the sca-wolf liver oil by its 
low iodine number and high content of unsaponiliable matter. 

H. C. 11. 

Variations in the Amylolytic Activity of the Pancreas and 
Liver in Avian Polyneuritis. R. Tiger and H. Simox.net 
{Bull. Soc . Chim. Biol ., 1921, 3, 580-582).— The amylolytic 
activity of the pancreas in pigeons with polyneuritis is slightly 
less than in normal birds. Experiments with the liver did not 
yield concordant results. £. g. 

The Function of the Pancreas. Leo Adler (Arck. expt. Path. 
Pham,, 1921, 91, 110 — 124).- -The author has previously shown 
that hibernating hedgehogs are roused and the body temperature 
brought to summer level by subcutaneous injection of extracts of 
thyroid or thymus, adrenaline, or certain amines derived from 
proteins. In the present paper, it is shown that a simultaneous 
injection of pancreas extract made from the pancreas of hiber- 
nating hedgehogs more or less completely suppresses the action of 
these substances. The suppression is less complete in the case of 
adrenaline than in the other cases. E. S. 

Heterogenetic Antigen and Hapten. XV. Karl La.nd- 
simmr (Biochem. Z 1021, 119, 294— 306).— The soluble hetero- 
genetic antigens obtained from horse kidney by alcohol extraction 
areas active in vitro as the unchanged materials, hut when injected 
mto annuals do not produce luemolysin. H. X. 
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The Enz ymes of the Abdominal Adipose Tissue of the 
Common Turkey, Meleagris gallipavo. Joseph Samuel 
Hepburn (J. Amer. Chent. Soc. } 1921, 43, 1963 1965). Using 
the method previously applied to chicken fat (cf. Pennington and 
Hepburn, A., 1912, ii, 275), but taking tributyrin as the substrate 
for lipase and ethyl butyrate for esterase, catalase, lipase, and 
esterase were always found in the adipose tissue. Simple reductase 
and oxydase acting on phenolphthalein were usually present. 
Tests for oxydases acting on a-naphthol and tricresol, and for 
protease gave negative results. Aldehyde reductase and peroxy. 
dases were found in several of the samples. W. G. 

The Selective Absorption of Potassium by Animal Cells, 
II. The Cause of Potassium Selection as Indicated by the 
Absorption of Rubidium and Caesium. Philip H. Mitchell, 
J. Walter Wilson, and Ralph E. Stanton {J. gen. Physiol . , 

1921 4 141 148). — Prog muscles, perfused with Ringer solution 

in which potassium has been replaced by cesium (or rubidium) in 
equivalent amount, and stimulated electrically during the per- 
fusion, absorb the caesium (or rubidium) in such a way as to be 
retained during a subsequent perfusion with potassium-free Ringer 
solution. The substitution of caesium (or rubidium) for potassium 
in the diet of rats leads to a replacement of potassium by that metal 
in the tissues. Rubidium and caesium are toxic, and in the presence 
or absence of potassium cause death. The physiological peculiarities 
of these metals may he related to their electronic structure, and 
hence to their comparative migration velocities. W. 0. K. 

Physiological Significance of the Change in the Condition 
of Permeability in the Limiting Membrane of the Muscle 
Fibres. Gustav E mb den and Erich Adler (Z. physiol, dim., 
1922, 118, 1—49). — 1 The permeability of the limiting sheath of 
the muscle fibres of the gastrocnemius of the frog was studied 
under different physiological conditions. The diffusion of phos- 
phoric acid from the muscle into Ringer's solution was adopted as 
the method for the estimation of the permeability. S. S. Z. 

Investigations on Potassium Paralysis. Hans Vogel [Z. 
physiol Chem., 1922, 118, 50— 95).— The speed with which potass- 
ium paralysis intervenes in the gastrocnemius of the frog runs 
parallel with the permeability of the limiting membrane of the 
muscle fibres as determined by the diffusion of phosphoric acid 
out of the muscle (see preceding abstract). This, of course, 
depends on the physiological condition of the muscle. The onset 
of the potassium paralysis of the muscle can therefore be utilised 
as a standard for the permeability of the limiting membrane of 
the muscle fibres. The author utilises the above observation to 
explain the different conclusions drawn by himself and Overton 
in an earlier investigation. S. S. Z. 

The Influence of f Asphyxiation on the Permeability of 
the Limiting Membrane of the Muscle Fibres. Max Simos 

(Z. physiol. Chem,, 1922, 118, 96— 122).— Asphyxiation increases 
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the permeability of the limiting membrane of the muscle fibres in 
the gastrocnemius of the frog. This can be demonstrated by 
replacing oxygen by hydrogen. The change is reversible. The 
permeability was determined both by the diffusion of phosphoric 
acid and by the production of paralysis by the potassium ion (see 
preceding abstracts). S *S 2 

The Influence of the Chemical Composition and the 
physico-chemical Structure on the Function of Frog Muscles. 

Hass Behrendt (Z. physiol Ghent., 1922, 118, 123 -167). 

The lactacidogen content of the gastrocnemius and the adductor 
muscles of the frog is the same. The adductor muscles, however, 
contain sometimes more free phosphoric acid than the gastro- 
cnemius. The “ residual phosphoric acid (restphosphorsaure)'and 
the glycogen content is higher in the gastrocnemius than in the 
adductors. The physico-chemical properties of the two muscles 
as obtained by physiological methods are also compared. 

s. s. z. 


Chemistry of the Formation and Ripening of Honey. 

b. Sarin ( Biocheui . Z., 1921, 120, 250 — 258). — Bees were fed with 
sucrose syrup, the honey collected and re-fed to the bees. This 
process was repeated three times. Examination of the honey 
at each stage indicated that invertase and diastase are specific 
products of the bees, but catalase, which only occurs in natural 
honey, is of plant origin. ^ 


Influence of Organic Acids on the Formation and Ripening 
of Sugar-honey. E. Sarin {Biochan. Z., 1921, 120 259— 
264). — The addition of acids to the sugar svrups used for feeding 
bees exerts a harmful effect on the biochemical processes of the 
formation and ripening of honey. jj ^ 

Citric Acid Content of Milk and Milk Products. G. ('. 

Supple e and B. Belli* [ J . JJioL Chon., 1921, 48, 453 461). 

From a series of estimations, it is shown (1) that the citric acid 
content of milk from different cows on the same ration shows a 
marked \ariation, (2) that there is no loss of citric acid during the 
process of drying or concentrating milk, (3) that the citric acid 
content decreases during ageing in the presence of highly developed 
acidity (ef. Sommer and Hart, A., 19 IS, i, 465). ‘ £ 


Day and Night Urine during Complete Rest, Laboratory 
Routine, Light Muscular Work, and Oxygen Administration. 

, fl™ Campbell and Thomas Arthur Webster ( Biochnn . 
I 19.1, 15, 660—0(4). — The night urine contained always less 
o a m logtn, more ammonia, less creatinine, urea, uric acid, and 
?!' U ? 0 i ds .’ and " as morc acicl Oian during the day. The phos- 
fWe tide is considered to be due to the increased acidity, which 
lornT™ 1 ». attn l', U(e ? f ? deli, y eJ excretion of certain fixed acids 
So /'!, t , he ceI,a '! urm « the day. The sulphur was evenly 
»iuted between the day and the night. Administration of 
■° oxygen did not affect the composition of the mine. 


V ’0L. cxxrr. i. 


G. B. 

h 
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Viscometric and Stalagmometric Measurements of Urine, 

Ernst Joel (Biochem. Z., 1921, 119, 93— 107).— The viscosity 
of normal urine is 1*0 to 1’05. The presence of colloidal materials 
h&s a considerable influence on this value. H. K. 

Which Carbohydrates are excreted in the Urine of Sucklings 
when the Sucrose in the Food Exceeds the Assimilation 
Limit? A Method for the Quantitative Estimation of several 
Carbohydrates simultaneously in the Urine. Hans Mursce- 
hauser (Biochem. Z., 1921, 119, 328— 338).— Experiments with 
babes under one year of age showed that sucrose administered 
in excess of the assimilation value appeared in the urine, partly 
unchanged and partly as dextrose and he vulose. The three sugars 
are estimated by determining the rotation and reducing power 
before and after inversion. H. K. 

Alkapton Chromogen. G. Katsch and G£za Nemet 
(Biochem. Z ., 1921, 120, 212—217).— The ethereal extract of an 
alkapton urine poured on to unburnt lime acquires an evanescent 
vivid blue colour. The reaction is very sensitive. The urine of 
many individuals, after administration of homogentisic acid, 
slowly darkens, but homogentisic acid is not detectable. The 
supposed derivatives of this acid which give rise to this reaction 
are called alkapton chromogens. H. K. 

Chemistry of Diabetic Glycosuria. Al. Ionescu (Bui. Soc, 
Ckim. Romania , 1921, 3, 97 — 104). — A theoretical paper, suggesting 
that glycosuria is due to a disturbance of the normal equilibrium 
between the diastatic reactions occurring in the blood. Thus, 
excessive hydrolytic action would result in the formation of con* 
siderablc quantities of acids, ketones, and aldehydes, in the disposal 
of which the alkalinity of the blood would assist, but these would 
probably be chiefly converted into dextrose in quantities greater 
than could be dealt with by the liver. The blood would be affected 
in regard to the distribution of electrolytes between the white 
corpuscles and the serum, and, as a consequence, the activity of 
the liver in converting dextrose into glycogen would be diminished. 

J. K. 

The Typos of Reaction of the Bile Pigments and the 
Quantitative Relation of Bilirubin to Cholesterol in the 
Blood during different Forms of Jaundice. F. Rosenthal 
and K, Meier (Arch. expt. Path. Pkarm 1921, 91, 246—271).— 
The forms of jaundice investigated were mainly experimental. 
In each case the typo of diazonium reaction (cf. van den Bergh 
and Muller, A., 1917, ii, 58) given by the serum was determined 
and the cholesterol content of the latter estimated. The readiness 
with which bilirubin appears in the urine in each case was also 
noted, E. S. 

The Theory of Narcosis. I. Tiiaube and P. Klein (Biochan. 
Z., 1921, 120, 111 — 12*4). — The authors have examined the Tyndall 
effect and the ultramicroscopic behaviour of aqueous solutions 
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of a number of organic substances of slight or moderate solubility 
and find that some substances show two widely differing degrees 
of dispersity. Stalagmo metric experiments on these show that 
the higher the dispersity the greater the effect on the surface 
tension of water. The results show that other factors besides those 
postulated in Traube’s theory of narcosis must play a part, 
for the hydrocarbons and alkyl haloids have little effect on the 
surface tension and yet are powerful narcotics. H. K. 

The Effective Strengths of Narcotics. I. Experiments 
on the Isolated Frog’s Heart. If. Fuhsjsr ( Biockem . Z., 1921, 
120, 113 — 163). — The isonarcotic concentration of 40 narcotics 
has been determined on the isolated frog’s heart and the drop numbers 
have been compared, by means of Traube’s stalagmometer. Alcohols 
and their derivatives, paraectaldehyde, acetone, and ethyl ether have 
a marked effect on the surface tension. Esters are less active, but 
benzene and many alkyl haloids are inactive even in saturated 
solution. Apart from the alcohols and related derivatives, there 
js no correspondence between narcotic action and depression of 
surface activity as postulated by Traube’s theory. The narcotic 
concentrations, however, show a parallelism with the aqueous 
solubility in salt solutions. H. K. 

The Action of some Derivatives of Chloroform with Special 
Reference to Traube's Theory of the Action of Narcotics 
of the Aliphatic Series. Georg Joachimoglu ( Biockem . Z., 
1921, 120, 203 — 211). — Traubes theory of narcosis is untenable. 
Among the chloro-derivatives of methane and ethane or ethylene, 
the narcotic action and surface activity are by no means parallel 

H. K. 

Barium Chloride Poisoning. Al. Ionesci; {Bui Soc. Chim. 
Romania , 1921, 3, 94 — 97). — Investigation of a number of recent 
fatal cases of poisoning due to barium chloride confirms the observa- 
tions of Ogier and others that a very small proportion of the fatal 
dose is discoverable in the organs, positive results being only 
obtained by the Flaudin- Danger method, and not by a combination 
of dialysis with the hresenius-Babo process. It is suggested that 
it will be advisable in such cases to examine the bones, since these 
appear to take up the overwhelming proportion of the poison. 
The action of this is attributed, in agreement with previous workers, 
to irritation of the neuro-motor system. J. K. 

Toad Venom. Heinrich Wi eland {Sitzbcr. buyer. Ahad. 
li i«., 1920, 329 — 343).- The formula? given to bufotalin and some 
of its derivatives by Wieland and Weil (A., 1913, i, 1343) must 
be changed, since it is found that bufotalin retains organic solvents 
of crystallisation most energetically. Bufotalin crystallised from 
alcohol is not C 16 H 24 0 4 , but C 26 H 3u 0 6> C 2 H 6 0 (which has the same 
percentage composition). Crystals from ethyl acetate melt at 
and have the composition 2C 26 H 36 0 6 ,C 1 H 8 0.,. The solvent is 
given off slowly in a high vacuum at 150 J , and on careful heating 
ln a high vacuum at 22£— 230° bufotalin sublimes. Of the six 

h 2 
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gX and TwoL hydroxylic. 0**m P ^ 

of acetylation, which ?n info’. 

Sanfegcn * 

20f, Bnfotahen formed by as previously 

chloric acid on bufotalin, ^ ^ n?oWu pr^ortio/^ acetic 
supposed). In its forma j f rom bufotalin. Bufotalicn 

mefts a at ^ yellow in colour It is reduced cata- 

SXby-panadiujn to 

reaction with 

^t^letWwotdin (apart from the acetyl group) 

contahis fow eMbon nng^^ow^ tht^bi^c auc by WtadtM 

from a complex, t 2 4, 41 ), cholesterol differs from the bile 

CHo-CMev^Q^ aU( j chief problem at present i» to comcit 

ffiS, c’ H 38 0 3 , into cholanic acid, C :1 H 10 O 3 , the parent sub- 

stance of the bile at j( , sul , stance from the skill of the toad, 

nreviomdy called bufotalein by Wieland and Weil, i* now named 
1 f iniiJni C H 0 probably oxybufotalm. With alcohol of 
cSSionfu mefc It 175’ and after heating in a high vacuum 

at Bufagim°the venom of the tropical toad Mo agm, isolated hv 
ii.pi ®j yiacht (A., 1912, ii, 1193), is certainly not identical with 
bufotalin, and according to Faust, has only one-tenth of 1 10 p 1} sio- 
logical action of the latter. Wieland is not convinced that 
themolecular weight of bnfagin h^s been con-eetly determ, icd 
and considers that AM I and Macht s formula ^s%0 4 ' - 

require alteration to C 2 ,H S8 O 0 , which is that ot a methyl eth 

° f [The above toad venoms am heart poisons and pharmacologically 
similar to digitalis and strophanthus. Digitoxigemii is, according 
to Cloetta (A., 1921, 1, 39), C»H S6 0 4 , and strophanthidin (cym® 

A iQ 15 i 704) has 23 or possibly also 24 caibon atonic 
111 these heart poisons from various animal and vegetable source, 
seem to be related to cholesterol and the bile acids. J u * 
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Chemistry of Vegetable Physiology and Agriculture. 


The Effect of Hydrogen-ion Concentration on the Pro- 
duction of Carbon Dioxide by Bacillus butyricus and Bacillus 
subtilis , Matilda Mold exha her Brooks (J. Gen. Physiol, , 
1921, 4, 177 186). — The rate of production of carbon dioxide by 
Bacillus butyricus and Bacillus subtilis is a maximum at P [t 7 and 6 8 
respectively. If alkali be added to the culture at its optimum P n 
recovery in the rate of production takes place; if acid be added, 
recovery takes place only if the amount added be small and if 
it be neutralised by an equivalent amount of acid. W. 0. K. 

Bacteria as a Source of the Water-Soluble B- Vitamin. 

Samuel R. Damon (,/. Biol, Chon., 1921, 48, 379— 384).— Feeding 
experiments on rats indicate that B. paratyphosus, B., B. coli , and 
B. subtilis do not produce vitamin-# (of. Pacini and Russell, A., 
1918, i, 329). E. S. 

Characteristics of certain Pentose-destroying Bacteria, 
especially as Concerns their Action on Arabinose and Xylose. 

E. B. Fred, W. II. Peterson, and J. A. Anderson ( J . Biol. Chew 
1921, 48, 385 — 411 ; cf. A., 1920, i, 406, 513, 91 1 )-• — Pure cultures 
of twelve strains of lactic acid bacteria were isolated from corn 
silage and sauerkraut. They are classified in two main divisions, 
according as they ferment laevulose with or without the production 
of mannitol, further subdivision depending on their fermentative 
ability towards various sugars. The fermentation of arabinose 
and xylose by these bacteria results in the formation of acetic 
acid, lactic acid, and carbon dioxide. The two acids are formed in 
approximately equimolecu la r proportions, tiie main line of ferment- 
ation being, apparently, simple cleavage into acetic and lactic 
acids. The mannitol .forming bacteria also slowly ferment lactic 
acid to acetic acid and carbon dioxide. K. S. 

The Attack of Dextrose and Lsevulose by the Pyocyanic 

Bacillus. K. Arum. {Com pi. rnul, 1921. 173. 14-93— 1495). 

Amongst the products of the decomposition of dext rose and kevulose 
by the pyocyanic bacillus, alcohol, acetic acid, and formic acid have 
invariably been found. Lactic acid has also been found as a by- 
product from licvulosc. I lie degradation of the two bexoscs under 
these conditions is considered to proceed as follows. 

< alcohol 

noxoso -> inethylglyoxa! pyruvic acid > acet a Idehyde ^ 

•] \i cot ic acid 

acetic acid -{-formaldehyde -> formic m ill 

W. Cl. 

Action of Acids on Fermentation b^ Yeast. R. Somogyi 
(fc/im. #.,1921, 120, 100 — 102). — Acids exert a harmful effect 

fermentation by yeast. This is proved by the examination of 
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the action of thirteen aoicls, organic and inorganic, at concern- 
tratums between .V/0 and JV/1000. The inhibitory action does 
not appear to be solely dependent on the hydrogen-.on 
t ration, but on other physical properties a* wc . 

The Change imd™ 

Fmal Phases of Yeasty AutoVsis^ ^ ^ ^ 365) _ Ift after 

(BiocJiem. Z. f 19-1, 1 » ■ - * t - the BO i u tion be made 

yeast autolysis has proceeded lor some uwv « increase nf 

alkaline, the ensuing autolysis is accompan ^ y ^ expense 
protein kitrogen (as estimated by Stutzer s 

of the original protein decomposition products wrnc i e pre- 

dpitable by lead 1 acetate and phosphotungstic acid^^ 1h anim„ 

nitrogen however, as determined by Van Slykes metnoa, u, 
unchanged" 0 If the autolyais in alkaUne sotatm » MmA to 
continue at a higher temperature, for exampk, 60 to* 

of amino-nitrogen unaccompanied by any mcrease ot p un 
nitrogen. This is interpreted as being ^ue to th® forMatwn of 
humin-like substances at the expense of the amino-acid^ot^tln. 
autolysate and carbohydrates. 

The Influence of Fermentation Products on the Decomposi- 
tion of Proteins in Yeast. Nicolaus N. Ivanov (Biochtm. Z 
1921 120 62— 80). — During the process of fermentation sab- 

stances arc formed which inhibit the decomposition of protein. 
It is shown experimentally that the inhibition is the result of too 
factors, (1) production of alcohol during fermentation, (-) C ®'^°P' 

ment of acidity ; the former plays the greater role. 

Protein Decomposition in Yeast during Fermentation. 

Nicolaus N Ivaxov (Biochna. Z., 1921, 120, -o 61).- - - 

method (J. Ijfindic., 1880, 28, 103) for the estimation o 
proteins in solutions by precipitation with cupric Mmxidc to. 
not differentiate between proto ns and hum, ns Durmg he 

mentation of sugar by yeast there is .leccmpos'tion of L iro ^' j 
earlier statements to the contrary being baserl oix ro l 
by Stutzer’s method, the hninins formed being *tobto to t P™ 
lytic enzymes present- and compensating for ic <»> 1 ^ 

Meyer’s 1 excrements of fermentation are probably hummdiU 
substances. 

Effect of certain Stimulating Substances on the tovevtate 
Activity of Yeast. Emzabktii W. Mi.-um /. ft* Ohm UJ. 
48 329 — 346). — ' The addition of an alcoholic or aqueous ji* 
extract to growing yeast is known to stimulate >i>t \ gim' 
formation of invertase. It is now shown that the* . 

are produced by different substances, a partial separata 
may be effected by removal of the growth stimulant by c > - 
with benzene, adsorption with Fuller’s earth, or precipitation ^um 
phosphotungsiic acid. The substance accelerating inve ^ . ^ 

tion is also contained ijn high concentration in a gummy prcoi | ‘ 
which separates from alcoholic extracts of yeast. Its am ^ 
not of the nature of a co-enzyme, since it is without intiuin ' 
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invcrtase itself ; moreover, although Abdcrhalden and Schaumann 
(A-, i» 108} found that yeast extract increased the invertase 
activity of both dried yeast and maceration juice, the increase 
ff as so small as to fall within the limits of experimental error. 
Extracts of wheat germ also stimulate growth but do not increase 
the invertase concentration in yeast. E. 8. 

The Lactase Content and the Fermenting Power of Lactose- 
fermenting Yeasts. Richard Willstatter and Gertrud 
Opfenheimer (Z. physiol. Chem 1922, 118, 168 — 188). — 
Lactase can be obtained from fresh yeast without previously 
destroying the cell, providing that the acidity is neutralised. The 
lactose-splitting activity of yeasts, sometimes even of the same 
strain, varies within very wide limits. In some cases lactose is 
fermented more quickly than an equivalent mixture of dextrose 
and galactose. It is also shown that in certain cases the fermen- 
tation of lactose proceeds almost as quickly as, or perhaps more 
quickly than, the hydrolysis of the disaccharide. When the fer- 
mentation is interrupted in such cases no monosaccharides are 
found in the fermenting medium. This differs from the mechanism 
of the fermentation of sucrose, when hydrolysis takes place almost 
immediately. It is concluded that lactose-fermenting yeasts can 
ferment that sugar without hydrolysing it and therefore contain 
a lactose-zymase. 8. 8. Z. 

Vitamin Requirements of certain Yeasts and Bacteria. 

?asimir Funk and Harry E. Du bin (,/. Biol. Chem., 1921. 48, 
137—443). — By shaking autolysed yeast with either Fuller's earth 
)r “ norit ” vitamin - B is completely removed ; the filtrate, however, 
still promotes the growth of yeast. The authors conclude that a 
iitherto unknown vitamin, for which the name vitamin-/) is 
suggested, is present in yeast. E. 8. 

The Role of Acetaldehyde in Alcoholic Fermentation. 

Fernbach and M. ScnoEN (Bull inst. Pasteur , 1920, 18, 385— 
106). — A review* of the present slate of knowledge of the subject, 
ivith special reference to the work, already published, of Xeubauer 
uni Fromherz, Neuberg and others. Maze and Lintner, Liebig, 
1. B. Dumas, Connstein, Lcudeke, and the authors. 

Chemical Abstracts. 

The Lipase of Aspergillus niger (van Tiegh). Robert 
Schexker (Bioehem. Z., 1921, 120, 164— 106).— A pure culture of 
Aspergillus niger (identical with Brenner's 3 -strain) showed growth 
0,1 various glycerides, especially triaeetin, but no growth on ethyl 
enters. The lipase present can be extracted, with water or glycerol, 
in the form of a press- juice, or as a stable acetone-treated prepara- 
tion. Fatty media favour the development of the enzyme more 
than media containing glycerol or sucrosq. The optimum tem- 
perature for the enzyme is 40°, and the optimum reaction of the 
elution, for its activity, neutral or weakly acid. H. K. 
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Thp Toxiritv of Different Nitrophenols towards Aspergillus 

nir L Plantefol [Con*, rend, 1922 174, 123-126}^ 
Phenol and its nit ro- derivatives are toxic towards Aspergillus™^ 
the nitro-derivatives being more toxic than phenol itself. Of the 
three mononit. rophenols, the ortho is the least and the para the 
most toxic. 2 : 4 -Dinitrophenol is one hundred times more toxic 
than phenol and ten times more toxic than the most toxic mono- 
nitroohenol *> * 4 • O-Trinitrophenol is about as toxic as m-nitro- 
phenol. W ' G ' 


Bactericidal Action of the Quinones and Allied Compounds. 

Gilbert Thomas Morgan and Evelyn Ashley Cooper ( Biochem . 

J 19>1 15 587 594). — When proteins are added to solutions 

ofVbenzoqu’inonc, the latter slowly disappears and quinol can be 
de f ected‘ the quinone seems to react as a peroxide and differs 
fundamentally from phenols, which are merely protein precipitant*. 
p.Benzoquinono is 80-W0 times as effective in destroying 11. 
IwhMM as quinol or phenol. In ascending a homologous senes, 
the quinones become less, the phenols more bactericidal; thymo- 
quinone is less effective than thymol. The authors incline to the 
view that the high bactericidal power of benzoquinone is con- 
nected with the interaction of naaent peroxide molecules with the 
bacterial protoplasm. T * 


Theory of Disinfection. I . Tra ube and R. Somoc yi (Biockm, 
Z 1921 120, 90 — 99). —Experiments with Staphylococcus and 
Bacillus ’ coli show that apart from disinfectants of the type of 
potassium permanganate and hydrogen peroxide, which act chemi- 
cally, physical forces are the deciding factor, such as surface activity, 
adsorption, flocculation, and other properties. H. K. 

p H Again. I. Tra ube {Biochem. Z., 1921, 120, 108—110). 
The author's contention is that 1> U w too much in the fore- 
ground to the exclusion of other factors. H- h. 


Conditions for the Biological Action of Rontgen Rays. I. 

Eugen Retry (liiocham, Z„ 1021, 119 , 29-44).-Thc inhibitory 
action of Ron teen ravs on the growth of seeds could not be influenced 
by temperature changes, lack of oxygen, or by the presence ot 
potassium cyanide. The action is therefore not connected with 
the respiratory processes. The small temperature coefficient points' 
to the action being photochemical. **. K. 

The Action of Bases and Salts on Biocolloids and Cell 
Masses. D. T. Mu'Bove.u.i, (iVor. Amer.Phil. Hoc., 1*121,60, h^- 
30), — A study of the swelling of biocolloids in dilute salt solutions in 
connexion wit h the suggestion that the chief effect of salts in nutrient 
solutions is in restricting, limiting, or defining the hydration of t lie 
cell colloids. Hydroxides of the metallic bases were found to 
decrease the swelling pi plates of agar in the order: calcium, 
potassium, sodium, in concentrations of 0’01 molar. The chlorine* 
show the same relative action. Hydration of agar is increased t>y 
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the hydroxides of these metals at 0*001 A r , but no well-defined 
differences between the metals could be observed. Similar effects 
were produced by chlorides of calcium, magnesium, potassium, and 
sodium at 0*00013/ , and potassium and sodium at 0*001 M . The 
purified agar used in the experiments has a p it value of fi*5 and 
swells more in hydrochloric acid of p n 4*2 than in pure water. 
The pn range over which large swelling of the agar occurs is from 
4*2 to 11- It also swells largely in 0*00013/ sodium and potassium 
nitrates, but not in the sulphates. Similar measurements were 
a lso made on the swelling of gelatin. The gelatin used had a p ]r 
value of 5*2 and it was noted that both hydrogen and hydroxyl ions 
caused increasing swelling with reference to the isoelectric point, 
at which minimum swelling occurred. The swelling in 0*00013/ 
potassium chloride (p H =r5*7) was not much greater than in water; 
the swelling in potassium chloride 0 001 3/ (p n = 5*8) is about double 
that in water. Calcium chloride solutions induce maximum swell- 
ing at 0*001 Af, but depress hydration as the concentration increases 
or decreases from 0*0013/. The interest of these results lies in 
the fact that a mixture of a vegetable mucilage (pentosan) type 
of colloid with a protein colloid exemplifies many of the reactions 
of living or dead cell masses. Experiments were therefore continued 
with plates of gelatin 3 : agar 2 parts, and gelatin 2 : agar 3 parts. 
In the latter, sensitiveness to hydrogen ions was more marked 
than in the case of agar alone, but the effect of potassium chloride 
is about the same as that upon agar alone. The mixture in which 
gelatin predominated showed increase of swelling asp H was increased 
to 2*01, whilst potassium chloride showed an effect similar to its 
effect on agar. The work was then extended to living and dead coll 
masses, such as sections from the roots of Zra ma is (dominantly 
pentosan), which were closely parallel to those of the agar 3 : gelatin 
'1 mixture. Roots of strawberry showed different hydration reactions 
depending on whether they were grown in saline soils or in sand, 
iiie latter showing greater hydration. Joints of Opu ntia (dominantly 
pentosan) showed maximum swelling in 0*0LV-potassium hydroxide, 
hydrogen chloride at 0*00 LT, and potassium chloride at 0*00013/, 
all in excess of the swelling in water. Tin* changes in volume of 
living cell masses in hydrating solutions include osmotie-plasmolytic 
effects in the alteration of the volume of the included cells. The 
hydration of dead cell masses includes possible osmotic action of 
cell-walls. Chemical Abstracts. 

Action of Neutral Salts on Plant Plasma. II. Hioo 
Kahiio (Biochnn. Z., 1021, 120. 125 — 142). The coagulating 
action of neutral salts on plant plasma (sections of Trad* tea ntia 
Mm) depends on both ions, the anions playing a greater pari 
tlian the kutions. The coagulating property of anions falls off in 
the order CNS > I > Br > N > A < *e t at o > (3 > Tart ra to > ( ’it rat c > 
S0 4 and of the kations K > N H , > X a > Sr. Mg.Ba .( ’a . The order 
™ the ions is substantially the lyotrope series, but in the reverse 
order of their action on protein, The possible reasons for this 
fire discussed, Jl, K. 
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The Occurrence and Action of Saccharophosphatase in 
the Organism of the Plant. Antonin Nemec and FrantiSek 
DucHoft {Biochem. Z., 1021, 119, 73 — 80). — The sodium and 
calcium salts of artificially prepared saccharophosphoric acid 
are hydrolysed with formation of free phosphoric acid by the 
resting seeds of the higher cultivated plants as well as by the 
leaves of Solarium tuberosum. Aqueous extracts of the seeds 
have the same power, but to a lesser degree. Alkali is inimical 
to the action of the enzyme, the optimum acidity being 0'03A T for 
saccharophosphatase and 0*004A T for the autolytic phosphatase 
of the seeds. H, K, 

Pectic Substances of Plants. II. Preliminary Investiga- 
tion of the Chemistry of the Cell-walls of Plants. Donald 
Herbert Frank Clayson, Frederick Walter Norris, and 
Samuel Barnett Schryver (Biochem. J., 1921, 15 , 643—653; 
cf. A., 1917, i, 245). — The authors call cytopentans substances 
related to Schulze’s hemicelluloses, which are extracted by cold 
N-sodium hydroxide and then precipitated by addition of alcohol. 
They are coloured blue by iodine, and do not reduce Fehling’s solution 
until after hydrolysis by acids, when they give 40 — 85% of pento- 
sans. Cytopentans form a relatively small part of crude pectin, 
and the name cytopcctic acid is suggested for the rest. The 
samples of this acid from six species of plants contained 41*22 — 
42*88% C, 5*31 — 5*71% H, and 0T 5—0*85% ash . [aff-f 260° to 
-j-280°. The percentage of methyl alcohol set free by sodium 
hydroxide was 0*16—0*42% (cf. von Fcllenberg, A., 1918, i, 215, 
and Tutin, A., 1921, • i, 751). C. B. 

Incrustive Substances of Plants. II. Erich Schmidt and 
Franz Duysen [Ber., 1921, 54, [B], 3241-3244; cf. A., 1921, 
i, 912), — The removal of incrustive substances is effected more 
conveniently by means of a solution of chlorine dioxide in acetic 
acid (50%) than by alternate treatment with chlorine peroxide 
and sodium sulphite; the method has the advantage that the 
attacked incrustations remain dissolved in the acid. Subsequently, 
the presence of polysaccharides wliich give a blue coloration in 
the tissues can be demonstrated readily by means of zinc chloride- 
iodine solution which gives untrustworthy results in the pre- 
sence of the incrustations. The simple manipulation required 
and the stability of the solutions render t ho chlorine dioxide- 
acetic acid valuable for micro-chemical investigations. The 
reagent- causes the cell- walls to swell slightly, hut this action occurs 
so uniformly that the anatomical features of the plant are not 
altered thereby. H. W. 

The Detection of the Pseudo-bases of Anthocyanidins in 

Plant-tissues. Raoul Combes (f 'ompf. rend., 1921, 174, 53— 
61). — The substances characterised by Noack in the amyl alcohol 
extracts of leaves qj. Polygonum compact um and Ampd&JMS 
hederacea and the pericarps of Aesculus hippocastanum as antho- 
cyanidin pseudo-bases (cf. Z. Boianik, 1918, 10, 561) were probably 
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nhlobatannins and the red substances he obtained by the action 
0 f acids which he considered as anthoeyanidins were probably 
ithlobaphens. The author does not consider that Wills tatter’s 
jnethod for the separation of anthoeyanidins and anthocyanins 
l,y means of amyl alcohol can be applied to the detection of pseudo- 
bases of anthocyanidin in plant- tissues. It is necessary to extract 
the pigments and characterise them by examining the pure products 
to obtain conclusive results. W. G. 

Effect of Temperature and of the Concentration of Hydrogen 
Ions on the Rate of Destruction of Antiscorbutic Vitamin 
(Vitamin- C). H. C. Sherman, V. IC. La Mer, and H. L. Camp- 
bell (Proc. Nat . Acad. Sci 1921, 7, 279— 281).— Guinea pigs 
ffe re used and both the survival period and post-mortem findings 
fl - er c taken into account in estimating activity of solutions. 
Boiling tomato juice (P u 4*3) for one hour destroyed 50%, for four 
hours 68%; the curve is much flatter than for a unimolecular 
reaction. The temperature coefficient for 10° between 60° and 
gO 9 was 1*23, between 80° and 100°, 1'12. Partial neutralisation 
or making alkaline causes the vitamin to be destroyed at a some- 
what greater rate. Ninety to ninety-five % is destroyed in five 
clays even at 10°, at an alkalinity of only P n — 9 (cf. Delf, A., 1920, 
i, 460). G. B. 

Occurrence of a Crystalline Tannin in the Leaves of the 
Acer gitmala. Arthur George Perkin and Yoshisuke Uyepa 
(T., 1922, 121, 66 — 76). 

Barbassu Nuts. Henri Jumei.le (Mat. grasses, 1921, 13, 
878—5879). — The nuts (genus Orbignia) contain : Water 4-21%, 
11 66*12%, carbohydrates 14*47%, protein 7*18%, cellulose 5*99%, 
sh 2*03%. The oil has the following .constants: ni. p. 26°, 
olidifieation point, 22*7°, saponification number, 247*7, ether 
lumber, 242*9, iodine number, 16*83, Rciehert-Meissl number, G*2, 
5 olenske number, 11*3, glycerol 13*2%. The cake has the followi- 
ng composition : Water 11*59, oil O' 50, proteins 19*81, earbo- 
mirates 40, cellulose 16*50, ash 5*60%. Chemical Abstracts. 

Application of Bourquelot's Biochemical Method to some 
Members of the Caryophyllacem and Papilionacew, Charles 
Vergelot (Bull. Soc. ckim. Biot.. 1921, 3, 513- 519). — By the 
'iiecessive action of invert a so and enmlsin oil plant extracts, and 
sbservation of the rotation and reducing power, the author con- 
cludes that Stellar in hoi odea contains sucrose, but Snponana 
(ijjkimlis, Genista -sagittal is, Brea in hirsutum, and Aulhyllis culm raria 
contain other unknown sugars. Ghicosides are indicated in most 
cases, and their extraction might be attempted from Genista 
wgitlaUS) Emm let rasper mum, and Saponaria officinalis. O. 1L 

The Food Relations of Fusarium Uni. Yoshihtko Tochinai 
(.Inn. Phytopath. Soc. Japan, 1920, 1, 22 33). — The fungus utilises 
carbohydrates as sources of carbon in the following descending 
order: inulin, dextrose, maltose, a robin, soluble starch, hevidose, 
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galactose, sucrose, and lactose. As indicated by the growth made, 
organic acids as sources of carbon are unfavourable to the fungus- 
tlie descending order of utilisation is as follows : succinic, malic,’ 
citric, fumaric, maleic, and racemic acids. d -Tartaric acid is more 
readily assimilated than Z-tartaric acid. Mannitol, but not glycerol 
is a favourable source of carbon. Phenol derivatives prevent 
growth. Organic nitrogen compounds, particularly amides, are 
far better sources of nitrogen than inorganic compounds. 

Chemical Abstracts. 

Hazel-nut oil and the Estimation of Arachidic acid. J, 

Pritzker and R. Juxgkusz (Z. Untcrs. Nahr. Genussm., 1921, 
42, 232 — 241). — The following characters were given by two 
samples of hazel-nut oil prepared in the laboratory : d ,r> 0 - 9l52, 
0*915(j; ?? D 54*2, 54*4; acid number 0*8, 1*7 ; saponification number 
101*8, 180*1; iodine number (Hanus) 83*8, 85*4; lteichort-MeLsl 
number 1*54; Polenske number 0*5 ; unsaponifiable matter 
0*58%. Thorough investigation showed that there was no 
arachidic acid present. The following acetone method was used 
for the estimation of arachidic acid : 20 grains of the oil were 
saponified with 40 c.c. of 20% potassium hydroxide, and the 
clear solution was diluted with 50 c.c. of hot water and 20 c.e. 
of 25% hydrochloric acid were added. After fifteen minutes, 
the fatty acids were separated and dissolved in 180 c.c. of 
boiling acetone. Twenty c.c. of .Y-aqueous potassium hydroxide 
were added and the solution was allowed to cool and kept at hr 
for half an hour. The crystals obtained were washed several 
times with small quantities of acetone, dissolved in water, the 
fatty acids liberated with hydrochloric acid, and dissolved by 
warming with 50 c.c. of 00° 0 alcohol. The solution was slowly 
cooled and left for three hours at 15°. If arachidic acid is present, 
the precipitate consists of fine lamina*. It is filtered, washed 
three times with 10 c.c. of 90% alcohol, and transferred to a 
weighed flask by dissolving in boiling alcohol. The alcohol is 
evaporated and the residue dried at 100° and weighed. Crude 
arachidic acid has m. p. 72 — 7f>\ If the m. p. is below* 70', the 
residue must be again recrystallised from 90'),, alcohol and re weighed. 
The quantity obtained is corrected for its solubility in 90% alcohol. 
This method docs not require large quantities of alcohol and ether, 
and the troublesome manipulation of the lead soap is avoided. 
Schiidlers and lvnorrhs colour reactions for hazel-nut oil arc found 
to be untrustworthy. * 11. C. K. 

The Chemical Constituents of some Loranthaceip. D. H. 

Wester (Pec. (rav. chbti.< 1921 , 40, 707 — 723). — Leaves of Loranil in* 
pentandrua, L. globosns, L. atropurpureus , and Viacum album were 
examined with respect to their chemical constituents. The ash 
of the leaves was determined and also the percentage of manganese 
in the ash, figures for Jhe latter being rather high. From the first 
two species a glucoside identical with qucrcitrin was isolated, 
although its properties were not in all respects identical with those 
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previously described. The author states that a previous specimen 
of quereitrin prepared by him showed similar discrepancies, m. p. 
being 174—176 , not 182—185°, and the benzoate has m. p. 187— 
ISO 3 , not -39°, whilst the author's specimens recombine with 
water of crystallisation which is lost on heating and the solubility 
in 95% alcohol is 1 part in 70-5 parts, not 1 in 229. 

The m. p. of quercitriu from Loranthus is lowered as the substance 
is purified. Its solubility in various solvents is described qualita- 
tively and, in some cases, quantitatively. Three reactions are 
given which serve to distinguish quercitriu from quercetin : with 
feme chloride and ether, the latter gives characteristic colours 
the former no reaction ; with zinc and hydrochloric acid in presence 
of amyl alcohol, the former gives a red coloration after some hours 
the latter a yellow tint ; with a soluble silver salt, the former gives 
no reaction, the latter a red coloration which turns blue and finally 
gives a black precipitate of metallic silver. The last test is stated 
to confirm the formula for quercitriu suggested by Perkin and 
Everest ("The Natural Colouring Matters,” 1918). The brown 
coloration given by both substances on boiling with ferric chloride 
is due to separation of colloidal ferric hydroxide. Quercetin has 
d 1-6; that of quercitriu is lower. 

The glucoside sugar consists entirely of rhamnose. Wax from 
Loranthus species is complex; the only constituent definitely 
identified is melissic alcohol, but this M as not found in L atro . 
purpureas, neither was quercitriu obtained from this species. 
I’israw album does not contain invert ase, reductase, amylase* 
cmulsin, tannin, nor glucoside ; however, xanthophyllin and a 
volatile alkaloid were obtained, but the experience of previous 
workers that^it is difficult to extract pure substances from this 
species is confirmed. j p 


The Presence of Sucrose and Aucubin in the Seeds of 
Slehmipyrum ar cense, L. Makc Bridel and (Mlle) Marie 
Bbaecke {Compt. rend., 1921, 173. 1103—1403; cf. A ‘ 19M 
i, 840).— The presence of a glucoside in the seeds of .1 'hhmmntm 
mam, decomposable by cmulsin giving a black product has 
previously been indicated (/or. cit.). Aucubin has now been 
eitracted m definite crystalline form from those seeds, and sucrose 
has also been isolated. Ludwig and .Muller have isolated a glucoside 
trom these seeds (of. Ardur Pharm., 1872, 199, (i). which they 
considered to be identical with rhinanthin obtained from the seeds 
mimn.th.us 6 n&la-GulU, L. (Archiv Pharm. , 1870. 192, 199) 
^ttheauthers consider further work is necessary to establish 
c identity or otherwise of aucubin and rhinanthin. \y q 

,3® cllan ges which Oranges Undergo on Keeoino- G 
««d. 1921, 173, 1399 — 1401). — When Granges, 
8,CTilf ««*«««»* they undergo a 
acidi v »nH T g u ( ’ W r' ch 18 . aecompanicii by a marked loss in 
loverlon nf ! S ' gh t c . diminution m sugar content together with 
some of the sucrose. These changes arc not entirely 
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, +VlAW m-noped to a less extent in a vacuum, 
due to oxidation, as they proceed * ti w G 

It is probable that there is also some diastatic action. 

_ • o Q ™ a i Indigenous Orchids of Glucosides 

Presence m Se . ver ^ Hvdrolvs^s. H. Hbrissey and 1\ 
yielding CoumitfUi on Y 1921, 3, 573— 579).— A glucoside 
Delaukey (Ball. Soc. Chun . mol., • sulphuric acid or bv 

yielding counumn on hytoly^ d 1^ 

emulsm is contained in the follow Q militant), L. (of. 

Orchis purpurea, Hudh., . , This glucoside is 

Bourquelot and Hensscy, A., 19^0, ^ ^ A., 1919, 

not identical with lorogl06Sii ( o q 296), whicb ^ 

i, 243 ; Delauney, A., 1920, l, 801, ana *■» E _ g 

not yield couiuarin on hydrolysis. 

Occurrence of 

°f the Cloudmg o asp ^ 206) Baspberry juice on keeping 
(Arch, Pharm , 1921, ,253. "M d ' ition 0 { a small quantity oi a 
becomes cloudy on mg formation of which is accelerated 

microcrystalline This deposit 

l,y the addition of sui^l q ^ ified by wa rming in sodium 
was collected, and cc , , peroxide, and reprecipitating 

hydroxide fed^ ell^c acid by Inalysb 

with acetic acid, and va* laenuncu ® 2CHN and hv 

Of its pyridine compound, chloride, 

STST “if jjg-p-j; 

“ ilSr ‘iiJ™ «1 . Ugl- «d,j *■ . “d «, 

pouiMy even, item th. rod rolcmng «»»•' oi lk« Ir» p ^ 

SS5= 

cietrically- Ayoooy.n, . ;»» ^“^“0*0.”““ 

were separable by capillaiy analysis. 

Sakoa Oil from Madagascar. HESRl 
JJfc 1 Tlmfrnris 1 ^^'dr^and haveTacid pulp owing to £ 

The oil is non-drymg. lyiiamc 
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Alcohol-soluble Protein of the Caryopsis of Sorghum 
V ulgare* I. Extraction and Identification. Sabato Visco 
{Arch. Farm, sperm . Sci. aff 1921, 31, 173— 179).— Hot 70% 
aqueous alcohol extracts from the ground caryopsis of Sorghum 
vulgare about 3*5% of a nitrogenous substance, which is named 
sorgein and is classified with the prolamines. It gives the principal 
colour reactions of the proteins, but not the Adamkiewicz or the 
Liebermann reaction. In the isolation of the compound, two 
fractions were obtained which contain respectively 11*19% and 
13*61% of nitrogen and may be different compounds. T. H. P. 

The Biochemistry of Tobacco. II. Tobacco Seeds. 

G. Paris (Bot. tec. [R. ist. sci. sper. labacco , Scafati], 1920, 17, 
101—115; cf. A., 1917, ii, 227). — The entire seed contains : water, 
9*17%; crude protein, 21-87%; fat, 37*68%; amides and sugar, 
6-05%; pentosans, 2*9%; cellulose, 7*15%, and ash, 3*84%. 
The ash contains S0 3 , 1*97%; P 2 0 5 , 22*12%; Na 2 0, 3*48%; 
K 2 0, 28*5%; CaO, 9*54%; MgO, 14*63%. A sample of oil from 
Kentucky tobacco seed had d 15 0*9408 ; temperature of solidifi- 
cation, 12° ; acid number, 4 ; saponification number, 196 ; iodine 
lumber, 132*8; ether number, 192. The oil consisted of about 
52*4% of olein, 22*1% of linolcin, and 23*9% of palmitin. No 
licotine was found in tobacco seed, except in slight quantities 
n the germinating seed. The dry, fat-free seed contained 6*5% 
if total nitrogen, 3*76% of protein nitrogen, 2*39% of nuclein 
litrogen, and 0*35% of non-protein nitrogen. The presence of 
irginine was established. Chemical Abstracts. 

Hesperidine-like Substances in the Umbelliferee. Harold 

Nilsson {Svensk Farm. Tidskr., 1921, 25, 233 — 238). — The paper 
jives a brief resume of the chemistry, properties, and tests for 
lesperidine. Microscopic sections arc "best made after fixinu with 
act-ic acid and freezing. Microscopically the alkaloid is detected 
is spherocrysts and sheaves. These are soluble in pyridine and 
quinoline. Seventy specimens were examined ; either the sphero- 
-I’vsts or sheaves were noted in the leaves and stems of the follow- 
ing' Angelica archangelica, A. atropurpurca, A. decurrcns, A. 
itoralis, A. sdvestris, Acthitsa njnapium, Bubon galbctn u m, (ionium 
w, datum, Ferula com munis, f. neapolitana, F. scorcdosma, Im * 
wmtoria ostruthium , l. kispanica, Libanotis sibcrica, Liyusticvm 
iwticum, Sesili glaacitm, S. ten tti folium, Trinia vulgaris. The 
presence of the alkaloid was also continued by chemical tests. In 
the fourth, sixth, and eighth there was also a positive test for the 
JU1 ^ Chemical Abstracts. 

°*- Coa * Gas on Plaats * E. Wehmer [Bicd. Zenlr., 
WLi, 50, 425— 428),— The author has examined the effect of coal 
j? s on three- to seven-year old trees grown in pots. In winter, 
tje trees arc scarcely affected, but in spring they wither and 
J a Ua v ^ c * F\r und elm trees are especially sensitive, then 
ome maple, whilst lime trees arc least sensitive. The trees survive 
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the action of coal gas in the autumn. From these experiments 
and further experiments on twigs immersed in. water saturated 
with coal gas it is concluded that the harmful effect of coal gas 
is most pronounced when the root system commences its activity 
after winter, and is not due to action on the foliage. The harmful 
effect is due to certain constituents in the gas, particularly those 
which impart an odour to the gas. Hydrocyanic acid is particularly 
harmful, W. G. 

Availability of Organic Nitrogenous Compounds. G, g. 

Robin sox, 0. B. Winter, and E. J. Miller (»/. Ind. Eng. Chan., 
1921, 13, 933 — 936). — It is probable that all amino-nitrogen present 
in soil in the form of a-amino-acids and a portion of that nitrogen 
present as acid amides may be added to the class of substances 
constituting the source of immediately available nitrogen, the chief 
members of this class being inorganic compounds of ammonia and 
nitric acid. Peptides may form a class of potentially available 
compounds; in some cases the peptides in fertilisers are readily 
hydrolysed to amino- acids and primary and secondary amines. 

W.P.S. 

Effect of Alum on Silicate Colloids. C. S. Scofield (J. 
Washington Acad. Sci 1921, 11, 438 — 439). — The removal of 
soluble salts from certain soils of the western United States by 
irrigation and drainage leads to serious trouble through the effect 
of colloidal silicates, principally sodium silicate, on soil texture. 
By the addition of alum as a dressing insoluble aluminium silicates 
are formed and sodium sulphate thereby formed is removable in 
drainage. Analyses of the drainage from soils to which aluminium 
sulphate had been applied showed that practically all the aluminium 
had been precipitated by the soil and that equivalent amounts of 
sodium, calcium, and magnesium had been liberated combined 
with the sulphate radicle. G. W. R. 

The Flocculation of Soils. II. Norman M. Comber (J, A grit 
Sci., 1921, 11, 450 — 471). — Direct ” flocculation of the clay soils 
by salts of iron and aluminium occurs in a manner precisely similar 
to the coagulation of electro-negative suspensoids by electrolytes. 
■'Indirect'’ flocculation by neutral salts and some acids results 
from interaction with the constituents of the clay particle whereby 
normal flocculating agents are produced. The “ abnormal"’ 
flocculation of clay by calcium hydroxide is a result of the reaction 
of lime with the emulsoid surface layer of the clay particle, and 
does not depend on the formation of calcium carbonate. The 
difference in the action of flocculating agents on clay and silt 
particles depends entirely on the relative proportions of emulsoid 
surface layer to core in the particle. (See also J. Soc. Ckenu 
Ind ., 1922, 69a.) A. G. P. 
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The Chemical Nature of Mineral Lubricating Oils. A. E. 

Dm* STAN and F. B. Thole ( J . Inst. Petroleum Tech., 1921, 7, 
417—421). — Mineral lubricating oils appear to contain but a small 
percentage of paraffin hydrocarbons of the C fl H 2 „ +2 series, and 
consist chiefly of compounds the formulas of which range from 
0 b H 2 » to C n H 2tt _ 8 . The olefine contents cannot be determined by 
extraction with sulphuric acid, as they are thereby converted into 
condensation products insoluble in the acid. A partial separation 
of unsaturated hydrocarbons can be achieved by extraction with 
liquid sulphur dioxide, an oil with an iodine value 46 giving, for 
example, a residue with iodine value 33 and an extract with iodine 
value 73. The reaction of mineral oils towards iodine differs 
profoundly from that of fatty oils, as no constant iodine value 
can be obtained, an increase in the proportion of reagent to oil 
invariably augmenting the value. This fact, coupled with the 
reluctance exhibited to hydrogenation, seems to lead to the con- 
clusion that the unsaturated hydrocarbons in mineral oils consist 
only to a small degree of true olefines. The saturated compounds 
are principally naphthenic and probably polynuclear. Solid 
resinous components containing oxygen are present to the extent 
of a few parts per cent., and are probably an important cause of 
“gumming.” Removal of these substances, and the more readily 
oxidisable unsaturated hydrocarbons reduces the gumming tendency, 
but in oil refining care should be taken not to destroy the more 
stable unsaturated hydrocarbons, to which the viscosity of the 
>il is largely due, it having been shown that an increase in viscosity 
)ccurs concurrently with a decrease in the hydrogen content. 

G. F. M. 

The Hydrogenation of Ethylene in Contact with Nickel. 

Ekic Keightley Rideal (T., 1922, 121, 309 — 318). 

Bivalent Carbon. Alfred Gili.kt [BttlL Soc. chim. Bdg,, 1921, 
30, 329—336). — A theoretical paper in which some evidence is 
adduced to show the existence of certain bivalent carbon compounds 
either as unstable intermediate substances or as isomerides of 
differing degrees of stability, II. J. E. 

The Exchange of Halogen in Unsaturated, Aliphatic Halo- 
geuated Hydrocarbons. I. H. J?. Kaufmans {Bcr. f 1922, 55, 
[£], 249—267), — It is shown in a variety of ways that the iodine 
atoms of the stcreoisomeric s.-di-iodoethylenes are removed with 
much greater difficulty than those of similar saturated aliphatic 
iodo-cumpounds. The most probable explanation is that the 
^saturated hydrocarbon residue in the immediate vicinity of 
the halogen atom makes such a complete demand on the affinity 

VOL. oxxii. i. 
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of the latter that but little remains for the attraction of a new 
atom, whereas the saturated hydrocarbon residue saturates the 
affinity of the halogen atom less completely and so leaves it more 
disposed to react with reagents in general, 
fe. Solid. a(S-di-iodocthylene, m. p. 73°, is conveniently prepared by 
allowing a solution of iodine in absolute alcohol to remain in contact 
with acetylene gas under slightly increased pressure and at the 
atmospheric temperature ; the liquid isomeride has b. p. 185°.^ 

A solution of the solid di- iodide in anhydrous ether reacts 
quantitatively with activated magnesium in accordance with the 
equation: C 2 H 2 l 2 +Mg=0 2 H 2 +MgI 2 ; in all probability, an 
unstable organo-metailic compound is formed primarily. Metallic 
potassium is slowly attacked by a boiling solution of solid di- 
iodocthylene in anhydrous ether with ultimate production of 
acetylene and potassium iodide ; the formation of oLCc-di-iodoethyleu 
(see below) during the reaction is established. The latter is pre- 
pared more conveniently by allowing the ethereal solution of the 
solid di*iodide (or more rapidly from the liquid isomeride) to remain 
in contact with metallic sodium at the atmospheric temperature. 
It forms colourless crystals which sublime with great ease, m. p. 56°; 
the vapours have an extremely unpleasant odour and attack the 
eyes with great violence. When dissolved in carbon tetrachloride 
and treated with bromine in direct sunlight, it is transformed into 
aa-dibromoethylene, yellow lealiets, m. p. 90°, which is thus pre- 
pared in the dimeric form, (C 2 H 2 Br 2 ) 2 . If an excess of 'bromine is 
used, aaa^-tetrabromoethane is produced, which is formed also by 
the further action of bromine on the solid, dimeric dibromide. 
Similar aa-di-iodoethylene is converted by an excess of chlorine 
in the presence of bright sunlight into ocaa 3 -tetrachloro ethane, 
b. p. 135°, and iodine trichloride. ax-Di-iodoethylene is decom- 
posed by potassium or activated magnesium in the presence of 
anhydrous ether with quantitative formation of acetylene. 

trans - and cis- ot^-Di-iodoethylene and ax-di-iodoethylene are 
decomposed with liberation of iodine when their ethereal solutions 
are exposed to ultra-violet light, the velocity of the reaction in 
the case of the compound first named being approximately twice 
as great as that in the remaining two cases. 

[With F. Schweitzer.] — A solution of solid a J3 - di- iodoethylene 
in anhydrous ether is attacked slowly by zinc ethyl when the 
mixture is heated until it becomes slightly turbid and subsequently 
exposed to direct sunlight during several weeks ; the main product 
is OL-iodo-k 9 - -butylene, CHFCHEt, a pale yellow liquid which decom- 
poses gradually when exposed to light, b. p. 127 — ^‘'/atmospheric 
pressure, or 57730 mm. The same product is mainly obtained in a 
similar manner from the liquid a[i - di - iodocthylene, but, in this 
case, an isomeride (probably the cis -modification), b. p. 168°, is 
produced in minor amount. It is converted by an excess of bromine 
in the presence of carbon tetrachloride into aap-tribromobutane, 
CHBrg’CHBrCHg'CH^ a pale yellow liquid, b. p. 158° (partial 
decomp.) /normal pressure, or 98725 mm. The chief evidence with 
regard to the constitution of the iodobutylene rests on the observation 
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that it is converted by sodium into the hydrocarbon [A y<-octadiene], 
C 8 Hi 4 j a colourless, slightly refractive liquid, b. p. 138 — 140°. The 
latter is transformed by ozone into the explosive ozonide, a yellowish- 
red, viscous liquid, which is decomposed by boiling water into 
glyoxal, propaldehyde, and hydrogen peroxide. 

The transformation of the liquid {cis) a'i-di-iodocthylene into 
the solid (trans-) modification has been observed repeatedly. The 
reverse change occurs to the extent of 45° in six hours, when the 
solid isomeridc is heated carefully at 190°; slight decomposition 
with elimination of iodine occurs simultaneously. H. W. 

The System Water-Ethyl Alcohol-Chloroform : Misci- 
bility of the Three Components in Different Proportions 
and some Practical Applications. N. Schookl and (Mlle) 
A. Regenbocen ( Rec . trav. chim., 1922, 41, 1 — 14). — The ternary 
system has been examined and a diagram is given showing the 
limits of homogeneous mixtures at temperatures of 0°, 10°, 20°, 
and 66°. The results obtained by Bancroft (A., 1895, ii, 157) 
are criticised on the ground of incomplete drying of the alcohol 
used. The authors suggest that their data may be of use in the 
examination of spirits of wine for water content, and of chloroform 
for the detection of impurities. Details of some typical estima- 
tions carried out in this manner are given. H. J. E. 

The System Ethyl Alcohol Water -Aromatic Hydrocarbons 
from 30 g to —30°. W. R. Orman by and E. 0. Craven (J. Inst, 
Petroleum Tack., 1921, 7, 422 — 439). — The freezing-point curves of 
binary mixtures of benzene with ethyl alcohol, toluene, and xylene, 
and of ternary mixtures of benzene, alcohol, and water, and of 
'* benzole ” (benzene 3, toluene 1), alcohol, and water were deter- 
mined, and also the liquid separation points of ternary mixtures 
of benzene, toluene, and xylene with alcohol and water at tem- 
peratures ranging from —30° to +30°. The method adopted was 
to add from a burette dilute aqueous alcohol to known mixtures 
of absolute alcohol and the hydrocarbon, maintained at a constant 
[emperature, until separation occurred. The full numerical results 
ire given in numerous tables, and results obtained by graphical 
interpolation are also given showing the strengths of ethyl alcohol 
necessary to dissolve various proportions of benzene and toluene 
at 15° and xylene at 0°. Tor these, the original paper should be 
consulted. In regard to the binary mixtures of benzene and 
toluene, the depression of the freezing point of benzene follows the 
eryoseopic law over a considerable range. The results of the 
liquid separation point determinations on the ternary mixtures 
showed that at any temperature above the melting point of benzene 
the solubilities of the three hydrocarbons in an alcohol of given 
strength are in the order benzene-toluene-xvlenc. At tempera- 
tures below this, separation of solid phase occurs and the solubility 
of benzene falls below that of its homologues. O. E. M. 

Some Properties of ax-Disubstituted> Esters. J. Lekoide 

(inn. Chim., 1921, [ix], 16, 354 — 410).— ax-Disubstituted ketones 
react with magnesium alkyl haloids, iti which the alkyl group has- 

i2 



i- 21(j ABSTRACTS OF CHEMICAL PAPERS. 

a normal chain and not more than four carbon atoms, to give 
excellent yields of the corresponding secondary alcohols. Thus 
pinacolin reacts with magnesium propyl chloride to give [Jp-dimethyl. 
butan-y-ol. Under similar conditions, camphenylone gives cam. 
phenylol. With magnesium propyl bromide, fenchone giy es 
fenchyl alcohol and camphor gives a mixture of borneol and 
isoborneol. 

The esters of aa-disubstituted^monobasic acids react^with the 
same magnesium alkyl haloids to give principally secondary and 
not tertiary alcohols. This action is more marked with the mag. 
nesium alkyl iodides than with the bromides or chlorides. In all 
cases it is very slow, and the yields are by no means quantitative. 
This is probably due to the fact that the first part of the change 
consists in the formation of the ketone 

CR 3 -C0 2 R / +C 3 H 7 MgX--R , *0MgX+CK 3 -C0-C 3 H 7 
which only takes place very slowly. 

Ethyl pivalate reacts with magnesium ethyl iodide to give 
ffl-dimeikylpentan-y-ol, CMe 3 *CHEt*0H, b. p. 140 — 148°, giving a 
phenylur ethane, m. p. 83°; with magnesium propyl iodide, bromide, 
or chloride the products are -dimethylhexan-y-ol, CMe 3 *CHPr*OHj 
b. p. 153 — 156° /755 mm. ; n[j 1*4280 ; d xl 0*830, giving a phenyl 
urethane, m. p. 68 — 69°; and ^dimethyl-y-propylhexan-y-dt, 
CMe 3 *CPr 2 *OH, b. p. 90°/20 mm.; ?d> 1*4455; d ls 0*853. The 
ratio of the yield of secondary alcohol to that of the tertiary alcohol 
is greatest with magnesium propyl iodide and least with magnesium 
propyl chloride. On oxidation with chromic acid in acetic acid 
solution, fJ3-dimethylhexan-y-ol gives tevt. -butyl propyl ketone 
CMe 3 *COPr, b. p. 145—148° ; n\] 1*4148 ; d 17 0*8225. 

Ethyl pivalate reacts with magnesium butyl iodide to give 
fip-dimethylheptan-y-ol, CMe 3 *CH(OH)‘C 4 H 9) b. p. 76 — 79°/16 mm., 
giving a phenylurethane, m. p. 65°. 

To examine the effect of heavier groups in the a-position in the 
disubstituted esters, ethyl a-methyl-a-propyl valerate has been pre. 
pared as follows and used, a -Propyl valeric acid yields with thionyl 
chloride the acid chloride, b. p. 77- -79°/20 mm., which with benzene 
in the presence of aluminium chloride gives phenyl oL-propylbulyl 
ketone, CHPvCOPh, b.p. 157—159°/2o mm.; nj* 1*5064; d la 0*9492 
w’hieh with sodamide followed by methyl iodide gives some im- 
pure phenyl a-methyl-<x-propylbutyl ketone. The latter ketone 
is better prepared by propylating propiophenone, which gives 
phenyl cL-methylbutyl ketone, CHMePrCOPh, b. p. 122 — 125°/14mn). ; 
»i> 1*5109; d i: 0*964, and this on further propylation yields phenyl 
a- metkyla-propylbutyl ketone , CMePryCOPh, b. p. 149— 152°/13 mm. ; 

1*5063; dt* 0 9502. The latter ketone on treatment with sod- 
amide and subsequent hydrolysis with hydrochloric acid yields 
x-methyl x-propylmleric acid, CMePrpC0 2 H, m. p. 43 — 44°; b. p. 
124 — 128°/ 18 mm., giving an amide and an ethyl ester, b. p. 90 — 
92°/18 mm., which with magnesium propyl bromide yields h-mdhyl- 
3* propylodan-t-ol , CH 4 Me*OH 2 *CMePr*CHPr*OH, b. p. 109— 
112°/18 mm,; n^ b 1*4421; d' h *' 0*8455; giving a phenylurethane, 
m. p. 96°, and its hydrate , in. p, 89—91°. 
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Ethyl campholate gives with magnesium propyl chloride 
or " bromide 1:2:2: 3 4dramelhylcyc\opentylpropylcarbinol , 

CHMe'CJIe 2 > CMe _ CHpr 0H ^ 5g =. b p 126 — 129°/15 mm. 

cs 2 — CH 2 

Using a straight chain ester of high molecular weight, namely, 
ethyl palmitate, a secondary alcohol was also obtained with mag* 
ncsiuw propyl bromide, the product being normdemn-S-ol, 
C AuCHPr-OH, m. p. 19°; b. p. 221— 224°/15 mm., giving a 
phenylurethane, m. p. 50—51°. 

^ The behaviour of the esters of aa-disubstituted dibasic acids 
towards magnesium alkyl haloids is variable. Ethyl dimethyl- 
raalonate gives with magnesium propyl chloride a number of 
derivatives including a small amount of a bisecondary glycol, 
ethyl fsobutyrate, dipropyl ketone, propyl fsopropyl ketone, tri- 
propylcarbinol, and dipropylcarbinol. There are thus apparently 
two reactions; one in which the molecule is split up giving 
tripropylcarbinol and the hydrocarbon resulting from its dehydr- 
ation, and the other in which hydrogenation occurs. The new 
compounds isolated are : ec -dimethylmmn-h'-dwl, 
C 3 H 7 *CH(OH)‘CMe 2 »CHPr‘OH , 

m. p. 73° ; b. p. 150 — 152°/18 mm. ; tripropylcarbinol phenylurethane, 
m p 74 — 75° ; dipropylisopropylcarb inol phenylurethane , m. p. 
71 72°. To confirm the formation of di propyl and propyl iso- 

propyl ketones, a similar condensation of magnesium isobutyl 
chloride and ethyl dimethylraalonate was carried out and from the 
products diisobutyl ketone semicarbazone, m. p. 119°, and iso propyl 
iso butyl ketone semicarbazone, m. p. 139—140°, were isolated. To 
prove the constitution of the nonandiol described above, the follow- 
ing preparations were made. Ethyl butyrate was condensed with 
methyl propyl ketone in the presence of sodium cthoxidc to give 
dibutyrylmethane, C 3 H 7 *CO*OH 2 *CO *C 3 H 7 , b. p. 96 — 98°/21 mm.; 
tip * 1*46125 ; d Wi 0 ,( J218, giving a copper derivative, m. p. 157 — 
158°. On methylation, it yielded xx-dibutyrylethane, CH 3 , CH(COPr) 2 , 
b. p. 124 — 126°/21 mm., giving a copper derivative, m. p. 140— 
141°, and on further methylation ffl-dibutyrylpropane, CMe 2 (COPr) 2 , 
b. p. 129 — 130°/18 mm., which gave a disemiatrbazone, m. p. 216°, 
identical with that obtained from the nonandiol. 


With a view to elucidating the course of the reaction of the 
dimethylmalonic ester and magnesium propyl chloride, dipropyl 
ketone was condensed with ethyl bromofsobutyrate in dry benzene 
in the presence of zinc, giving ethyl fi-h yd roxy - a a - r/ / methyl - £ -p ropyl - 
hexoate, H0’CPr 2 -CMe 2 *CO 2 Et, b. p. 135— 136°/26 mm., which, 
when treated with magnesium propyl bromide, has its molecule 
ruptured in such a way as to give tripropylcarbinol and a 
magnesium additive compound. 

Ethyl aoc-dimethylsuccinate and magnesium propyl chloride yield 

CH — — CPr 

3 : 3-dimethyl-Z : 5 : 5-tripropylfetrahyd rofura n, •0HPr^ > ^’ P* 

114 — 118°/15 mm. ; «R 14531 ; d w 0-8629.* 

Ethyl aa-diraethylglutarale and magnesium propyl bromide give 
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.. Jt , „ , , , CH 2 *CMe 2 *CO\ ^ , 

xx'dimethyi-6o~dipropylvalejolacfone, ^ /O, b. p. 153 

157 /16 mm., n], 1*4585, d ls 0 9311, giving a barium salt. Similarly, 
ethyl camphorate yields dipropylcampholadone, m. p. 58°; b. p’ 
177 — 180°/18 mm., giving a copper salt. 

The presence of an alkyloxy-group in the ester results in the 
general reaction pursuing its normal course, giving a tertiary alcohol. 
Thus ethyl ethoxy- a-methylpropionate and magnesium propyl chlor. 
ide give fi-ethoxy-^-melh yl-y-p rop ylhexa n-y-ol, OFt*CMe 2 *CPr 2 *OH 
b. p. 118 — 122 0 /35 mm.; nj; 1*4392; d 17 08864. Under similar 
conditions, ethyl $-hydroripxx$4rimethylbv,tymte gives (Jyy -trimdhyU 
§-propylhepta iol , HO*(kIle 2 *CMe 2 *CPr 2 *OH, m. p. 91°. 

W. G. 

Symmetrical Dichlorodimethyl Sulphide. Igxaz Bloch 
and Fritz Hohx ( Ber ., 1022, 55, [2J], 53 — 57). — Dichlorodimethyl 
sulphide is prepared by cautious admixture of trithioformaldchyde 
and sulphur chloride and subsequent heating of the mixture under 
reflux after the initial violent action has subsided. It is an almost 
colourless liquid, b. p. 156 — 156*5° /765 mm., or 51°/11 mm. Its 
formation appears to take place in accordance with the equation • 
(CH 2 S) 3 + 2S 2 C1 2 = C 2 H 4 C1 2 S +CS 2 + 2HC1 4-4S . It is converted by 
hot water into trithioformaldehyde and amorphous polyoxy- 
methylene, and by methyl-alcoholic potassium hydroxide or 
ammonia solution into ( ?) polyoxv methylene and s-dimethoxy- 
dimethyl sulphide, b. p. 1 52 °/7 60 mm. (cf. de Lattre, A., 1912 
i, 745). 

The formation of s-diehlorodimcthyl sulphide from trithio- 
formaldehyde brings additional confirmation of the constitution, 
qjj .3 

S\Qjj 2 .g>CH 2 , generally assigned to this compound. H. W. 

Production of Alcohols, Ketones, and the Like [Lithium 
Formate, Methyl Alcohol, Acetone, etc.]. B aims cue Amis- 
& Soda-Fabrik (Brit. Pat. 173097).— -Carbon monoxide may be 
utilised for the production of alcohols, ketones, etc., through the 
intermediate formation of lithium formate, which when heated at 
380 — 420°, preferably in a current of moist hydrogen under dimin- 
ished pressure, is decomposed with the formation of methyl alcohol, 
acetone, formaldehyde, etc., in addition to oily and empyreumatic 
substances. Lithium formate is obtained by the action of carbon 
monoxide on lithium hydroxide or carbonate in presence of water 
at a temperature of 120—250“ and a pressure of 20—70 atm. 
When absorption is complete, the solution is evaporated and the 
dry salt powdered and transferred to the decomposition plant, 
which may consist of a tube-shaped vessel with a conveyor worm, 
or of shallow pans or revolving drums heated in a bath of fused 
potassium nitrate. The residue after decomposition, consisting 
of lithium carbonate and carbon, may be utilised again for the 
production of formate/ but provision must be made, by washing 
thejgases or otherwise, for the removal of the carbon dioxide pro* 
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duced during absorption of the monoxide : Li 2 C0 3 -f H 2 0 + 2CO = 
2HC0 2 Li+C0 2 . “ • G.F.M. 

The Mode of Sudden Pyrogenic Decomposition of Acetic 
£ C id at High Temperature. (Mlle) ]5glanttne Peytral 
{Bull. Soc . chim :> 1922, [iv], 31. 113—118; cf. A., 1918, i, 1 ; 1920, 
i 217; 1921, i, 156, 166). — The sudden decomposition of acetic 
acid vapour at 1150° takes place in such a wav that the mole- 
cule is deformed as little as possible. There are three reactions of 
the first order, namely, (1) 2CH 3 *C0 2 H^-(CH 3 *C0) 2 0'f H 2 0 ; (2) 
CH 3 *C0 2 H=C0 2 1-CH 4 ; (3) 2CH.y C0 2 H — 2H 2 0 + 2CO -f C 2 H 4 ; and 
two reactions of the second order, namely, (4) C0 2 +CH 4 =C0+ 
H 2 [-H 2 0-fC; (5) C 2 H 4 =C 2 H 2 -fH 2) The importance of reaction 
(1) is greater as the velocity of flow of the acetic acid vapour is 
greater. In reaction (4), instead of the formation of free carbon, 
very condensed hydrocarbons are probably formed. W. G. 

The Mode of Pyrogenic Decomposition of Methyl Acetate 
at High Temperature. (Mlle) Eglantine Peytral (Bull. Soc. 
chim-, 1922, [iv], 31, 118—122; cf. preceding abstract). — In the 
pyrogenic decomposition of methyl acetate at high temperatures 
the two principal changes are : 

(1) CH a *C0 2 Mc— CH 3 *CH0^-H-CH0 ; 

(2) 2CH 3 *C0 2 Me = 2CH 3 *C0 2 H 4- C 2 H 4 . 

The acetaldehyde formed in reaction (1) tends to decompose, 
giving methane and carbon monoxide, and the formaldehyde gives 
hydrogen and carbon monoxide. The acetic acid formed in re- 
action (2), which is less important than reaction (1), tends to 
decompose in the manner already described (loc. ciUf). W. G. 

Carboxylic Esters as Amphoteric Electrolytes . H. v. Euler 

and Oi.of Svanberg (Z. physiol. Chem 1921, 115, 139—146). — 
Ethyl acetate acts as an amphoteric electrolyte, the constant K a 
being about 10~ 16 and Kf, about 10~ 20 . S. S. Z. 

Manufacture of Chloro-acids. Kikunae Ikeda and Shintaro 
Kodama {Jap. Pat. 37211). — By the action of sodium nitrite, solid 
or in concentrated solution, on amino-acid hydrochlorides or their 
ester hydrochlorides in the presence of hydrogen chloride, chloro- 
acids or their esters are easily produced. For example, 1 part of 
leucine or its hydrochloride is dissolved in 1 — 2 parts of the water 
layer obtained in the previous manufacture of the chloro-acid 
from leucine, and saturated with hydrogen chloride; the corre- 
sponding quantity of 30% sodium nitrite solution is gradually added 
at the ordinary temperature. Chlorohexoic acid separates as an 
oil, It is separated from the water layer, dried with sodium sulphate, 
and distilled in a vacuum. The method is applied to crude leucine, 
phenylalanine, valine, alanine, etc. Chemical Abstracts. 

Reactions between the Higher Fatty Acids and Salts of the 
Lower Fatty Acids. Arthur W. Knapp and Raymond V. Wads- 
worth (Chem. Neu'S y 1922, 124, 44 — 45). — If fihely- powdered sodium 
acetate is added to oils or melted fats, a gelatinous precipitate is 
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generally produced. Sodium propionate and sodium butyrate giy e 
similar results. Castor oil does not give a jelly. Pure glycerides do 
not give this reaction, which is due to the free fatty acids present. 
The jelly consists of soaps formed by the interaction of the salt 
and the free fatty acids. It is a reversible colloid. Sodium acetate 
is soluble in oleic acid, forming a viscous solution. When cooled 
this becomes a thick jelly. If the fatty acid is dissolved in absolute 
alcohol and the acetate added, a gelatinous precipitate of soap is 
formed almost immediately. The reaction is reversed by adding 
water. H. C. P. a 

The Preparation of Acrylic Acid and some of its Derivatives. 

J, H. N. van der Burg (Rec. frav. chim ., 1922, 41, 21 — 23; cf. 

Gaspary and Tollens, A., 1872, 814, and Moureu, A., 1893, i, 548). 

The methods of preparation used hitherto are inconvenient when 
large quantities are required or give poor yields. The acid itself 
and some of its derivatives tend to polymerise on keeping and must 
therefore be freshly prepared. The sodium salt will keep in- 
definitely, and may be used as a starting-point. It is prepared 
from ethylene glycol, which gives a 70 — S0% yield of ehlorohydrin. 
The latter is treated with sodium cyanide, the resulting nitrile 
being transformed into hvdracrylic acid. The sodium salt of the 
latter, carefully dried, gives, on distillation with sulphuric acid, 
very pure acrylic acid, and on treatment with phosphorus oxy- 
chloride, the chloride of the acid. H. J, E. 

Two New Ammonium Molybdomalates. E. Darmojs 
{Compt. rend., 1922, 174, 294 — 296; cf. A., 1920, ii, 575; 1921, 
i, 539). — -From a study of the optical activity of solutions of different 
proportions of molybdic acid, malic acid, and ammonia, the exist- 
ence of two lajvorotatory compounds having the compositions 
Mo0 3 ,2C 4 H 6 0 5 ,2NH 3 and Mo0 3 ,2C 4 H 6 0 5 ,4NH 3 , respectively, has 
been proved and these two compounds and the corresponding 
sodium and potassium salts have been isolated. W. G. 

Equilibrium in Solution of the Desmotropic-Isomeric 
Diacetylsuccinic Esters and its Colorimetric Estimation. 

L. Knorr an.d H, P. Kaufmanx ( Ber 1922, 55, [B], 232—248).- 
Ethyl diacetylsuccinatc has been isolated in two diketonic forms, 
namely, (3-ester, m. p. 89°, y-ester (formerly oc 3 -ester), m. p. 30°, 
one dienolic form, a-esler (formerly a 4 -ester), and two keto-enolic 
forms, a [3- ester (formerly cq- ester), a liquid and a 2 (3 -ester (formerly 
o^-ester), m. p. 20 c . The equilibrium in solution in various solvents 
and the rate of transformation of the isomerides have been measured 
at 30° with the aid of the deeply -coloured enolic iron salts according 
to the method of Wislicenus (cf. also Knorr and Schubert, A., 
1911, i, 948). In methyl and ethyl alcohols, acetone, and chloro- 
form, the rate of enolisation of the 3-ester at 30° diminishes with 
decreasing dielectric constant of the solvent ; in hexane, ether, or 
benzene, the change takes place too slowly to permit its measure- 
ment, The influence 'of temperature on the velocity of transform- 
ation and the relative proportions in the equilibrium mixtures has 
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been examined, mainly by comparison of the data obtained at 30° 
and at the boiling points of the solutions . The velocity of enolisation 
jgfound to increase with increasing temperature, but the composition 
of the equilibrium mixture is approximately constant. In Nj 5, 
$1 10, and N /20 solution, the concentration of the [3-ester is without 
influence on the velocity of transformation or the composition of 
the equilibrium mixture. The influence of the dielectric constant 
of the solvent on the composition of the equilibrium mixture could 
not be elucidated definitely. 

Examination of the equilibrium in hexane and ether led to the 
observation of an unexpectedly high enolic content, indicating the 
possible presence of the dienol, m. p. 45°. This is shown by 
mechanical separation of the products to be actually the case, 
The presence of this ester in molten mixtures or in dissolved 
equilibrium mixtures has not been established previously. 

The iron salt of ethyl a-diacetylsuccinate is obtained when a 
solution of the (3-ester in absolute alcohol is treated successively 
with an alcoholic solution of sodium ethoxide and an ethereal 
solution of ferric chloride; it is a brown powder. The analysed 
product, however, appears to be basic in character. The salt, 
FeCl2'0*CMe]€(C0 2 Et) , C(C0 2 Et)!CMe-0 , reCl 2 , a voluminous, un- 
stable, violet- black powder, is prepared by agitating the brown 
salt with a solution of ferric chloride in anhydrous ether, 

H. W. 

New Method of Preparing Gluconic Acid. Arthur R. 
Jang and Dinshaw Rattclnji Naxji (,/. Soc. Chem. Ind ., 1922, 
41, 28 — 29t ; cf. Herzfeld and Lenart, A., 1920, i, 143). — A slow, 
well-regulated current of chlorine (about one bubble per second) 
is passed through a solution of dextrose (20%) containing 0-025% 
of cobalt nitrate as catalyst and a quantity of calcium bromide 
corresponding in potential bromine content with 20% of the bromine 
used by Herzfeld and Lenart (lac. cit.). The temperature is main- 
tained at 45 — 50°, and care is taken that this limit is not exceeded, 
otherwise the hypobromous acid may be converted into bromate. 
As the reaction proceeds, there is a constant accumulation of 
halogen acids, and to avoid their retarding action calcium carbonate 
is added from time to time. The reaction is complete in about 
four hours. The final solution when reaction has proceeded normally 
contains calcium gluconate, calcium chloride, and calcium bromide, 
and when concentrated appropriately deposits the former in the 
course of a few days, the yield being about 1)0% of that theoretically 
possible. 

The use of calcium bromide and chlorine is preferable to that of 
bromine, since the latter acts more efficiently in the nascent state, 
and there is no loss of bromine by volatilisation under the correct 
experimental conditions. II. W. 

Colophenic Acid. Ossian Aschan (Bo\. 1922, 55. [R], 1—3; 
i k 1} author is unable to share Fahrioivs view 

of the identity of colophenic acid with oxvalnetic acid prepared by 
toe autoxidation of colophony (A., 1907, i, 329; 1921, i, 792) 
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and points out that it is not possible for FahrioiTs product to be 
homogeneous. 

Colophenic acid is an excellent material for the preparation of 
varnishes. H. W. 

Sulphiformin (Methanalsulphurous Acid). Philippe Mal- 
vezin (Ind. chimique, 1921, 8, 311 — 314; from Chem . Zentr ., 192l ? 
iii } 1118). — Sulphiformin, obtained by the distillation of form- 
aldehyde in the presence of sulphur dioxide, has the formula 
0H'CH 2 *0*S0*0H. It reduces Millon’s reagent, and gives a 
violet coloration and precipitate with magenta solution. It 
decomposes readily, giving sulphur dioxide and formic acid. With 
aniline alone, a yellow dye is formed; in the presence of hydros 
chloric acid a red caoutchouc-like mass is formed ; in the presence 
of acetic acid, a dye is obtained which is yellowish-green in the 
cold and orange-red on warming. Sulphiformin has antiseptic 
properties. G. W. R. 

Laboratory Preparation of Acetaldehyde. Chester E, 
Adams and Roger J. Williams (J. Amer. Chem. Soc., 1921, 43, 
2420 — 2421), — In the preparation of acetaldehyde by the oxidation 
of ethyl alcohol with sodium dichromatc the yield is practically 
doubled if the mixture is stirred vigorously to disengage the acet- 
aldehyde as fast as it is formed. The best proportions to use are 
200 grams of sodium dichromatc for 100 grams of alcohol. 

W. G. 

Production of Butaldehyde and Butyric Acid therefrom. 

Matthew Atkinson’ Adam and David Alliston Legg (Brit. 
Pat. 173004). — Butaldehyde is obtained by the dehydrogenation 
of n- butyl alcohol by passing it in a state of vapour over a fused 
copper oxide catalyst heated at 280 — 320°, and fractionally dis- 
tilling the product. About 75% conversion is obtainable by one 
passage over the catalyst at a good speed ; for example, 240 c.c. 
per hour using a {-inch copper tube packed for 26 inches of 
its length with the catalyst. Butyric acid is prepared from the 
liquid aldehyde by adding a small proportion of an oxygen- carrying 
catalyst, for example, manganese butyrate, and introducing air or 
oxygen at either ordinary or higher pressures, with suitable cooling 
to maintain the liquid below the boiling point of the aldehyde. 

G. F. M. 

The Mode of Pyrogenic Decomposition of Acetone at High 
Temperature. (Mlle) Eglantine Peytral (Bull. Boo. chim., 
1922, [iv], 31, 122 — 124; cf. this vol., i, 219). — The sudden pyro- 
genic decomposition of acetone at high temperatures consists almost 
exclusively of a simple scission of the molecule into keten, CH 2 '00, 
and methane, The keten then decomposes, giving carbon monoxide 
and ethylene. W. G. 

Monosulphates of Dextrose and Sucrose. III. Carl Keu- 
berg and Ludwig L&bermann {Biockenu Z ., 1921, 121, 326 — 
332). — By the action of chlorosulphonic acid in pure chloroform 
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a t —10° on a pyridine solution of dextrose or sucrose, the mono* 
sulphates of these carbohydrates are obtained and can be isolated 
a3 the calcium salts, which arc amorphous. The calcium salt from 
sucrose sulphate has [ot] D -f48 , 0, that from dextrose sulphate 
fa'L'f 44*43. Lactose reacts similarly, but no details are given. 

L H. K. 

The Action of Ozone on Pure Solutions of Dextrose, Laevu- 
lose, and Sucrose. 0, W. Schonebaum (Bee, trav. chirn ., 1922, 
41 44—48). — Various workers in this field have obtained results 
which are mutually contradictory. The author finds that dextrose, 
lsevulose, and sucrose in alkaline solution arc decomposed quanti- 
tatively when ozonised, the products being carbon dioxide and 
water. Formic acid is obtained as an intermediate product. The 
reaction takes a considerable time, and, for this reason, various 
technical applications are suggested. H. J. E. 

New Observations on the Chemistry of the Sugars. II. 

H. Kiuani (Ber, } 1922, 55, [£], 75—101; cf. A., 1921, i, 304). — ■ 
Further experience of the oxidation of sugars and polyhydroxy- 
acids by nitric acid at the atmospheric temperature has emphasised 
the necessity of excluding air during the process. This is effected 
conveniently by performing the operation in Erlemneyer flasks 
provided with ground-glass stoppers and inserting at one point 
between the neck and the stopper a small plug of long-fibred glass 
wool. It is now recognised that the oxidation may lead to the 
production of a-keto- acids, the predominance of aldehydic or 
ketonic product appearing to depend on the configuration of the 
original material. 

Attempts to replace the use of bromine and sodium hydroxide 
by that of a filtered solution of bleaching powder in the oxidation 
of the primary alcoholic to the aldehydic group in the sugars have 
not been quite satisfactory, possibly owing to deficient alkalinity 
of the solution. 

Action of Nitric Acid on Dextrose and d -Gluconic Acid , — The 
product of the oxidation is, in all probability, x-kctogluconic acid, 
0H*CH 2 ’[CH(OH)] 3 'CO’CO 2 H ; the acid is unstable when preserved 
at the atmospheric temperature, and evolves carbon dioxide when 
its aqueous solution is boiled. After successive addition of hydro- 
cyanic acid and hydrolysis, a dibasic acid is produced which 
evolves carbon dioxide more freely than the parent acid ; inability 
to effect the completion of the latter change lias prevented its 
definite characterisation as a substituted malonic acid. 

Preparation of Bhamnonic Acid . — The acid is prepared more 
conveniently by the older bromine method than by tbe new 
oxidation process. It is emphasised that the oxidation of aldoses 
by bromine is never quantitative and that with freely soluble 
acids and lactones it is advisable to boil the solution of the acid 
(which has been freed from hydro bromic aqid) with chalk for at 
least three-quarters of an hour ; the solution is evaporated to 
small bulk and the calcium salt is precipitated with alcohol and 

i * 2 
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decomposed subsequently with oxalic acid. Contrary to the 
statements of the literature, pure rhamnolactone does not reduce 
alkaline copper solutions. 

Action of Nitric Acid on Rhamnonic Acid and Rkamnose . — The 
oxidation of either substance at the atmospheric temperature gives 
the lactone of OL-ketorhamnonic acid in good yield. The product has 
m. p. (indefinite) 188° (decomp.) after becoming discoloured at 
168°, [a] 0 — 25'2°. The solubility in water is about 1 part in 
20 parts at 20° . It gives a ^nitrophenylhydrazone, C 12 H 13 O 6 N 3} H 2 0 3 
long, yellow needles, m. p. 150° after softening and darkening 
above 130°. It retains the terminal methyl group of rhamnonic 
acid, since it is not oxidised by bromine water and yields acetic 
acid when treated with an aqueous suspension of silver oxide. 
The presence of the ketonic group in the a-position is deduced from 
the ability of the keto- lactone to evolve carbon dioxide from its 
boiling aqueous solution and the greater readiness with which 
the gas is evolved from the hydrolysed cyanohydrin of the keto* 
lactone. 

Oxidation of a - Galaheptonic Add by Nitric Acid. — i-Manno- 
hepturonic lactone (from d-galactose), m. p. 205 — 206° (decomp.} 
after becoming discoloured at about 190°, is obtained in good 
yield from a-galaheptonic acid ; the aldehydic nature of the product 
has been established. 


Configuration of Digitoxone and Digitoxosccarboxylic Acid. — Digit* 
HO'C'O oxose, CH 3 , [CH(OH)] 3 , OH 2 ’CHO, is oxidised by nitric 

t ’ acid to a dihydroxyglutaric acid and mew-tartaric acid, 

i thus* showing that the hydroxyl groups, 3 and 4, are 

HOC'H in the meso-position to one another. Since the lactone 

HO*C*H of digitoxonic acid has been shown previously to be 

CH*OH l®vorotatory, the annexed configuration can be assigned 
' to digitoxonic acid on the basis of Hudson’s rule, 

^^3 On the other hand, the proof of the meso-position 

of the 3- and 4-hydroxyl groups of digitoxonic acid can now he 
Me*CH*OH ^tended. The well-crystallised lactone of digitoxose- 
H ' OH carboxylic acid is laevorotatory ([a] 0 — 13*67°), as is 
V* u also the phenylhydrazide of digitoxosccarboxylic acid 
H*C*OH (groups of needles, m. p. 145 — 148°, [a]^ —37*7°). 


OH 2 In consequence, the newly-formed hydroxyl group in 
H*C*OH the production of cyanohydrin must be to the left 
CO H an< t digitoxosccarboxylic acid receives the annexed 
2 configurat ion , in which the configuration of the 6-CH*0H 

remains unclucidatcd. 


Formation of Digilalonic Acid from Digitalosc (cf. A., 1916, i, 493). 

— Digital onic acid gives a well- crystallised, laevorotatory lactone, 
and must therefore contain a hydroxyl group attached to carbon 
atom 4. The methoxyl group cannot be in position 5, since the 
acid does not give pure trihydroxyglutaric acid when oxidised by 
nitric acid. It must therefore have the latter group in position 
3 or 2. The former « possibility is discounted by the apparent 
inability of digitalosc to yield an osazone. Since the phenyl- 
hydrazide of digitalonic acid is laevorotatory ([a] D about —16°) 
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OH OMe 

the configuration CH a *CH(OH)*C 'CH(0H)*0 *C0 2 H may be assigned 
H H 

to the parent acid. 

Salts of Trihydroxyadipic Acid ( from Mdasacckarin ).— The 
following salts are described, generally with particular reference 
to their solubility in water: calcium, strontium (+4H 2 0), mag- 
nesium (+3H„0), barium, potassium, C fi H 8 0 7 K 2 ,H,,0, silver, 
cadmium (+2H 2 0), quinine. The behaviour of the calcium and 
quinine salts of J-trihydroxyglutaric acid is described in detail. 
The cadmium, barium, and calcium salts of x-galaheptanepentol- 
dicarboxylic acid have been further investigated. 

The crystallisation of d-galactonic acid is readily effected by 
evaporation of solutions of the acid (from the calcium salt and 
oxalic acid) in an open dish and subsequent treatment of the paste 
obtained in this manner with alcohol under conditions which are 
specified in detail in the original. 

The preparation of the galaheptonic acid from rf-galactone is 
described in detail, the process depending on a modification of 
Fischer’s phenylhydrazide method. 

The production of i-mannonic and ^gluconic acids from arabinose 
has been investigated further. Under conditions which are fully 
described, the cyanohydrin synthesis leads to the crystallisation 
of fmannonamide, which is smoothly converted into* f-mannonie 
acid by boiling barium hydroxide" solution. The isolation of 
f-gluconic acid from the mother- liquors is conveniently effected 
by means of the brucine salt. “ H. W. 

The Partial Replacement of the Acid Groups in {3-Penta- 
acetylglucose. Percy Brigl ( Z . physiol Chem 1921, 116, 
1 — 52). — The following compounds have been prepared : 

x-Ghforo-ye&riacetyl-fi-trichloroacctylghicose from fi-penta-acetyl- 
glucose and phosphorus pentaehloride. forms long, white needles, 
m. p. 142°, [a]]f 4-2*95° in benzene. The position of the chlorine 
atoms was ascertained by various forms of saponification. 
Mr TetracetyUoL-trichloroacetylglucosc from £ -pen t a - acet ylglucose , tri- 
chloroacetyl chloride, and phosphorus oxychloride, forms dense 
needles, m. p. 131°, [at]" 4" 04*6°. T et raretyl- ^-trickloroacctyl- 

glmise, by treating the tctrachloro-substancc with anhydrous 
zinc chloride and acetic ‘anhydride. A mixture of two isomerides 
obtained has m. p. 110 — 112°. The x-isomeride forms long, fine 
needles, in. p. 120°, [a]j? 4-101*5°; the fJ-isomeride forms needles, 
m * P- [ocJ'V 5 4-28*85°. x-CMoro-y<£-friacdyl$-monockIaro- 
acetylglucose, by reduction of tetrachlorine compound, needles, 
m * P‘ t a ’CMoro-yt^triaentylglkcosc, from the tetracbloro- 
compound with an ethereal solution of ammonia, crystallises in 
o *?'. P* ^ exhibits multirotation, the initial [*]}? 

t-oO rising to 4-151'5°. a -Chioro-y€(-iriacdylghicose-$-chloro- 

todphinite, QAc>CH 2 -CH(0Ae)‘CH<^ H(QAo), ^^ SQC1 , by treat- 
^ the last compound with thionyl chloride, has m. p. 103° (approx.). 



I 226 


ABSTRACTS OP CHEMICAL PAPERS. 


%$-Dichloro-yt(-tnacdylglucose, from triacetylchloroglucose with 
phosphorus pentachloride, crystallises in platelets, m. p. 83° f 
L«]u +65*6°. Triacetylglucal from triacetyldichloroglucose, by 
treatment with zinc dust. Acetobromoglucose was also converted 
into acetochloroglucose with mercuric chloride. S. S. Z. 

The Synthesis of Disaccharides containing Sulphur and 
Selenium by combining two Dextrose Residues in the (& 
position. Some New Derivatives of £-Bromoglucose. Fritz 
Wrede (Z. physiol. Chem., 1021, 115, 284—304). — The following 
compounds have been prepared : Acetodibromoglucose from penta- 
acetyl glucose, [a]U -t 1841° in ethyl acetate. Meihylglucoside- 
(- bromokydrin triacetate, [a]* —7*78° in ethyl acetate, from the 
last compound. Tr iace tyl-e tkylgl u cosi de-(-b romohydri n from aceto- 
dibromoglucose and ethyl alcohol in the presence of dry silver 
carbonate, crystallises from methyl alcohol in compact needles, 
m. p. 154° (uncorr.) : [x]5 11-78° in ethyl acetate. fi-Tetra-acetyi 

(-bromoglucose, by heating acetodibromoglucose with acetic 
anhydride and sodium acetate at 100°, melts at 127° (corr.). The 
a-/om, produced at the same time, crystallises from methyl alcohol 
in fine, white needles, m. p. 17 1°, [a]|f f 107-2° in ethyl acetate. 
Dirnethylglucoside of bisglucosyl 1-sulphide hexa-aedate, from 
triacetylmethylghicoside-^bromohydrin and alcoholic potassium 
sulphide by heating in a sealed tube, crystallises in white needles, 
m. p. 168°, [a]*, —10*51° in ethyl acetate. Dirnethylglucoside of 
bisglucosyl (-sulphide, from the hexa-acetate by treating it 
with absolute methyl alcohol and ammonia in the cold, crystallises 
in dense masses, m. p. 188°, [ x]^ 4-6*53° in water. Bisglucosyl 
(-sulphide, hv heating the last compound with 5% sulphuric acid 
in a sealed tube, sinters at approximately 135° and liquefies at 
approximately 150°, [x]” 4-80-9° in water. Octa-acdyl-bk- 
glucosyl (-sulphide, by acetylating the last compound, crystallises 
in nodules, m. p. 103°, 4-56-2° in ethyl acetate. Dimethyl 

glucoside of bisglucosyl (-sdenide hexa-acetate, prepared in the 
same way as the sulphide, crystallises in long, white needles, 
m. p. 179 — 180°. Dirnethylglucoside of bisglucosyl (sdenide, 
prepared in the same way as the sulphide, crystallises from 90° 0 
alcohol in dense aggregates, m. p. 138°, [x]',f -f 14*59° in water. 
Bisglucosyl (-sdenide. by hydrolysis from the glucoside, sinters 
at approximately 160° , decomposes at approximately 200°, 
[«y,t 4-69-5° in water. Octa-acetyl-h isglu cosyl (-sdenide, by 
acetylating the selenicle with acetic anhydride, crystallises from 
ether and light petroleum in nodules, m. p. 150—155°, H 
4-40° (approx.). Dimeihylglucoside of bisglucosyl (-diselenide hew- 
acetate , by treatment of acctyI-methvIglucoside-£*bromohydrin 
with an alcoholic solution of potassium diselenide, has m, p. 
148°, [a] 1 ,; 4-49-74° in ethyl acetate. Dirnethylglucoside of bis- 
glucosyl (-diselenide, by treatment with methyl alcohol solution 
and gaseous ammonia, crystallises from 98% alcohol in dense 
needles, m. p. 96—97°, [«]it 4-75-65° in water. Bisghmyl 
(- diselenide , by hydrolysis of the methyl glucoside, decomposes at 
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approximately 125°, [a] It +145*6° in water. Octa-acetyl-bis- 
glucosyl (-di$elenide t by acetylation of the last compound with 
acetic anhydride, forms small crystals which sintered at 175—179°. 

s. s. z. 

Unsaturated Reduction Products of the Sugars and their 
Transformations. III. 2-Deoxyglucose (Glucodesose). Max 

Beegmann, Herbert Schott e, and Wolfgang Lechinsky (Ber. f 
1922, 55, [B], 158— 172; ef. A., 1921, i, 307, 648).— With the 
object of obtaining a derivative of dextrose so modified that a 
hydroxyl group is not present in position 2, glueal (A,, 1913, i, 445; 
1914, i, 252 ; 1920, i, 420) has been converted by dilute acid into 
9-deoxyglucose, OH-CH«CH 2 *CH(OH)«CH*OH(OH)-CH,-OH, which 
1 O 1 

has only been isolated previously in the form of its phenylbenzyl- 
hydrazone. In connexion with this substance, it is proposed to 
define a simple sugar as an aldehyde-alcohol or keto- alcohol with 
an open carbon chain and one or more hydroxyl groups, of which 
at least one is in the direct neighbourhood of the carbonyl radicle ; 
deoxyglucose and Kiliani's digitoxose are therefore not within 
the class. It is also proposed to establish a nomenclature for the 
2-deoxy- sugars by inserting the syllable “ dcs 5 5 between the name 
of the sugar from which they are derived and the characteristic 
ending of all sugars l ’ ose 33 ; thus 2-deoxyglucose is termed 
“ glucodesose 

2- Deoxyglucose is prepared by hydrolysing triacetylglucal by 
means of methyl-alcoholic ammonia to glueal and treatment of 
the latter with 2A r -sulphurie acid at 0 3 . Alternatively, triacetyl- 
glucal is treated directly with 2 A" -sulphuric acid at 10 — 15° and 
the deoxyglucose is converted into its phenylbenzylhydrazone, 
m. p. 158 — 159°, from which it is regenerated by treatment with 
hcnzaldchyde containing 10% of benzoic acid. The first method 
is preferred. 2-Deoxygiucose is a white, anhydrous powdeT, 
in. p. 148° (corr.), to a turbid liquid which decomposes at about 
155°, [a]!? +46'59° in water, + 17*56° in pyridine. It does not 
appear to be mutarotatory in aqueous solution, although it has 
been isolated in two forms with differing specific rotation (details 
will be given later). It behaves in the same manner as dextrose 
towards Fehling’s solution, alkaline silver solution, and magenta- 
sulphurous acid. It gives a yellow coloration with warm alkali 
hydroxides. It is very readily decomposed by not too dilute 
acid, with separation of greyish -green or darker amorphous sub- 
stances; the reaction may be used for the detection of deoxy- 
glucose and for distinguishing it from the true sugars. A pine 
shaving dipped into a solution of deoxyglucose and then exposed 
to hydrogen chloride becomes intensely green (these reactions are 
also shown by Kiliani’s digitoxose). Dcoxygluco^ phenylmdhyl- 
hydrazone crystallises in colourless needles or prisms, m. p. 157 — 
158° (corr.), decomp, about 195°; the corresponding p -nitrophenyl- 
hydrazone forms small, canary-yellow prisms, m. p. 190—191° 
(corr., decomp,). Deoxyglucose could not be fermented by a 
number of varieties of yeast. 
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Deoxyglucose is distinguished by the extreme ease with which 
it is converted into glucosido-derivativcs by acids m the presence 
of alcohols. Small amounts of acetic acid cause the production 
of glucoside in a short time at 100°, whilst with methyl alcohol 
containing 0-25—1% of hydrogen chloride the formation of the 
methylglucoside is complete in less than hiteen minutes at the 
atmospheric temperature. The product has m. p. 91 9 after 

softening at 87°, [«]?, +137-8° in aqueous solution, whereas the 
isomeridc described previously has m. p. 12- 123 , l?J» ”*• 

The difference in the specific rotation (186°) is approximately the 
same as that between *- and p-methylglucosides (189 ). Since 
in all probability the two mcthyldeoxyglucosides are similarly 
related to one another and contain the oxygen bridge between 
the 1 and 4 carbon atoms, it is proposed to designate the first- 
named substance a- 2 -deoxymethylglucoside [a-methylglucodesosidc 
and the latter 6 - 2 -deoxymcthylglucoside. The sensitiveness of 
the two substances towards acidic hydrolysing agents is similar, 
and closely resembles that of yinetliylglucoside. Fission of the 
glucoside appears to be facilitated by the absence of the hydroxyl 
group from position 2. oc- 2 -l>eoxymethylglucoside, like the 

B-isomeridc, is not affected by yeast or emulsin. 

Glucodesose tetrabmzoale is prepared by the action of benzoyl 
chloride on glucodesose in the presence of pyridine and chloroform; 
it crystallises in rectangular plates or short, broad prisms. The 
preparation, m. p. 136-145°, appears to be a mixture of momenta. 


The Constitution and Configuration of the Anhydro-sugars, 

P. Karrer and At.ex. P. Smirxov (Helv. Chm Acta, ml, 5, 

]24 128). Triacetyl-tevoglucosan is converted by liquid hydrogen 

bromide at the atmospheric temperature in the course of a fen- 
days into acctodibromoglucose (A., 1912, b 239), thus confirmmg 
the constitution assigned to lsevoglucosan by Pictet (A., 19-0, , 
819) The reaction is effected more advantageously by the use oj 
phosphorus pentabromide, and, in this form, is the readiest and 
best method of preparing acctodibromoglucose. Assuming that a 
displacement- of the oxygen bridge and of an acetyl residue does 
not occur during the change (which is very improbable by reason 
of the relative stability of 1,-evoglucosan and the non-convertibilm 
of penta acetylgluco.se into acctodibromoglucose by means tit 
phosphorus pentabromide), the annexed 
configuration can be assigned to lsevo- 
glueosan. Anhydroglucose has the con- 
,CH 2 figuration I, in which the disposition of 
the hydrogen and hydroxyl attached to 
the a-earbon atom is undecided, 
formula accounts for the unusual stability 
ie compound, since it is composed of two five-membere 
rings and shows further that anhydro-compounds are only to 
expected from sugars 4 Inch have the y- and 8-hydroxygroups on 
opposite sides of the carbon chain. 
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1921, i, 765) arc represented by 
formula II, in which the con- 
figuration at the x-carbon atoms 
i remains undetermined. 

The dilactones of the saccharic 
acids must have a configuration 
similar to that of anhydroglucose. 
The dilactone of mannosaccharic 
acid and the diacetyl derivative 
of saccharic acid dilactone are 


vi uiiauiUIU? a. 

therefore represented by the formulae III and IV. H. W. 


Polysaccharides. XIII. Inulin and the Alkali Hydroxide 
Compounds of the Anhydro-sugars. P. K artier, Max Statjb, 
and A. Walti ( Helv . Ckim. Ada , 1922, 5, 129—139; cf. this vol., 
i, 11).— It has been shown previously (A., 1921, j, 765) that poly- 
meric anhydro-sugars form additive compounds with sodium 
hydroxide of the type (C 12 H 20 O J0 ,XaOHh, which are dissociated 
more or less readily by water. It is now shown that these com- 
pounds can be prepared conveniently by precipitating them from 
their solutions in sodium hydroxide (8 — 10° 0 ) by alcohol and wash- 
ing the precipitates thoroughly with alcohol (96%). The use of 
absolute alcohol does not generally effect the complete removal 
of absorbed sodium hydroxide. The compounds of x-diamylose, 
a-tetra-amylose, p-hexa-amylose, and x-octa-amylose with potass- 
ium hydroxide have been prepared in a similar manner and con- 
form to the. type (C 13 H 20 O 10 ,K()H) / . Inulin sodium hydroxide, 
(C 6 II 10 O 5 ,NaOH)^, is prepared by dissolving inulin in sodium 
hydroxide solution (8%) and adding the product to a large volume of 
alcohol, and is purified by re-solution in a little water and re-pre- 
cipitation by alcohol. Inulin potassium hydroxide, (C 6 H 10 O 5 ,KOH) z , 
is more readily dissociated than the corresponding sodium compound, 
and is prepared from solution containing 15% or more of potassium 
hydroxide. The isolation of these compounds brings additional 
evidence in favour of the view that inulin is a polymeric form of 
anhydro -fructose. Further confirmation is found in the behaviour 
of inulin towards fission with acetyl bromide under conditions 
which cause only slight disintegration of disaccharidcs such as 
maltose; the only compound obtained was fructose, although the 
action was carried out at 0° to +5°, and for only such time as was 
necessary to effect the solution of the inulin. ‘ H. W. 
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Speed of Reaction in Concentrated Solutions and the 
Mechanism of the Inversion of Sucrose. George Scatchard 
(J. Amer. Chem. Soc ., 1921, 43, 2387— 2400).— A theoretical paper 
in which a method is outlined for calculating the activity of water 
in sucrose solutions of any concentration at temperatures near 
the ordinary temperature. The method is also extended to solu- 
tions containing a small amount of another solute, such as sulphuric 
acid. A formula for the speed of the reaction in solution in terms 
of the activities of the reacting substances is developed, and it is 
suggested as the most logical formula for solutions. By the 
application of this formula to the inversion of sucrose, it is shown 
that the available data indicate that the reaction is of the sixth 
order with respect to water. The results are interpreted as indi- 
cating the existence of a hexahydrate of sucrose. The effect of 
the addition of sucrose in increasing the activity of the hydrogen 
ion is explained as being very largely due to an increase in the 
molar fraction of hydrogen ions without any large change in the 
actual degree of ionisation. Precautions, necessary in calculating 
the catalytic euect of the non-ionised portion of the acid by the 
customary method, are pointed out. J. F. S. 

Hydration of Sucrose in Water Solution as Calculated from 
Vapour Pressure Measurements. George Scatchard ( J , 
Amer. Chem. 8oe.., 1921, 43, 240(^—2418; cf. preceding abstract).— 
The average degree of hydration of sucrose in water solution at 
0° and 30° is calculated from the vapour pressures of sucrose solu- 
tions. The hypothesis is advanced that sucrose solutions are 
equilibrium mixtures of water, unhydrated sucrose, and a single 
hydrate of sucrose, and that the relative quantities of these sub- 
stances are determined by the law’ of mass action. This hypothesis 
is tested by comparison of the experimental results with those 
calculated from the law’ of mass action. The agreement is fair for 
either a hexahydrate or a heptahvdratc. The hypothesis is further 
tested by a comparison of the activity of the sucrose calculated 
from its degree of hydration and that calculated by the I)uhem- 
Margules equation. The results confirm those obtained by the use 
of the law of mass action method. The present results are in 
keeping with those obtained from the inversion of sucrose ( loc . cit.). 

J. F. 8. 

Preservation of Starch Solution. Xaotsuka Kan 6 ( J . Chem. 
Soc. Japan, 1921, 42, 974—975). — Starch solution (50 c.c.) for 
use as an indicator in iodometrv can be preserved for more than 
eight months by the addition of 0‘5 c.c. of 2A 7 -hvdrochloric acid, 
or of a drop of carbon disulphide. K. K. 

The Constitution of Polysaccharides. J. J. Lynst Zwikker 
(Rec. trav. chim ., 1922, 41, 49 — 53). — On the assumption that the 
polysaccharide molecule may be regarded as formed from a small 
number of hexose molecules, each of which consists of a straight 
chain of carbon atoms, \he author shows that a regular tetrahedron 
and a triangular prism, each bounded by such a straight chain 
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lying along the junction of each pair of sides, gives a structural 
formula which is in accordance with the properties of cellulose 
and starch respectively. Such a structure involves the homo- 
geneous filling of space, and is consistent with the opinion that 
the polysaccharide molecule is not built up of long chains of sugar 
molecules. H. J. E. 

The Composition of Agar. M. Samec and V. Ssajevic 
(Compt. rend., 1921, 173, 1474 — 1475). — Evidence is given in support 
of the view that agar is a sulphuric ester of gelose in much the 
same way as amylopectin is a phosphoric ester of the amyloses. 
A gram-atom of sulphur in the gelose ester corresponds with 
9320 grams of organic matter. The great viscosity of agar is prob- 
ably due to its relatively high content of the S0 4 " ion. W. G. 

Alkali-cellulose and the Structure of Cellulose. P. Kakrek 
(Cellulosechemie, 1921, 2, 125 — 128). — The experimental results of 
Gladstone are confirmed, namely, that the product of the action 
of strong sodium hydroxide solution on cellulose, after complete 
washing with alcohol, has a constant composition corresponding 
with the formula C 12 H 20 O 10 ,NaOH. This is regarded as a definite 
additive compound, which is hydrolysed by water, so that the 
products obtained with dilute sodium hydroxide are the results 
of equilibria. Alkali- cellulose t lierefore falls into line with analogous 
compounds obtained with starch, inulin, and the various poly- 
merizes of anhydro-maltose classed as amyloses. All these com- 
bine with sodium hydroxide in the same proportions, regardless 
of the degree of polymerisation. Cellulose is a polymeride of 
cellobiose anhydride, and it is probable from analogies based on 
the heats of combustion and the Rontgen spectrum (cf. A., 1921, i, 
310, 397, 771) that the degree of polymerisation is not*liigh. It is 
suggested that the cellulose formula may be written (C 12 H 200 10 ) 2 
and that the polymerisation of the anhydro-sugar takes place 
through subsidiary valencies without the rupture of the oxygen 
bridges. The cellulose fibre- substance has a configuration analogous 
to a crystal structure with nuclei of these dimeride molecules in 
co-ordinated arrangements. The molecules are held together in 
the crystal by other valency forces of unusual strength, and this 
strong cohesion accounts for the properties hitherto attributed to 
a highly polymerised molecule. The tendency is for the cellulose 
matter to concentrate its mass into the smallest possible volume 
and to assume a co-ordinated arrangement of its molecules. 

J. F. B. 

A New Degradation of Cellulose ; Conversion of Cellulose 
into a Biose Anhydride. P. Karr K a [Ber.. 1922. 55, [B], 
153 — 156). — A reply to the criticisms of Hess (this vol., i, 12). 
The conversion of amylosc by acetyl bromide into acetylbromo- 
maltose is “quantitative” in the sense that the same* yield of 
this substance is obtained from maltose, aniylose, or starch. The 
process of the depolymerisation of starch does not appear to be 
involved in this matter. H. W, 
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Saccharification of Cellulose. A. Wohl and H. Krull 
{Celhlosechemie, 1921, 1 — 7). — When cellulose is moistened with 
3 parts of water, cooled with ice, saturated with hydrogen chloride, 
kept for five hours at 20°, the acid removed by evaporation in a 
vacuum at temperatures up to 70°, the residue dissolved in water 
to form a 10% solution containing 1% of hydrogen chloride and 
boiled for eight hours, 97% of the theoretical quantity of reducing 
sugars is obtained and can be estimated by cupric reduction.. The 
process may be applied to the estimation of cellulose. In view of 
discrepancies in the yields of alcohol obtained by fermentation of the 
reducing sugars from pine wood and from pure cellulose respec- 
tively, it is probable that the hydrolysis of the cellulose in the 
former is impeded by incrusting substances which cannot be 
removed bv preliminary treatment, whilst prolonged action of the 
acid leads to the formation of non -fermentable reversion products 
in relatively large quantity. Chemical Abstracts. 

Viscosity of some Cellulose Acetate Solutions. Guy Barr 
and L. L. Bikcumshaw (Trans. Faraday Soc., 1921, 16, Appendix, 
72 — 75). — The viscosity and density of 5% solutions of cellulose 
acetate have been determined in acetone and mixtures of acetone 
and water, benzene, and ethyl alcohol respectively. The second 
solvent was added in all concentrations up to the point where 
cellulose acetate was precipitated. The viscosity-concentration (of 
second solvent) curves are markedly different. Benzene causes a 
progressive increase in the viscosity with increase in the concen- 
tration, whereas water and ethyl alcohol give an initial rapid fall 
in viscosity, which in the case of water reaches a minimum and 
then rises fairly rapidly but with alcohol remains fairly constant 
at the minimum value. J- F. S. 

Syntheses with Chloroacetyl Chloride. W. Leigh Barnett 
(J. Soc. Chem. Ind., 1921, 40. 28fi; cf. A., 1921, i, 847).— -Examina- 
tion of the gases evolved during the reaction between chloroacetyl 
chloride and cellulose showed that hydrogen chloride alone is 
formed in the absence of water, but on treating the acetic acid 
solution of the cellulose esters with water, large quantities of 
formic acid are produced. The author concludes that the' reaction 
proceeds in four distinct stages, and has succeeded in preparing 
compounds corresponding with all these stages in the case of 
glycerol. W. P. S. 

The Elimination of Furfuraldehyde from Oxycelluloses. 
The Solubility in Alkali and the Reduction Capacity of 
Oxycelluloses. Carl G. Schwalbe and Ernst Becker (Ze. ttstoff 
u. Papier , 1921, 1, 100—103; 135— 139).— The yield of furfur- 
aldehyde on treatment with barium hydroxide is not a characteristic 
property of oxycelluloses, and there are marked differences in 
their copper number, acidity, and resistance to alkali. The values 
obtained indicate the existence of two classes of oxycelluloses, in 
which the predominating character is acidic and aldehydic respec- 
tively, whilst the former character is almost completely lacking 



ORGANIC CHEMISTRY. 


i. 233 


in the hydrocelluloses. Denitrated wood pulp and denitrated 
nitro-silk (Chardonnet silk) have the chemical character of the 
oxycelluloses and the hydro celluloses respectively. 

Chemical Abstracts. 

physico-chemical Characterisation of Lignin from Winter 
Rye Straw. Ernst Beckmann, Otto Lirsche, and Fritz Leh- 
mann (. Biochem . 1921, 121, 293—310; cf. A., 1921, i, 546).— The 
formula C^H^O 15 for lignin has been confirmed in a number of 
M-ays. There are four methoxyi groups present and on benzoylation 
four benzoyl groups enter the molecule. The sodium salt of lignin 
contains slightly less than two sodium atoms. The molecular 
weight in phenol and in boiling acetic acid and that of the sodium 
salt in water agrees with the above formula. Conductivity measure- 
ments show that lignin obeys the Ostwald valency rule. H. K. 

The Lignin-like Resins and Tannins of Spruce Needles. 

A. Cleve von Euler ( Cellulosechtmk , 1921, 2, 128—135; 1922, 
3. 1 — 7; cf. A., 1921, i, 769, 849; 1922, i, 100). — Powdered spruce 
needles were exhaustively extracted with 93% commercial methyl 
alcohol and the concentrated extract was divided into three fractions 
by means of ether. There were thus obtained : “ crude fat, 55 
soluble in ether, “ molasses, 5 ’ the brown, aqueous bottom layer, 
and “ crude resin, 55 an intermediate layer soluble in alcohol but 
not in ether. The crude fat contained, besides true resins and 
fats, about 29% of humus-like substances classified under the name 
of abiephyllic acids, consisting of allied derivatives of coniferyl 
aldehyde more or less condensed and partly hvdrogenised. The 
crude resin, which amounted to not less than 10% of the weight 
of the needles, might be described as a hydrated form, partly 
hydrogenised, of lignin; that is to say, it is an allied substance, 
at a lower stage of condensation than the ordinary lignin of wood. 
Its composition, C=60‘G, H=712%, has no relation to that of a 
true resin; it is, moreover, extremely susceptible to change, either 
spontaneously or by solution in alkali and reprecipitation by acid, 
giving a brownish-red product not unlike the phlobaphens derived 
from tannic acid. The alcoholic solution of the crude resin has the 
property of precipitating gelatin. A study of the constituents of 
the “ molasses 55 soluble in water yielded a whole series of definitely 
pronounced tannins which have been fractionated and classified 
into components soluble and insoluble in ethyl acetate, some 
yielding uncolourcd lead salts and others lemon-yellow lead salts. 
A comparison of this series of needle tannins with the series of 
bark tannins studied by Etti and Bottinger { Ber., 22, 753 ; 23, 647) 
revealed many analogies. The spruce- needle tannins are ketonic 
acids, most of them hydroaromatic, related to - c u m ary If erulic 
acid or feruylferulic acid at various degrees of hydrogenation; 
derivatives related to caffeic acid arc also represented. Those 
giving colourless lead salts and insoluble in ethyl acetate are richest 
in hydrogen and those giving yellow lead" salts are poorest. 
According to Klason’s hypothesis (A., 19*20, i, 821), ^-lignin is a 
ketonic acid, not hydroaromatic, but otherwise very closely related 
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to this series of water-soluble spruce-needle tannins. The author 
formulates (3-lignin as a dihydroxyhydrocaffeylferulie acid. All 
these tannins and (3-lignin are built up from more or less hydro* 
genised hydroxycinnamic acids. The author does not accept 
Klason’s flavone constitution for a -lignin ; he regards it as being 
very similar to (3- lignin, but built up from more or less hydrogenised 
hydroxycinnamic acids and aldehydes; the abiephyllic acids are 
built up of similar aldehydes, and" the tannins of the crude rosin 
of similar aldehydes and alcohols. The following formula might 
represent a-lignin, except that it includes two hydroxyls, instead 
of one as determined by Klason, 

OMe-C 6 H 3 (OH)-CH 2 -CH 2 -CO*C 6 H 2 (OH)(OMe)-CH:CH*CHO, 
and the tannins of the crude resin and abiephyllic acids would be 
derived from this by various additions of H 2 0 and H 2 . J. F. B. 


Preparation of Amines from Alcohols and Ammonia. 

Eugenie Smolenski and Kazimir Smolensk i ( Roczniki Chemfi , 
1921, 1, 232— 243).— When the vapours of methyl, ethyl, or amyl 
alcohol react with ammonia in the presence of a dehydrating catalyst 
such as alumina or kaolin at about 300°, a satisfactory yield of 
primary, secondary, and tertiary amines is obtained. In the case 
of ethyl alcohol, secondary products consisting of ethylene and 
ethyl ether are also obtained. If the ratio of the quantities of 
alcohol to ammonia is about 2 mols : 1 mol, when the temperature 
is kept between 300° and 330°, a good yield of diethylamine is 
obtained. The total yield, after accounting for the alcohol which 
is regained, is 53% of" amine, 25% of ether, and 20% of ethylene. 
Under the same conditions, ethyl ether and ammonia also give 
ethylamine. Good results are obtained with aromatic compounds; 
thus aniline and methyl alcohol at 350° in the proportion of 
1 mol. ! 4 mols. give toluidines and xylidines, but if the temperature 
is kept below 330° and 10—20% of a salt of aniline is added, the 
yield of the homologues of aniline is practically zero. J. F. S. 


Action of some Acylic Halogenated Derivatives on Hexa- 
methylenetetramine. Marcel Delepine and (Mme) Pierre 
Jafpeux (Bull. Soc. chim., 1922, [iv], 31, 108—112). — With the 
exception of isopropyl iodide, secondary and tertiary alkyl haloids 
do not form quaternary ammonium salts with hexamethylene- 
tetramine. Primary alkyl haloids do, but the ease of the action 
diminishes as the molecular weight increases. Alkyl haloids having 
the same molecular weight but differing in the branching of the 
chain differ in their reactivity. W. G. 


Condensation Products from Acid Haloids. IX. Ketenium 
Compounds. E. Wedekind and Cl. Weixand ( Ber 1922, 55, [If], 
60—68 ; cf . Wedekind and Miller, A,, 1909, i, 459).— It has been shown 
previously that isobutyryl chloride and phenylchloroacetyl chloride 
are converted by triethylamine into dimethylketentriethylium, 
CMe 2 .‘CO,NEt 3 , and phenylchloroketentricthylium, CPhCKCO,NEt 3 . 
The similar reactions •with chloroacctyl chloride, bromoacetyl 
chloride, and dichloroacetyl chloride are now described. l?or this 
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CH () 

type of compound the constitutions NEt^ > T* 2 and NEtj^ 1 

\sKJ LiLlij 

have been advanced tentatively. The first of these, however, 
is excluded by the observation that dimethylketentriethylium 
j s smoothly hydrogenated in the presence of platinum black 

to isobutaldehyde and triethylamine : NEt 3 <C % v 


mA 


0 

CH-CHMe, 


C:CMe 2 ^ 
■ CHMe 2 -CIIO+NEt 3 . The incapability of 


existence of the assumed intermediate compound, combined with 
the improbability of the direct addition of a saturated tertiary 
amine at a C— 0 group, cause the authors to prefer the subsidiary 
valency formula, CR 2 !C!0 . . . _NAlk 3 . An explanation is thereby 
afforded of the inability of the pre-formed keten to combine with 
triethylamine, since it is probable that in it the subsidiary valencies 
have to some extent compensated one another. 

[With M. Miller.] — Solutions of the requisite acid chloride and 
triethylamine are gradually mixed, when a violent reaction occurs; 
the product is filtered and the residue extracted with benzene, 
whereby triethylamine hydrochloride remains undissolved. The 
ketenium compound is isolated by distillation of the residue left 
after removal of the solvent from the filtrate under diminished 
pressure. The yields are small. 

QKbroketentriethylium, CHCl!CO,XEt 3 , is an almost colourless 
liquid, b. p. 120 — 125°/10 mm. Bromoketen tri ethylin m, a pale 
yellow liquid, b. p. 128 — 129*5°/18 mm., is transformed by hydro- 
chloric acid at 135° into triethylamine hydrochloride and. bromo- 
acetic acid. It cannot be hydrogenated in the presence of palladium, 
towards which it behaves as a poison. D ichlo rokete ntr i ethylium is a 
golden-yellow liquid, b. p, 142 — 145°/18 mm. It is decomposed 
by alcoholic potassium hydroxide solution with quantitative pro- 
duction of potassium chloride; carbon monoxide is not, however, 
evolved. H. W. 


The Action of Amino-acids on Sugars. L. Gruxuut and 
J. Weber (Biochem. Z., 1921, 121, 109 — 119). — The interaction 
between various amino -acids and sugars with special reference to 
melanoidin formation has been followed by a study of the formol 
titration, the optical activity, and reducing power. The reaction 
is in general very complex, and varies from case to case. H. K. 

Alkylation of the Anhydrides of Amino-acids. P. Karrer, 
On. Granacher, and A. JSculosser {Hdu. Chim. Acta , 1922, 5, 
139—141; cf. Sasaki and Hashimoto, this vol., i, 50). - Sarcosine 
anhydride is obtained in more than 50% yield by the protracted 
action of methyl iodide on the silver salt of glycine anhydride. 
An attempt to prepare the silver salt of leucine anhydride by the 
method used for the corresponding glycine compound was un- 
successful. 

In general, very marked differences are found in the behaviour 
of the anhydrides of various amino-acids for which, at present, a 
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satisfactory explanation cannot be given. Thus, for example, 
glycine anhydride and phenylalanine anhydride give sparingly 
soluble additive compounds with solutions of calcium chloride m 
alcohol, but this behaviour is not exhibited by leucine anhydride. 

Ji. W. 

Monochlorocarbaxnide. Preparation of Chlorohydrina by 
its Action on Ethylenic Hydrocarbons. Andre Detceuf (Bull, 
Soc. ehim., 1922, [iv], 31, 102 — I 08 ).-Monochlorocarbamide may 
be obtained by the action of chlorine on carbamide in the presence 
of a small amount of water at 0°. By this method a certain amount 
of carbamide hydrochloride is also formed. The chlorocarbamide 
may be obtained ill approximately 20% solution by passing chlorine 
through a solution of 120 grams of carbamide in 60 grams of water 
at 0° in which 60 grams of powdered marble is suspended, until 
the theoretical amount of chlorine is taken up. The solution is 
then filtered Such a solution, after the addition of 5% of acetic 
acid, readily reacts with ethylenic hydrocarbons giving the com- 
sponding chlorohydrins. For the latter action to take place the 
solution of chlorocarbamide must be acid either from the addition 
of acetic acid or from the presence of carbamide hydrochloride^ 

Preparation of Thiocarbamides. The Goodyear Tire 
and Rubber Co. (Brit. Pat. 164326). -In the preparation of sub- 
sti tuted thiocarbamides by the action of carbon disulphide on a 
primary amine, the speed of the reaction is greatly increased and 
a product of greater purity is obtained if the reaction is earned 
out at a temperature above the boiling point of carbon disulphide, 
but below that of the amine, by passing, for example, the super- 
heated vapours of carbon disulphide into the amine previously 
heated to the desired temperature. G. b. Jvl. 

Isomeric Citraconyl Hydrazides. Frederick Daniel 
C^ttTway and Deric William Parkes (T., 1922, 121, 283-288). 

Simultaneous Reduction and Oxidation. III. Trans- 
formation of Halogenaldehydes into Aldehydes and Acids 
through Ketenes. Arthur Kotz and H. Rathert (J . pr. Chem., 
1921, [ii]> 103, 227 — 240; cf. A., 1913, i, 1309; 1915, i, 208).— 

SS-Dichloro-a-acetoxyacrylonitrile when hydrolysed with strong 

sulphuric acid in the cold, gives ^-dicMoro-^acetoxyacr^ 
CC1 2 :C(OAc)-CO«NH 2 , needles, in. p. 122—123°. The nitrile on 
boiling with water gives dichloroacetic acid, acetic acid^ and 
hydrogen cyanide, and when heated with ethyl alcohol at 150 , it 
gives dichloroacetic acid, acetic ester, and hydrogen cyanide. It 
also reacts readily with aniline to give the corresponding am ides 
and hydrogen cyanide, and not diehloroketen. Ethyl p-dichloro- 
oc-ethoxyacrylatc, on the other hand, gives on boiling with water 
dichloroacetaldehyde, alcohol, and carbon dioxide. Dichloro- 
acetoxyacrylonitrile, on reduction with hydrogen in presence oi 
colloidal palladium or platinum black, gives ^■dichloro-a-acetozy 
propionitrile , CHCVCH(OAc)-CN, b. p. 42-4376 mm., and with 
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dry hydrogen chloride it gives ap ^-trichloro-ix-acetoxypropionitnle, 
CHClg'CCl (0 Ac) * CN , b. p. 202°, which on hydrolysis gives di- 
chloroacetic acid, hydrogen chloride, and hydrogen cyanide, thus 
proving its structure. Dichloroacetoxyacrylonitrile, with alcoholic 
hydrogen chloride, gives the hydrochloride of the iminoether of 
% ^4richhro-ct~acetoxyaceUc acid , CCl 2 H*CCl(OAc)-C(OEt):NH,HCl, 
in. p. 93 — 94°. Bromoacetaldehyde, when heated in a sealed tube 
with triethylamine, gives diketoci/cZobutane, b. p. 125—126°. 
Chloral does not, under similar conditions, eliminate hydrogen 
chloride and give dichloroketen. \V. 0. K. 

Aliphatic Diazo-compounds. XXIV. Organic Phosphorus 
Compounds. VI. Preparation and Reactions of Phos- 
phazines. H. Staudinger and 0. LIjscher {Helv. Chim. Ada, 
1922, 5, 75— 86).— A continuation of the work of Staudinger and 
Meyer (A., 1920, i, 105), The aliphatic diazo-compounds do not 
exhibit great differences in the readiness with which they combine 
with tertiary phosphines to give phosphazines. The latter are 
hydrolysed with greater or less readiness by water into hydrazones 
and phosphine oxides. They all decompose with evolution of 
nitrogen when heated, but the formation of phosphinemethylenes 
thereby is not observed except in the case of triphenylphosphine- 
benzophenoneazine ( loc . cit.). Clear proof is adduced that the 
initial change consists of a dissociation of the compound into its 
constituents, since volatile diazo-compounds can be distilled un- 
changed from the difficultly volatile triphenylphosphine when the 
compounds are heated carefully in a vacuum. 

Triphenylphasphiriehenzilazine , PPh 3 !N*X;CPhBz, a yellow, crystal- 
line powder, m. p. 115 — 117° (decomp.), is obtained in 83% yield 
by mixing benzoylphenyldiazomethane and triphenylphosphine in 
ethereal solution. It is hydrolysed readily by alcohol (90%) to 
triphenylphosphine oxide and benzilhydrazone. It is decomposed 
by heat in a complicated manner, giving nitrogen, triphenylphos- 
phinc, triphenylphosphine oxide, possibly benzonitriie, and a dark 
brown resin. 

Ethyl triphenylphosphineglyoxylate-azine [from triphenylphos- 
phine and ethyl diazoacetate (ef. Staudinger and Meyer, loc. cif.)] 
is hydrolysed with great readiness to triphenylphosphine oxide 
and ethyl a^i-glyoxylatehydrazone, m. p. 38\ thus indicating 
CO fct’CH 

the anti-configuration, 2 N \ T *PP1 5 * or pbosphazine. It 

decomposes at 200° with liberation of about half the total quantity 
of nitrogen; when distilled at 140° in a vacuum, it yields ethyl 
diazoacetate and triphenylphosphine. 

Triphenylphosphine and methyl benzoyldiazoaeetate react with- 
out development of heat to give the phosphazine, 
PPh 3 :N'N:C{C0Ph)*C0 2 Me, 

a pale yellow, crystalline powder, m. p. 132'5 — 133° (decomp.), 
it is converted by alcohol (90%) into the substance, C 28 H 25 0 4 N 2 P, 

P* 95-5 — 96*5°. It gives nitrogen, triphenylphosphine, triphenyl- 
phosphine oxide, and resinous matter when heated. 
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Triphenylphospbine and methyl einnamoyldiazoaoetate yield the 
phosphazine, PPh 3 :N-N:C(C0 2 Me)-C0-CH:CHPh, a pale yellow solid, 
m. p. 174°. 

Ethyl triphcnylphosphineacetylglyoxylatcazine, 

PPh 3 :N-N:CAc-C0 2 Et } 

yellow crystals, m. p. 90 d , is hydrolysed readily by atmospheric 
moisture. It decomposes completely when heated under atmo- 
spheric pressure ; it regenerates its components when heated in a 


vacuum. , 

Triphenylphosphinc and etli 3 7 l diazomalonatc react comparatively 
slowly to give the phosphazine , PPh 3 :N-N:C(C0 2 Et) 2 , almost colour- 
less crystals, m. p. 128° (decomp.). It is very sensitive towards 
moisture and is hydrolysed readily to ethyl mesoxalatehydrazone 
and triphenylphospliine oxide. Towards heat, it behaves in the 
same manner as the preceding compound. The corresponding 
phosphazine , PPh 3 :N‘N:C(C0 2 Me) 2 , a pale yellow, crystalline mass, 
in. p. about 92 crystallises more readily than the ethyl compound, 
but, like the latter, is extremely sensitive to moisture. It dis- 
sociates into its components when heated in an absolute vacuum 
Triphenylphosphinc and benzoylacetyldi azomethane give the 
phosphazine; PPh^-XICAcBz, dark yellow crystals, m p. 128*, 
which is hydrolysed by boiling dilute alcohol with the formation 
of benzoylacetylkctoneliydrazone, NH 2 -N:CAcBz colourless crystals, 
m. p. 111—112°; it decomposes completely when heated. 

Triphenyl phosph inedi nitroqu inoneazine (annexed formula}, bril- 
, T D di liant, red crystals, decomp, about 194 , is pre- 

0.-N*JN.r±'h 3 p are ^ f rom j ts components in chloroform solu- 
/\ C :0 tion. Relatively, it is an extremely stable 

NOol JN0 2 substance, possibly owing to its sparing solu- 

l \// bility ; protracted heating with aqueous alcohol 

converts it into triphenylphosphinc oxide and smeary products. 

Further investigation of the decomposition of triphenylphos- 
phinefluorenoneazinc bv heat has shown that the main product is 
the ketazine, m. p. 204°; triphcnylphosphinediphenylenemethylcne, 
m. p. 274°, is produced in minor amount, but the method is unsuit- 
able for its preparation for this reason, and also because of the 
difficulty of separating it from the. ketazine by crystalbsatiom 


Aliphatic Diazo-compounds. XXV. Ketens. XXXVIII. 
Aliphatic Diazo-compounds and Ketens. H. Staedixcer 
( Helv . Chim. Acta, 1922. 5, 87 — 103). — A theoretical paper Further 
investigation has led the author to modify his view of the consti- 
tution of the aliphatic diazo -compounds (A., 1916, i, 84/), which 
are now formulated in accordance with the manner proposed by 
Angeli and Thiele. Compounds with the group :N:N, which are 
derived from the unsaturated nitrogen molecule, are termed azens. 
This class of compound shows a great variety of chemical actions, 
some of which are common to all members of the class, w 7 lweas 
others are limited to particular members. The observations maj 
be explained by the assumption that the azens contain two re- 
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active points, as indicated by the schemes A!N:N< and AINiN, 
respectively. Reactions occurring at the terminal nitrogen atom 
(first scheme), such as the addition of phosphines, reduction of 
aliphatic diazo- compounds and azides and addition of Grignard’s 
reagents, are common to all azens, since an alteration in the nature 
or substitution of the first atom has relatively little influence on 
the third atom. Great differences in the reactivity of the different 
azens are observed, on the other hand, in many reactions which 
are considered to be based on compounds formulated in accord- 
ance with the second scheme; instances are afforded by (1) the 
addition of unsaturated compounds which is presumed* to occur 

tlms,R 2 C— N=N-hA— B — ^ ^ — >R 2 C ; (2}theaction 
of compounds HR (acids, water, alcohols, and amines) proceeding 
according to the scheme R 2 C~N=N-[-HCl — * R 29 ~^ T -NH 

R 2 CHC1+N 2 ' (d) the addition of halogen, acid chloride, or nitrogen 
dioxide. Reduction may occur in accordance with either scheme, 
the course of the changes being dependent on the particular azen 
and the reducing agent employed. A number of reactions cannot 
be explained by either scheme; in all of these the azens react with 
salts. 

Carbonylcn compounds resemble the azens closely in their 
general reactions, which may be referred to the two schemes 

R*N-Q— 0 or R 2 C=C-0<, R-N“C“0< and 
R’N — C — 0. Those occurring in accordance with the 
first scheme are but little affected by substituents at the third 
atom, and are exemplified by the action with phosphincimines 
CH 2 — <jJ-0-bPR 3 -NPh — > <jH 2 *C!XPh-|-PR 3 0, the addition of 
tertiary phosphines, CPh s “C~0<-|-PEt 3 CPh g -C-0=PEt s , 
and the action of compounds of the type HR. such as water, alcohol' 
acids, and primary and secondary amines. Reactions occurring 
in accordance with the second scheme are affected greatly by the 
presence of substituents at atom 3; typical instances are" afforded 
by the behaviour towards oxygen and unsaturated compounds such 
as ethylene derivatives, Sell iff s liases, carbonyl compounds, 
tbioketones, and nitroso-compounds. by the polymerisation of 
ketens and by the decomposition of earbonylens by heat. 

Ihe similarity of azens and earbonylens extends to colour and 
to absorption spectrum. Further consideration of unsaturated 
substances leads to the recognition of the existence of two distinct 
groups, which are influenced differently by substituents, frequently 
m a reversed direction; one class includes the ketens and diazo- 
eompounds, whereas the other comprises the earbonv! compounds 
ana their nitrogenous derivatives, such as the hydrazones. Schiff's 
as ^ ! ketazines, and phosphazincs, These differences are most 

cwy explained in accordance with Thiele's theory of partial 
aencies. In the cases of the highly reactive o-diketones and 
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unsaturated ketones, there is a strengthened partial valency at 
the end of the conjugated system 0 — C“C — 0, which accounts for 
both the increase in the colour and enhanced activity. In the 
less reactive carbonyl substituted ketens and carbonyl substituted 
and unsaturated di azo - compou n ds , conjugation influences the 
second atom, which has but little effect on the reactivity, whereas 
the third atom is weakened in its action by the neutralisation_of the 
partial valencies, thus 0—C“~C — C — 0 and 0 C N— -N in- 
stead of R 2 C”C“0 and R 2 C=N=N, respectively. H, W. 

Ketens. XXXIX. Aliphatic Diazo-compounds. XXVI. 
Behaviour of Ring Systems. H. Stattdinger ( Helv . Ckim. 
Acta 1922, 5, 103 — 108). — A general review of the stability of 
cyclic compounds formed from carbonylens and azens and 
unsaturated substances. . 

The four-membered rings, obtained in large number Irom di- 
phenylketen and unsaturated compounds, are shown in tabular 
form ; a general conception of the dependence of stability of these 
structures on the members of the ring cannot be given, but the 
effect of substituents is very marked. Five-membered rings are 
formed from a/.ens and unsaturated compounds, which, in general, 
are exceedingly unstable and immediately lose nitrogen, with the 
production of three- membered rings. The five- atom rings contain- 
ing one double bond are less stable than similar rings with two 
double bonds. Heterocyclic rings containing three atoms are less 
stable than the trimethyleue derivatives; the influence of substi- 
tuents is very marked, and requires further investigation. 

H. W. 

A New Process for the Preparation of Cadmium Dimethyl, 

E. de Mahler (Bull Soc. chim 1922, [ivj, 31, 125).— Cadmium 
iodide and magnesium methyl iodide readily react in ethereal 
solution at the ordinary temperature, giving cadmium dimethyl 
and magnesium iodide. The cadmium dimethyl, b. p. 105 /760 mm., 
is readily separated by fractional distillation, W. G. 

Stereoisomerism of Cyclic Hydrocarbons. A. Skita and 
A. Schenck (Rer., 1922, 55, [R], 144— 152),— If Auwcr’s hypothesis 
(A., 1920, i, 721) that the reduction of aromatic hydrocarbons by 
Sabatier’s method and in the presence of platinum leads to the 
formation of trans- and cis-derivatives respectively is correct, it 
must be possible to prepare a large number of previously unknown 
cyclic hexamethylcnes by the latter process. For this purpose, 
a modification of the catalyst is, however, necessary, since the 
addition of water, which is necessary for the solution of the catalyst 
protected by gum arabie, causes the separation of the hydrocarbon. 
A glacial acetic acid reversible platinum colloid in which the 
metal is deposited on pure gelatin has therefore been introduced 
(the details of the preparation will be described later), with 
which it is possible t<5 secure the smooth reduction of benzenoid 
hydrocarbons to hexamethylenes. 
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Keduction of the three xylenes is effected by dissolving the 
hydrocarbon in glacial acetic acid and adding successively solutions 
of chloroplatinic acid and gelatin in glacial acetic acid and colloidal 
platinum solution; hydrogenation is completed rapidly at 80° 
under an excess pressure of three atmospheres. In each case a 
mixture is obtained which is separated by repeated fractional 
distillation into its components, the purity of which is controlled 
hy observation of the molecular coefficient of refraction. The 
following constants are recorded : l c : 2 c -dimdkyleyc[ohexane, 
h p. 126-5°, df 0-786, wjj 1-43114; l c : 2‘-dimethyleycZohexane. 
b, p. 124°, df 0*780, rif 1-43037; l c : ty-dimethylcyclohexane, b. p. 
121-5°) df 0-775, rif 1-42609; l c : S^dimethylcyc/ohexane, b. p. 

119°, df 0-772, rif 1-42470; l c : 4 c -dimethylcyQlohexane, b. p. 

121-5, df 0-773, rif 1-42300; l c : 4 < -dimet.hylcycZohexane, b. p. 

219 - 5 °, df 0-769, rif 1-42095. The constants of the fra?i<s- series 

are identical with those of the products obtained by von Auwers 
by Sabatier’s method. p-Cymene is reduced exclusively to 
p.mcthylA'-isopropylcychkexaiie, b. p. 168-5 C , df 0-816, rif 1-45149. 

\< : 2 C : 4 C -Tetramethylcpcfohexane 3 b. p. 146°, df 0-790, rif 1-43314, 
is obtained a sole product of the reduction of «f-cumcne by the new 
process ; it is identical with the substance obtained recently (A., 
1919, i, 578) by the catalytic reduction of if-cumenol in acid solution, 
and differs markedly from the l c : 2 C : 4Msomeride obtained by 
von Auwers by Sabatier’s method. The l c : 2* : i-uvmeride, b. p. 
140°, df 0-774, rif 1-42916 is prepared by the reduction of tetra- 
hydro- ^ -cumene (from cis- l-bydroxy-aa-2 : 4 : 5 - tri m ethy lc yclo - 
hexane) with sodium and alcohol. 

The differences observed with the cpdohexenes are similar to 
those with the saturated cyclic hydrocarbons. Thus the 1:2:4- 
trimethylepdohexene derived from cis - 1 -hydroxy -cis -2 : 4 : 5-tri- 
methylc i/do hexane in contrast to the stercoisomeric hydrocarbon 
obtained by von Auwers ( loc . cit.) by Sabatier’s method lias a 
pronounced d$-form, the constants being b. p. 147", df 0-814, 
nfi 1-44905 for the former and b. p. 145 , df 0-805, nf 1-44820 
for the latter. 

ct$-l-Hydroxy-cis-2 : 4 : o-trimethylcpdohexane is converted into 
the corresi^onding ketone, wiiich is converted by magnesium methyl 
iodide into the tertiary alcohol ; the latter is transformed by phos- 
phorus pentachloride into a klrahydrodurcnc, b. p. 169°, df U-828, 
ft?! 1-46053. In all probability it is the l c : 2 C : 4 : 5-compound, 
whereas the isomeride, b. j). 166', df 0-817, rif, T45722, obtained 
by von Auwers by Sabatier’s method, has the \ c : 2 l : 4 : 5-con- 
figuration. H. W. 

Action of Sodium Sulphite on Nitrobenzene. Seyewetz 
and Vignat {Compt. rend., 1922, 174, 296 — 299). — When nitro- 
benzene in suspension is boiled with a 10 — 20% solution of sodium 
sulphite, it gradually disappears, the solution becoming orange- 
coloured and ammonia being evolved. Fi;om the solution, a 
compound can be isolated which is apparently identical with 
baminophenol-3-sul|)honic acid (ef. Schultz and Stable, A., 1904, 



i. 242 


ABSTRACTS OF CHEMICAL PAPERS. 


i, 597). Phenylhydroxylaminesulphonic acid is probably formed 
as an intermediate product, and, being unstable, is transformed 
into tho aminophenolsulphonic acid. The coloration is probably 
due to the formation of an azoxybenzene, and may be suppressed by 
adding sodium hydrogen carbonate to the sulphite solution. 

W. G. 

The Products of Nitration of Toluene. William Howiesox 
Gibson, Rebecca Duckham, and Ruth Fairbairn (T., 19>» 
121, 270-283). 


Reductions with Titanium Trichloride. Hans Rathsbp«c 
( Ber 1921, 54, [J8], 3183 — 3184). — The following nitro- compound* 
are completely 7 reduced by titanium trichloride according to the 
method of Knccht and Hibbert in boiling, concentrated hydro- 
chloric acid solution in a current of carbon dioxide : s-chloro- 
trinitrobenzene, trinilroresorcinol, trinitrophenylhydroxylamine 
picramidc, m-dinitro-o-dinitrosobenzene, picramic acid, tetra- 
nitrophenol (-f4H 2 0), trinitrophloroglucinol (+4H 2 0). Over, 
reduction is observed with hcxanitrotctrahvdroxydiphenyl. If 
account is taken of the partial reduction of other groups which 
are present in addition to the nitro-radicles, trinitrophenyldiazo- 
imide, dinitrodiazophenol anhydride, aud the substance, C 3 H 6 0 6 X 
from hexamethylenetetramine can be reduced smoothly in accord 
ance with the schemes : 


C 6 H 2 (XH 2 ) 3 .N(NH) ; 
C 6 H 2 0(x\H 2 ) 2 -N-NH 2 ; 


(i) C 6 H 2 (X0 2 ) 3 X 3 f 20TiCI 3 : 

(ii) C 6 H.,0( X 0 2 ).,- X ,, -f 1 3TiCl a 

(iii) C 3 HgX 3 (X 0 2 ) 3 " 1 2TiCl 3 

Complete reduction occurs also with the following salts and salt- 
like compounds, a disturbing influence due to the metallic ion 
not being observed: lead styphnate (+1H 2 0), lead picrate, and 
the potassium compounds of dinitrodinitrosobenzene (-f 0-25H 2 0) 
and tctranitrophenol (--HEO). II. \y. 


The Electrochemical Oxidation of o-Toluenesulphonamide. 

Fr. Fighter and Haxs Lowe (Heir. Chinu Acta , 1922, 5, 60- 
69). — An examination of the possibility of converting o-toluene- 
sulphonamide into saccharin by electrochemical oxidation. 

Electrolysis of solutions of o-toluenesulphonamide in an excess 
of aqueous sodium hydroxide at platinum, nickel, or copper anodes 
(cf. D.R.-P. 85491) does not lead to the formation of more than 
slight traces of " saccharin ' ; the sulphonamide appears to he 
completely decomposed with the formal ion of sodium sulphate as 
the sole isolable product. 

Electrolysis of 0 - toluenes ulph on amide, partly suspended and 
partly dissolved in 0-oX- sulphuric acid, at GIF with anodes of 
platinum gauze, graphite, or lead coated with lead peroxide in a 
divided cell in which the cathode is formed of a lead cylinder im- 
mersed in 2i\ -sulphuric acid causes the separation of ammonia, 
which is not due to hydrolysis and the production of small quantities 
of <s saccharin/' It is thus shown to be possible to oxidise the 
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methyl to the carboxy-group. For the successful production of 
“ saccharin/’ however, it is necessary to secure the smooth oxidation 
of the methyl radicle and to protect the sutphonamidc group during 
the process so as to secure the ultimate formation of the sulphon- 
iniide ring.. The first point is investigated by examining the 
oxidation of o-toluenesulphonic acid in 0-5A’ -sulphuric acid solution 
at a rotating anode of lead covered with lead peroxide. Jt is 
found that the substance is not transformed smoothly into o-sulpho- 
bciwoic acid. A portion of it is oxidised to phenolic substances 
which still contain the sulphonic group ; according to analyses of 
the barium salts, the phenolic substances and the products which 
are not precipitable with lead acetate arc sulphocarhoxylic acids. 
The electrolytic oxidation of o-toluenesulphonic acid proceeds 
therefore beyond the o-sulphobenzoie acid stage, and, for the 
preparation of “saccharin/’ it is necessary to protect the oxidised 
product by ring closure immediately the methyl is converted into 
carboxyl. Electrolysis of benzenesulphonamide, o-toluencsulphon- 
amide, and “ saccharin ” in OslA-. sulphuric acid solution at a 
platinum gauze anode proves that neither the suiphonamide nor the 
sulphonimide group is stable under these conditions. These groups, 
however, can be considerably protected by the use of ammoniacal 
solutions in which the ammonia functions as ” relative depolariser ” ; 
thus, o-toluenesulphonamide is converted in 4.A -ammoniacal solu- 
tion in the presence of ammonium sulphate at 40* and at a platinum 
gauze anode into “saccharin/’ the material yield being 43*7% 
and the current yield 9-2%. The most favourable results, however 
(material yield 7o*4%, current yield 42-0%). are obtained by the 
electrolysis of o-toluenesulphonamide dissolved and suspended in 
AY-sodium carbonate solution at about liU with a platinum gauze 
anode and rotating lead cathode, which secures eiiicient agitation 
of the mixture; a porous cell is unnecessary. The success of the 
method does not depend on the intermediate formation of potassium 
percarbonate. ]-[ \y 


Theory of the cos-/ wins- Isomer ism of Decahydronaph- 
thalene. Ernst Mohr [tier., 1922. 55, [H\, 23(1—231).-— Will- 
statter and Waldsehmidt-Leitz, in a recent discussion of the 

t lu* o r e t i e ally possible 
H 0H.rCH 2 number of isomerides in 

H jT completely hydrogenated 
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naphthalene derivatives, 
have expressed the opinion 
H that only the c/s-form (1) 
is capabie of existence (A., 
lb-1, i, tit>7 ). iSince, how- 
ever. the author has been 
a ml / m na -\ el rally dronapl i - 


able to construct a model for both c,,- „ im ./u^-^iianvuionapii- 
baleiie (II) which is completely free from strain (c-f. A.. 191!), ii, 
, he considers that the ultimate experiimutal realisation of the 
w-isomeride is possible. H \V 
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Certain Chloronaphthalene Derivatives. P. Friedlander 
S. Karamessinis, and 0. Schenk ( Ber 1922, 56, [B], 46—52).-! 
The chlorination of nitronaphthalenesulphonic acids leads to the 
elimination of the sulphonic group which is replaced by chlorine. 
The reaction is not quite quantitative, since, even with the calcu- 
lated quantity of the reagents, a certain amount of oxidation occurs 
leading apparently to the production of ehloroquinones, which 
however, are readily separated from the chloronitronaphthalcnes 
by means of alkali. 

Gradual addition of an aqueous solution of sodium chlorate at 
90 — 95° to a solution of sodium l-nitronaphthalene-5-sulphonate 
in aqueous hydrochloric acid yields 5-chloro-l-nitronaphthalene, 
almost colourless needles, m. p. Ill 0 ; it is preferable to remove the 
chloronitronaphthalenc from the mixture as it is formed by means 
of di-(tri-)chlorobenzene. o-Ckloro-cL-naphthylamine crystallises in 
long, colourless needles, m. p. 85°, whilst its acetyl derivative forms 
hexagonal prisms, m. p. 128 ; . The crude chloronitronaphthalenc 
contains small amounts of 1 : 4 : 5-trichloronaphthalene, m. p. 133° 
l-Nitronaphthalene-8-sulphonic acid is transformed similarly into 
8-chloro- 1 -nitronaphthalene. 

2-Nitronaphthalene-4 : 8-disulphonic acid is the main product 
of the nitration of naphthalene- 1 : 5-disulphonic acid (the sodium 
salt, lustrous needles, and the sparingly soluble barium salt, 
C 10 H 6 O 8 NS 2 Ba, are described); it is converted by chlorination 
into 4 : %-dichloro-'2-nitronaphthalenc, long, yellow needles, in. p. 
132°. The latter is reduced by stannous chloride or iron and 
hydrochloric acid to 4 : S-dichloro-p-naphthylamine, colourless needles, 
m. p. 132 — 133* (the hydrochloride. , and the acetyl derivative, colour- 
less needles, m. p. 265*, are described). The base can be diazotised 
in concentrated sulphuric acid solution, from which the diazonium 
sulphate is precipitated by addition of water in small, pale yellow 
needles. The latter couples normally with phenols and naphthols; 
it is transformed by boiling dilute sulphuric acid into 4 : H-dichloro- 
$-mphthol, colourless needles, m. p. 158 — 159 s {methyl ether , needles, 
m. p. 93°), and by hydrochloric acid and cuprous chloride into 
2:4: S-trichloronapkthalene, yellow needles, m. p. 94°. 

4 : S-Dichloro- 1 -n itronaphthaiene, pale yellow needles, m. p. 142 a , 
is prepared by the chlorination of l-nitronaphthalene-4 ; 8-disul- 
phonic acid or of -t-ehloro- 1 -nitronaphlfialene-H-sulphonic acid 
(the latter appears to be the sole product of the nitration of 1-chloro- 
naphthalene-5-sulphonic acid; the sodium salt is described. It is 
reduced to 4-chloro-a-naphthylamine -8 -sulphonic acid, rhombic 
crystals, the sodium salt of which is sparingly soluble in water). 

4 : H-Dichloro-oL-naphthylamine crystallises in long, slender needles, 
m. p. 113°, and yields an acetyl derivative, m. p. 163°. 

5 : 8-Dichloro-l-nitronaphthalene, m. p. 93° (5 : 8-dichIoro-a- 
naphthylaruine, in. p. 104 \ and its acetyl derivative, hexagonal 
prisms, m. p. 202*), is prepared by the chlorination of the product 
of the nitration of • l-chloi'oiiaphthalene-4-sulphonic acid. The 
production of two isomeric nitro-aeids during the latter process 
is most conclusively demonstrated by their reduction to the 
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readily soluble 8-chloro-l-aminonaphthalene-5-suIphoiiic acid {the 
constitution of which follows from its conversion by 
sodium amalgam into 8-chloro-a-naphthylamine) and 
the sparingly soluble 5-chloro-l-aminonaphthalene-8-sul- 
phonic acid, which is converted by boiling its diazotised 
solution into the sulphone (annexed formula), colourless 
needles, m. p. 184°. 

4 -Chloro-l : 8-dinifcronaphthalene, m. p. 180°, is prepared from 
1 : 8 -dinitro naphthalene- 4 - su lphon i c acid (the sodium salt and the 
corresponding sulphonyl chloride, pale yellow needles, m. p. 152 , 5°, 
of the latter are described). 

When similarly chlorinated, 1 : 8-dinitronaphthalene-3 : 6-di- 
sulphonic acid and 1 : 5-dinitronaphthalenc-3 : 7-disulphonic acid 
do not yield precipitates. H. W. 

Vapour Pressure Determinations on Naphthalene, Anthra- 
cene, Phenanthrene, and Anthraquinone between their 
Melting and Boiling Points. 0. A. Nelson and C. E. Sense man 
[J, hid. Eng. Chem ., 1922, 14, 58 — 62). — Few determinations of 
vapour pressure have been carried out with most of the solid 
hydrocarbons between the temperatures of their melting and 
boiling points, or above. Vapour-pressure determinations over a 
range of temperatures have now been carried out on naphthalene, 
anthracene, phenanthrene, and anthraquinone, using Smith and 
Menzies’s dynamic isoteniseope (A., 1910, ii, 1037), and tables and 
curves of observed vapour pressures of these compounds are 
recorded. Boiling-point determinations on anthracene, phenan- 
threne, and anthraquinone gave anthracene, b. p. 342°; phenan- 
threne, b. p. 340-2°; anthraquinone, b. p. 379-8°. F. M. R. 

Perylene. F. Hansgikg (U.S. Pat. 1384615; of. A., 1920, i, 
541). — A high yield of perylene is obtained by treating 2-derivatives 
of naphthalene or of 1 : 1 '-dinaphthyl with halogenating agents 
such as the halogen compounds of phosphorus, antimony, arsenic, 
or aluminium to obtain 2-substituted halogen derivatives, and then 
transforming the latter into perylene by the action of ring-closing 
reagents such as aluminium chloride or by the “ pyrogene synthesis.’' 
A reducing flux such as phosphorous acid is preferably used in the 
process and it may be carried out as a single operation with isolation 
of the intermediate halogen derivatives, or. if desired, the latter 
may be separately obtained and used as starting materials for the 
last stage of the process. Among the starting materials which 
may be used are 2 : 2'-hvdroxy-l : 1 '-dinaphthyl and 2 : 2'-dichloro- 
1 : 1 '-dinaphthyl. Chemical Abstracts. 

Condensations of Acetylene. I. Elucidation of the Con- 
stitution of Cuprene. H. P. Kaitfmann and M, Schneider 
(ffer., 1922, 55, [£?], 267 — 282). — Cuprene has been obtained 
previously by several observers by the decomposition of acetylene 
in the presence of reduced copper or oxides of copper, but the 
elucidation of its constitution has been rendered. difficult by the 
poverty of the yield, the insolubility of the .product, and the 
vol. exxir. i. ‘ k 
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difficulty with which it is attacked by reagents. A more potent 
catalyst has now been found in the residue obtained by heating 
anhydrous copper ferrocyanide in a current of air at 250° during 
fifteen minutes, which is approximately three times as active as 
reduced copper. The optimal temperatures for reduced copper 
cupric oxide, cuprous oxide, and copper ferrocyanide residue are 
240—250°, 230—240°, 230—240°, and 240—250°, respectively. 
The product of the reaction has a differing colour, dependent on 
the duration of heating and the particular contact agent. The 
residue obtained with decomposed copper ferrocyanide is yellow 
to pale brown, whereas that prepared with other catalysts is 
darker in shade, the portions richer in copper being dark brown to 
black. The latter are converted into paler products poorer in 
copper by further treatment with acetylene. With a short period 
of heating the product, is loose and voluminous, but becomes more 
compact when the heating is protracted. It is frequently spoil, 
taneously inflammable at 100 — 150°, but this property is not due 
to cuprene itself, but to finely-divided pyrophoric metal. A liquid 
condensation product is deposited in green, oily drops on the cooler 
portions of the tube ; the further investigation has been prevented 
by the small quantity available. Copper can only be removed 
from the solid product with great difficulty by treatment with 
hydrochloric acid (20%), and it is necessary to use aqua regia to 
obtain specimens the copper content of which is so small that it 
can be neglected in the analysis. The composition of cuprene is 
not uniform, varying between and (C^H^, The main 

factor in the formation of the different types of cuprene is the 
uncontrollable oxidative action of the oxygen. The formation of 
cuprene eannot at present be completely explained, but it appears 
most probable that a copper acetylide is formed intermediately 
which decomposes into cuprene without explosion; the uniform 
distribution of the metal throughout the product is otherwise 
difficult to account for. 

Cuprene is attacked violently by very concentrated nitric acid. 
It dissolves very slowly in boiling 50% nitric acid, and the clear 
yellow solution, when neutralised with ammonia and concentrated, 
yields ammonium mellitate. If the acid solution is diluted largely 
with water, a brow : n, mellogen-like precipitate is obtained which 
is transformed into inellitic acid by nitric acid (80%) and into 
benzoic acid by dry distillation. The filtrate from the brown 
precipitate is neutralised by barium hydroxide, w'heveby an in- 
separable mixture of barium salts is obtained from which naph- 
thalene is produced by dry distillation. Cuprene is not attacked 
by dilute solutions of bromine in water or organic media, whereas 
the action of elementary bromine causes carbonisation with 
elimination of hydrogen bromide. It may, however, be brominated 
by heating a paste of it with water and bromine at 100— 130 s in 
the presence of iron bromide. Since cuprene itself is not homo- 
geneous, it is not surprising that the composition of the brominated 
product depends on the experimental conditions adopted. One 
such substance , prepared by extracting the crude product with 
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alcohol and subsequent treatment of the residue from the alcoholic 
solution with ether, forms a pale yellow, 
amorphous powder, analyses and determinations 
of the molecular weight of which agree with 
the formula 0 18 H 12 Br 6 . It is converted by nitric 
acid into mellitic acid. It appears, therefore, to 
be a hexabromohexahydrotriphenylene (annexed 
formula), in which the position of the bromine 
atoms is not established. All attempts to isolate 
the parent hydrocarbon by removal of the 
bromine atoms were unsuccessful, since the 
residue (immediately after loss of bromine) became polymerised to 
a hydrocarbon resembling cuprene. H. W. 
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The System : Acetanilide Water. X. Schoorl and F. N. B. 
db Weerd ( Rec . trav. chim 1922, 41, 15 — 20). — The acetanilide- 
water system exhibits a region of heterogeneous equilibrium which 
is situated above the ordinary temperature and connects the solu- 
bility and depression of freezing-point curves. The temperature 
limits of this region are 83*2° and 144°, and the composition limits 
from 5*2% to 87% of acetanilide. At 144°, the highest temperature 
at which the system is heterogeneous, the composition is 40% 
acetanilide, 60% water. H. J. E. 


Aniline Glucoside (Glucose Anilide). Th. Sabalitschka 
[Ber. deut . Pharm . Ges., 1921, 31, 439 — 445). — Acetobromoglucose 
reacts with aniline at ordinary temperatures, and after twenty- 
four hours the initially clear solution sets to a solid mass from 
which aniline tetracetyl-d-glucoside was isolated in long needles, 
m. p. 95 — 96°, [a Jo —59-5 (after twenty-four hours). On hydrolysis 
in methyl alcoholic solution with barium hydroxide, it was con- 
verted into aniline-d-glucoside, which accordingly has the y-oxklie 
structure OH'CH 2 *CH(OH)-CH«CH(OH)-GH(OH)*OH*XHPh. The 
0 •' 

substance was deposited from organic solvents as a gelatinous mass 
which dried to a white, amorphous powder, m. p. 147°, [a]* —52-4"' 
(in methyl alcohol) constant after four days. Aniline-d-glucoside 
thus prepared was identical with glucose anilide, obtained by the 
direct action of aniline on dextrose, to which the structure of a 
Schiffs base had originally been ascribed, and the correctness of 
Sorokin’s (A., 1888, 807) and, later, of Irvine's views (T., 1908, 
93, 95, 1429) of the constitution of this substance as a glucoside 
is thus confirmed. G. F. M, 


6-Amino-a-naphthol-5-sulphonic Acid (/1-acid) and its 
Derivatives. Hans Th. Bucherek and Rudolf Wahl (J. pr. 
Chem., 1921, [ii], 103, 129—162). — 2-Xaphthvlamine-l : 5-disuI- 
phonic acid, which may be obtained by treating 2-naphthylaminc- 
1-sulphonic acid with fuming sulphuric aciji at 30-— 40 c ,.is con- 
verted into its potassium salt and fused with potassium hydroxide 
to give Q-amino-x-napktkol’Q-sulpkQ)iic acid (J-acid). The vield 

k 2 
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and liatiire of the by-products ( 6 -amino-a-naphthol, 1 : 6 -dihydroxv- 
naphthalene, and 1 : 6-dihydroxynaphthalene-5-suIphonic acid) 
vary with the exact conditions employed. . 4 -acid forms a 
characteristic orange diazonium salt. 2-Naphthylamine-l : 5 . 
disulphonic acid, on heating with 75% sulphuric acid, gives 
[3-naphtkyIamine and 2-naphthylamine-5-sulphonic acid and with 
sulphuric acid monohydrate, 2 -naphthylamine- 5 -, - 6 -, and - 7 . 
sulphonic acids. I -acid with mineral acids gives 6 -amiuo-a- 
naphthol. On sulphonation with concentrated sulphuric acid a 
mixture of b-amino- %-miphthoU2 : ^disulphonic acid and 6-amin 0 
x-mphthol - 4 : 0 disulphonic acid arc obtained. With acetic an! 
hydride, Q-acetyfam ino- a- mpfdhol-o-sulphonic acid is formed, with 
benzoyl chloride (}4ibenzoylamim-x-mpMM-5-sulphonk acid ' with 
toluenesulphonyl chloride it forms the expected product 
0 17 H 15 O 6 NS 2 , and with carbonyl chloride the carbamide. 

W. 0. K. 

Rearrangements of some New Hydroxamic Acids Related 
to Heterocyclic Acids and to Diphenyl- and Triphenyl-acetic 
Acids. Lauder W. Jones and Charles D. Hurd (J. Amcr 
Chem. Soc ., 1921, 43. 2422 — 2448). — An interpretation of the 
mechanism of the Beckmann rearrangement is proposed, based on 
Langmuir's theory of the atom. The stages in the rearrangement 
arc pictured as follows, in which Fig. 1 represents the intermediate 



univalent nitrogen derivative and Fig. Ill the carbimide stage in 
the rearrangement. As a further hypothesis to explain why one 
radicle, R, will migrate more readily than another radicle, R', the 
authors suggest that the relative ease of arrangements of the 
Beckmann type is dependent on the tendency for the radicle R, 
in the univalent nitrogen derivative, such as [R'CON], to exist 
as a free radicle. This hypothesis finds support in the results 
obtained for the relative case with which the sodium and potassium 
salts of the acyl esters of diphenylacethydroxaraic acid and 
triphenylacethydroxamic acid undergo rearrangement. The salts 
of the triphenyl derivative undergo rearrangement the more readily. 

Two new methods of preparing hydroxamic acids are described. 

In the first, by the action of free hydroxylamine on a keten such 
as diphenyiketeu, the corresponding hydroxamic acid is obtained, 
CPh 2 :CO4-NH 2 «0H-=CHPh 2 -C0*NH-0H. 

The second method is a modification of the one usually employed, 
namely, the action of»acid chlorides on hydroxylamine in aqueous 
solution. If a neutral solvent, such as benzene, is used in place of 
water, a quantitative yield of the monohydroxamic acid is obtained, 
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j) ipkenylaccthydroxaiMC acid , CHPh 2 *C(>NH*OH, m. p. 172°, is 
prepared by the action of hydroxylamine on ethyl diphenylacetate 
in the presence of sodium methoxide or by either of the above 
methods. It gives a benzoyl ester, m. p. 140— 1405°, the sodium 
and potassium salts of which could not be obtained in the pure 
state. The silver salt showed chromoisomerism. The alcohol- 
ether solution of the sodium salt, on evaporation, leaves a mixture 
of the salt with its products of decomposition and rearrangement, 
namely, diphenylmethylcarbimide , diphenylmethylur ethane, m. p. 
122—123°, and sodium benzoate. When this residue is extracted 
with cold water and the solution filtered and boiled, s ‘bisdiphenyl- 
rnethylcarbamide, CO(NH*CHPli 2 ) 2 , m. p. 269*5 — 270°, is obtained. 
Diphenylacethydroxamic acid yields a monoacelyl derivative, m. p. 

1 13 — 1 13*5° ; giving potassium, sodium , and silver salts, and a diacetyl 
derivative, m. p. 95*5 — 97*5°. Diphenylmethyl urethane reacts with 
phosphorus pentachloride, yielding diphenylmetkylcarbamyl chloride, 
CHPh 2 *NH*COCl, which when left in contact with calcium oxide 
gives diphenylmethylcarbimide and this when treated with benzoyl - 
hydrylamine yields s-bisdiphenylmethylcarbamide. * 

Triphenylacetyl chloride reacts with hydroxylamine to give 
triphenylacetkydroxamic acid , m. p. 175 — 176°, which yields a 
benzoyl ester giving sodium , potassium , and silver salts. The silver 
salt showed chromoisomerism, but the sodium and potassium salts 
could not be obtained pure owing to the readiness with which 
they decomposed, giving triphenylmethylcarbimide , m. p. 85 — 87°. 
The acetyl ester, m. p. 133*5 — 134°, gives potassium, sodium, and 
silver salts, the two former of which are somewhat more stable 
than the corresponding salts of the benzoyl ester. In these rear- 
rangements, none of the $-bi.striphenylmethylcarbamide was formed. 

PyromucyJhydroxamic acid, (cf. Pickard and 

0 

Neville, T\, 1901 , 79, 847), its ammonium salt, m. p. 130 — 131°, its 
benzoyl ester, m. p. 140°, and the potassium, sodium, and silver 
salts of the ester were prepared. When the potassium salt was 
warmed in aqueous solution, some of the ester was first precipitated, 
and when this was filtered off and the filtrate boiled, a red, resinous 
mass, presumably of difurvlcarbamide, was obtained. The acetyl 
ester, m. p. 95 — 90°, of the hydroxamic acid gave potassium , 
sodium, and silver salts, the rearrangement and hydrolysis of these 
salts being similar to those of the corresponding salts of the benzoyl 
ester. 

Thienoyihydroxamic acid, ^ ^j! , CO*XH , OH ) m. p. 123 — 124*5°, was 

S 

obtained either by the action of hydroxylamine on ethyl thiophen- 
carboxylate, C 4 H 3 S*C0 2 Et, or by the action of hydroxylamine on 
thienoyl chloride. It gave an ammonium salt, m. p. 142 — 143" 
(decomp.); a benzoyl ester, m. p. 143 — 144°, giving potassium , 
sodium , and silver salts; an acetyl ester, m. p. 96*5 — 97°, giving 
potassium, sodium , and silver salts ; and a thienoyl ester [dithienoyl- 
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hydrommic acid , C 4 H 3 S*C0*NH*O*CO*C 4 H 3 S], which occurred in 
two forms, and gave potassium, sodium, and silver salts. 

The salts of the esters of thienoylhydroxamic acid underwent 
slight hydrolysis in aqueous solution, but the main change was 
one of rearrangement to ^m-dithienylcarbamide. 

The thienoyl ester, m. p. 133 — 133*5°, of benzhydroxamic acid, 
which was isomeric with the benzoyl ester of thenhydroxamic 
acid, was prepared and its potassium and silver salts were inves- 
tigated. The melting points of the esters and the decomposition 
temperatures of their salts, and the ease of rearrangement of the 
latter, were almost identical in the two cases. W. G. 

Metallic Derivatives of Nitrophenolic Compounds. IV. 
Some Complex Nitrophenoxides of Magnesium, Silver, 
and Lead. Archibald Edwin Goddard and James Bertram 
Ward (T., 1922, 121, 262—266). 


Auto-oxidation : the Anti-oxygens. Charles Moureu and 
Charles Dcfraisse ( Compt . rend., 1922, 174, 258 — 264). — The 
auto-oxidation of a large number of substances may be checked 
by the presence of traces of certain compounds to which the authors 
give the name ” anti-oxygens.’' Most of the substances which 
have been found to show' this inhibiting action belong to the phenol 
group, and of these quinol, catechol, and pyrogallol are particularly 
active. This protecting action may he prolonged for two years 
at. least, providing the substance capable of auto-oxidation does 
not sublime from the anti-oxygen. The secondary reactions which 
often accompany auto- oxidation are also inhibited by the presence 
of the anti-oxygens. The action of the anti-oxygens is apparently 
catalytic, and it is of interest, to note that traces of pyrogallol, a 
substance commonly used as an absorbent of oxygen, oppose tin- 
action of this gas. 

The bearing of these observations on the phenomena of life in 
the animal and the vegetable kingdom is discussed. It is suggested 
that the toxic properties of phenols are connected with their 
activities as anti -oxygens. W. G 

The Quadrivalence of Tin in its Mercaptides. H. Wuyts 
and A. Van gin de rt a ele>' (Bull, Soc. chim. Belg. y 1921, 30, 323— 
328). — Stannic mercaptides can be prepared (or) by the action of 
tin and hydrochloric acid on organic disulphides with subsequent 
neutralisation, (6) from a thioalcohol and stannous chloride in 
presence of air, or (c) from a thioalcohol and stannic chloride. 
Attempts to prepare stannous mercaptides did not succeed, and the 
behaviour of tin in this respect is compared with that of its sulphides 
towards alkali sulphide solutions. 

The mercaplide , Sn(S*C 6 H 4 , NMe 2 ) 4 , prepared from dimethyl aniline- 
disulphide, is a red, crystalline substance, m. p. 159°; with benzoyl 
chloride in benzene solution, it forms the benzoate of the corre- 
sponding thioalcohol, m. p. about 136°; with methyl iodide, two 
reactions take place, one with the rupture of the sulphur-tin linking 
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an d the combination of methyl and iodine with the elements res- 
pectively, the other with formation of the iodide of the quaternary 
ammonium base, NMe 3 I*C 6 H 4 *SMe. Similarly, from di-p-amino- 
phenyl disulphide, the mercaptide , Sn{S*C G H 4 *NH 2 ) 4 , red, leafy 
crystals, m. p. about 166°, was obtained. H. J. E. 

Sulphobenzide [Diphenylsulphone]. Eire. Grandmougin 
{CoMpt- rend., 1922, 174, 168 — 170). — 3 : 3'-Diaminodiphenyl- 
sulphonc gives a bis-diazo-derivative which couples normally with 
the naphthols and their sulphonic derivatives. The dyes obtained 
have almost the same shades as the corresponding dyes from aniline 
it s elf, the ehromophoric influence of the sulphone group in the 
meta-position to the two amino-groups being thus practically 
negligible. The dyes obtained dye only wool and not cotton. 

Sfcw compounds mentioned are 3 : 3 ' ‘dichlorodiphenyls ulphon e . , 
nl p. 108°; 3 : W-dihromodiphenylsulphone, m. p. 119°; and 

3:3 ' .di-iododiphenylsuljriione , m. p. 158°. 

In view of the erroneous statements occurring in the literature, 
the correct melting points of certain of the 3 : 3'- and 4 : 4'-deriv- 
atives of diphenylsulphone are tabulated as follows. 


(NO,),. (Nil,)* 

(Nil Ac),. 

(OH)j. 

Cl 2 . 

Br 2 . 

I.. 

201° 

168° 

2ir 

186-187° 

108° 

119° 

158° 

282 

174 

280 

239 

147 

172 

W. 

197 

G. 


Cholesterol Dibromide. T. Lifschutz {Zcitsch. physiol. 
Chem ,, 1921, 114, 286— 280) —Cholesterol dibromide prepared by 
the ether method has m. p. 93—94°, whilst when the glacial acetic 
acid method is used it has m. p. 110 -111'. The author brings 
forward evidence which suggests that a compound of the dibromide 
and acetic acid has been formed in the second ease. 

The author considers that the cholesterol dibromide, m. p. 122°, 
obtained by Windaus and Luders is possibly an isomeride of the 
dibromide obtained by himself. S. S. Z. 

The Replacement of Halogen in 4-Chloro-3-nitrobenzo- 
nitrile and in 4-Bromo-3-nitrobenzonitrile. Th. J. F. Mattaar 

[Rec. trav. chim 1922, 41, 24 — 37).— The reactions between 
4-chloro-3-nit robenz< mit rile and or 4-bromo-3-nitrobenzonitrile and 
sodium moth oxide, sodium cthoxide, sodium phenoxide, methyl- 
amine, ethylamine, dimothvlamine, aniline, o-toluidine, w-tohi- 
idtne., p-toluidine, methylaniline, p-phenylcncdiamine, hydrazine, 
phenylhydrazine, and phenylmethylhydrazine have been investi- 
gated. The following new substances have been prepared : 3-^\ ilro- 
imeth-oxybeMzon itrile , pale brown needles, in. p. 151°; 3 -nitro- 
l-etkoxybenzonitrik, white needles, m. p. 121°; 3-nit ro-4-phnwxy- 
benzonitrile, colourless prisms, m. p. 138 ; 3-nit ro-4-meth iflamino- 
knzoiiitrile., yellow needles, in. p. 169 c ; 3-vitroA-ethylamhwb(nzo- 
nilrile, yellow needles, m. p. 132°: 3 : 5-dinitroA-ethyhnfroamino- 
benzonitrile, lustrous plates, m. p. 112-5 C ; S-nitro-i’dimethylamno- 
knzonitrik. yellow plates, m. p. 114°: o-iritroA-o-toluidinoOehzo- 
nitrik , brownish-vellmv plates, m. p. 116°; %-niiro-l-mdoluidino- 
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benzmitrile, orange needles, m. p. 149'; 3;mtro4-V <f**j*£* 
nitrile, orange needles, m. p. 128°; 

nitrile, yellow, irregular plates, m p. 144 ; 3-i tifw-4-^amtw. 
anilinobenzonitrile, deep violet crystals, m. p. •’ ■ ( , 0 i 0 „^. P 

■ 2 -nitro-i-cyanophenylkydmz<me, red plates which turn colourH, 
on drvini? m n 225°; ardophemne-2-mtroA-cyanophenyl},y<h. 

azorae, lustrous, red needles, m. p. 232°; 

hydrazinobenzonilrile, red crystals, m. p. 132 . Ihe reaction between 
phenylhydrazine and 4.chloro-3-nitrobenzonitnle (of. Bonche, 
Stackmann, and Makaroff-Semljansky, A., 1917, i, lo)p8* a 
substance which is considered to be converted on oxidation into 

3 -nitro. 4 -phenylhydrazinobcnzon.tnlc, colourless needles, m p. 
181°. ' 

Preparation o£ Phenylglycine Compounds. British Bn. 
stuffs Corporation , Ltd., Herbert Levinstein, and Georges 

Imbert (Brit. Pat. 173340).— Phenylglycine compounds are obtained 
in one operation from trichloroethylene by heating it in aqueous 
suspension with aniline, and an alkali, preferably calcium. hydroxide 
in In autoclave at 140-190°, the treatment being continued until 
the intermediate products, for example, ethylenctnphenyltnamine, 
are completely transformed into phenylglycine cenpounds 1™ 
example! 132 parts of trichloroethylene, 100 parts of lime, 800 pa* 
of water, and 280 parts of aniline, are heated in an autoclave with 
constant agitation for twenty-four hours at 180 . The excess of 
aniline is distilled off the calcium phenylglycine and excess of lime 
separated from the mother liquors, and converted into sodium 
phenylglycine by boiling with the requisite quantity of rodnim 
carbonate. 

The Hydrolytic Decomposition of the Bismuth Salts of 
Phenolcarboxylic Acids. A. Peruno (Ber. Deut BharmJm. 
1921 31 433 — 438). — The hydrolysis by water of the neutral and 
basic bismuth salts of benzoic, salicylic, protocatechuic gallic, and 
cinnamic acids proceeds to a definite limit which is attained when 
they are heated at 100° with four consecutive quantities of water 
for a total of ten hours. Both the neutral and basic salts of the 
various acids eventually attain the same composition, the on v 
salt remaining unchanged being the basic benzoate, having the 
composition (PhC0 2 'Bi0) 6 ,Bi s 0 3 . The experimentally-determ ned 
composition of the final hydrolytic product of all the othu bismuth 
salts above mentioned was found to be m close agreement 
the theoretical figure required for a salt of the composition 

(R-CO.,-BiO) 6 ,Bi 2 0 3 , , 

analogous to the basic benzoate (R^ phenol residue), and it n 
therefore evident that hydrolysis proceeds to precisely the. .am 
point with all- the salts. When shaken at 3< with 0--o/o , hjd 
chloric acid, conditions resembling those existing m the p st °“f " 
a slightly greater degree of hydrolysis was observed. u. r. * • 

Substituted Salidylic Acids. I. H. P Kaufmans and 
w. Kaufman N' (Ber., 1922, 55, \B\, 282 — 288).— A numbe 
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substances are described which were obtained during an investi- 
gation of the influence of different substituents on the physiological 
action of salicylic acid. 

[With H. Gotting . ]—A cetylglycollylsalicylic add , 
C 6 H 4 (C0 2 H)-0‘C0*CH 2 -0Ac, 

small, colourless needles, m. p. 103— 104°, is prepared by the 
action of acetylglyeollyl chloride on sodium salicylate in the 
presence of benzene at the atmospheric temperature. It is readily 
hydrolysed by warm water to acetylglycollic and salicylic acids. 

The action of s-o-phthalyl chloride on sodium or disodium 
0(K salicylate in the presence of boiling 
CO* y G 6 H 4 <s._q_^> 0 dry benzene leads to the formation 
C 6 H 4 0 6 H 4 yv of a substance (annexed formulas I or 

00*0*00 0 Nj II), colourless needles, m. p. 158-5°. 

C H -00 ^ ^ slowly hydrolysed by aleo- 
u % 6 ijJ j holic sodium hydroxide solution to 

phthalic and salicylic acids. It is 
reduced by zinc dust and glacial acetic acid to phthalide and 
salicylic acid; the latter reaction appears to indicate the un- 
symmetrical constitution of the parent substance, but this point 
cannot yet be regarded as established with certainty. H. W. 

Glucosides. X. The Action of df-Acetobromoglucose on 
the Silver Salt of dl-Mandelic Acid. P. Karrer, C. Nageli, 

and Alex. P. Smirnov {Helv. Chim. Acta, 1922, 5, 141—146),— 
It has been shown previously (Karrer and Xagcli, A., 1919, i, 594) 
that acetobromoglucosc reacts with silver dl-mandelate in the 
presence of toluene to form d-tetra-aectylglucosido-d/-raandelic 
acid, 00 2 H‘CHPh*0 , C 6 H 7 0 5 Ac 4 , d-tetra-acetylglucose d/-inande- 
late, and d-tetra-acetylgiucose d*tetra-acetylglucosido-/-mandelate 
from which /-mandelic acid was isolated by hydrolysis. The 
similar action between d/-acctobroinogIucose and silver d/-mande- 
late has been found to give products of the same three types, all 
of which are optically inactive. Since d- acetobromoglucosc only 
combines with /-mandelic acid to form a corresponding compound 
(toe. cil.)y it follows that the inactive tetra-acetylg] ucose tetra- 
acetylglucosidoinandelate must be a racemate combined from 
d-tctra-acetylglueose d-tetra-acctyIgIueosido-/-mandelate and 1-tetra- 
acetylglucosc /-tetra-acetylglucosido-d-mandelate. Keaction thus 
appears to be unusually selective, the d-glucose derivative com- 
bining only with the 1-acid in this manner, whereas the /-glucose 
compound unites with the d-acid. A satisfactory explanation of 
the unusually marked effect of cunliguration on the reaction cannot 
at present be given. 

Hcetobromo'jlucose, colourless needles, m. p. 88°, [at] 1 ,; 5 —192-7°, 
in ethereal solution, is prepared by the action of Acetyl bromide 
and glacial acetic acid on /-glucose. When mixed in ethereal 
solution with an equal quantity of d-aeetobromoglueose, it gives 
ulacdobromogl ucose , colourless needles, m. p. 85°. dl -T elm -acetyl- 
gucose di-mandetaie and d\4ct ra -acd t/lgl ucose d l-f td ra -acetylglu cos i do - 
^mndehte have m. p. 146° and 227°, respectively. H W 

k* 
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New Synthesis of Hydroxylated Benzoylfomuc [Phenyl- 
fflyoxylicl Acids. H. Finger and Lina Eirich ( J • V*' GAewt,, 

1921, fii] 103, 249 252). — Ethyl cyanoformate can be used 

instead of hydrocyanic acid in the Gattermann aldehyde synthesis 
and hydroxylated phenyl glyoxylic acids are produced. Pyrogallol 
and methyl cyanoformate, dissolved in ether, give with zinc chloride 
and gaseous hydrogen chloride 2:3: Urikydroxyphmylglyoxylwacid, 
C fi Hf( 0 H WCOCCLH , m. p. 171°, which dyes chrome- mordanted 
wool. It gives a sodium salt, C 8 K 5 0 6 Na; a normal amhne salt, 
m p 138°: whilst on heating with aniline at Ido , 2:d:4-tn- 
hydroxybenzylidi neaniline, C 6 H 2 (OH) 3 -OH:NPh, is formed, thus 
proving the constitution of the acid. . 

*The following derivatives of 2 : 3 : 4-tnhydroxyphenylglyoxylic 
acid are also described : nUrophenylkydrazone , yellowish-red needles, 
m p 930 — 240° (decomp.) ; semicarbazone, decomp. 25U . With 
oxythionaphthen dissolved in acetic anhydride, tnhydroxyphenyl- 
glyoxylic acid forms a compound , 

C 6 H 2 (0Ac) 3 *C(C0 2 H):C< g„>0 6 H 4 , 
and it couples with benzenediazonium chloride to give an azo-dye. 


The Preparation of Chloro- and Bromo-tyrosine and the 
Analogous Tyramines. R. Zeynek (Z. physiol Chem., 1921. 

114 4> 75 ^85) —3 : 5- Dibromo tyrosine and 3 : 5-dichlorotyrosine 

are best prepared by the action of the respective halogens on 
/-tyrosine suspended in glacial acetic acid. 

/-3 ' 5 - Dichlor otyrosine has m. p. 256 — 260 (decomp.), crystallises 
in rhombic platelets, and the anhydrous hydrochloride gives m 
5% aqueous solution [*]ST -7-8 ? ; in 4% hydrochloric acid M, 
_2-9° A 5% solution of dichlorotyrosinc contaimng 2H 2 0 dis- 
solved in 4% hydrochloric acid gave [*]ff -2-8°. p -Hydroxy- 
pheny lethy lamine , when suspended in glacial acetic acid and 
brominated yields dibromotyramine hydrobromidc, crystallising 
in monoclinic platelets, m. p. 270°. The free base crystallises in 
white, flat, rhombic rods, m. p. 210*. Dichlorotyramme hydro- 
chloride, prepared similarly, crystallises in monoclinic plates, m. p. 
284— 286° ; the base has m. p. 219—222°. k, b. 


Preparation of Soluble Derivatives of Camphoric Acid. 

Society of Chemical Industry in Basle (Brit. Tat. 173063).— 
Soluble derivatives of camphor which retain the therapeutic 
properties of that substance but give stable solutions in water 
sterilisahle by heat and therefore suitable for subcutaneous injec- 
tion, arc exemplified by certain ^-substituted derivatives ot 

camphorimide of the type where R b 

an alkyl or alkylene group, and R' and R" are hydrogen, alkyl 
or alkylene groups. These compounds arc obtainable from campnor- 
imide by the usual methods, as, for example, by causing its isolated 
dry salt or a solution to react with polyhalogemsed saturated or 
unsaturated aliphatic hydrocarbons or with halogen hydrins, ai 



ORGANIC CHEMISTRY. 


i. 255 


the iV-halogen alkyl or ^-halogen alkylene camphorimide thus 
obtained (after substituting halogen for hydroxyl if a halogen- 
hydrin has been used) is treated with ammonia or an alkylamine. 
Or, alternatively, camphoric acid or its anhydride may be caused 
to react with a diamine of the type NH 2 *R*NR'R". The following 
substances are described : Camphor- - hyd roxyethylimide , a thick, 
colourless oil, b. p. 190°/15 mm., is prepared by the action of 
ethylene iodohydrin on sodiocamphorimide in absolute alcoholic 
solution. Camphor -[i-chloroetkylimide, prepared by the action of 
phosphorus pentachloride on the above, is a pale yellow oil, b. p. 
16S°/10'5 mm. By heating with ammonia at 100° under pressure, 
it is converted into ca mph or-?j- am inoeihyli m ide , 

c 8 h 14 <^>n-ch 2 -ch 2 -nh 2 , 

which can be isolated as its hydrobromide as an incompletely solidi- 
fying syrup which decomposes at 135 — 140°. The chloroethyl- 
imide, when similarly heated with 33% dimethylamine solution at 
120—125°, gives camphor-fi-dimetkylaminoethylimide, b. p. 163°/ 
14 mm. It forms a crystalline hydrobromide , m. p. 207°, soluble in 
both water and alcohol. Camphor- $~bromoethylimide. is obtained 
by heating potassioeamphorirnide with an excess of ethylene 
dibromide on an oil-bath. It boils at 18()°/12 mm. When heated 
at 100° with diethylaminc, it is converted into camphor-$-diethyl- 
aminoethylimide, a viscid oil, b. p. 183 — 185 c /12 mm., which 
gives a crystalline hydrobromide , m. p. 157°. Campkor-^-allyl- 
aminoethylimide is similarly prepared from allvlamine and the 
halogenethylimide. It boils at 187°/12 mm., and gives a hydro- 
bromide crystallising in fine leaflets, m. p. 144°. Illustrative of 
the second general method of preparation, the above-mentioned 
ikdiethylaminoethylimide may also be obtained by heating at 
180 — 200° camphoric arid and zs-diethylethylenediamine. The 
latter substance, obtained bv the reduction of diethvlaminoaceto- 
nitrile with sodium and alcohol, forms ail oil, b. p. 140 — 145°, 
with strongly basic properties. In a similar way, from the reduc- 
tion product of piperidine acetonitrile, by heating witli camphoric 
acid, the corresponding imide campkor-$-pi perid ylethyl imide is 
obtained. Its hydrobromide crystallises in fine, felted needles, 
m. p. ldS’5 0 . G. F. SI. 

The Bile Acids. III. Biloidanic Acid [Letsche's Acid]. 

W. Borsche, O. Weickert, and Robert Meyer (Btr., 1921, 
54, [Bj, 3177 — 3 1 82 ) . — Biloidanic acid has been prepared by 
Letsche (A., 1909, i, 097) by the action of a mixture of nitric and 
sulphuric acids on cholic acid, and examined subsequently bv 
Schenck (A., 1920, i, 847; 1921, i, 179), who concurs in ascribing 
to it the formula C 19 H 28 O 10 . Specimens of the purified acid 
examined by the authors did not give analytical results in agree- 
ment with this formula. The acid was therefore esterified with 
methyl alcohol and hydrogen chloride, but the product, mainly a 
dimethyl trihydrogen ester, was not quite uniform. It was there- 
fore converted by diazomethane into the pentametbyl ester (which 

k* 2 
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has also been prepared by Schcnck from the silver salt and methyl 
iodide). The latter cannot be satisfactorily purified by crystallis- 
ation, but, after being distilled under diminished pressure gives 
analytical results in agreement with the formula C 2a H 3B O 10 , thus 
indicating the formula C ]8 H 2fi O 10 for the parent acid. The penta- 
methyl ester has m. p. 91 — 92° after softening at 87°, b. p. 321 — - 
322°/18 mm., [a] D about -f 20° in absolute alcoholic solution. Direct 
analysis of the acid regenerated from the hydrogen esteT leads to 
the same result. The pentamethyl ester has not yet been smoothly 
re-converted into the acid. 

A modification of Letsche's method of preparing the acid is 
described which permits the isolation of biloidanic acid in the pure 
condition after a single crystallisation. H. W. 

A Critical Examination of the Aromatic Aldehydes occur- 
ring 1 in certain Eucalyptus Oils. Arthur Ramon Penfold 
(T., 1922, 121, 266 — 269). 

The Reduction of Naphtholcarboxylic Acids to Aldehydes. 

Hugo Weil and Walter Heerdt (Ber., 1922, 55, [5], 224 — 
230). — A continuation of previous work (Weil and Ostermaier, 
this vol, i, 139). 

Tetrahydronaphthaldehyde has been obtained previously (foe. 
tit.) by the reduction of fi-naphthol-3-carboxylic acid by sodium 
amalgam in boric acid solution with the addition of a neutral 
mixture of sodium sulphite and sodium hydrogen sulphite. The 
same result is obtained when the action is effected at a temperature 
not exceeding —5°. The aldehyde is also obtained by the reduction 
of 2-acetoxynaphthaIene-3-carboxylic acid, 1 -amino- p-naphthol 
3-carboxylic acid, and l-bromo-^-naphthol-3-carboxylic acid, 
ammonia or hydrogen bromide respectively being eliminated 
from the compounds last named. Tetrahydronaphthaldehyde 
hydrazone, after being crystallised from alcohol containing a little 
glacial acetic acid, has m. p. 106*5° instead of 96*5° as previously 
recorded ( loc . cit.). 1 -Amino- ^-naphthol-3-carboxylic acid is pre- 
pared conveniently by coupling [3- naphthol- 3- carboxylic acid with 
diazotised sulphanilic acid and reduction of the dye so formed 
with zinc dust and glacial acetic acid. 

a-Naphthol-2- carboxylic acid does not appear to be reduced 
beyond the 1-hydroxynaphthal- 2 -aldehyde stage even by energetic 
treatment at 25°, 40°, or 55°. 

4-Amino-l-hydroxynaphthalene-2-earboxylic acid is so feebly 
acidic that it is precipitated from solutions of its salts by boric 
acid and thus escapes reduction. 

4-Sulpho-l-hydroxynaphthalcne-2-carboxylic acid is reduced to 
a-naphthol- 2-aldehyde, the sulphonic group being eliminated. On 
the other hand, the cautious reduction of 4-bromo-l-hydroxy- 
naphthalene-2-carboxylic acid leads to the formation of i-bromo- 
1 - hydroxy mphthale rn-'l. aldehyde , which, however, could not be 
obtained in the homogeneous state. It gives the normal corn* 
pounds with phenylhydrazine (yellow leaflets, m. p. 159°), aniline 
(orange-yellow needles, m, p, 161°), o-toluidine (yellowish-red 
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needles, m. p, 188°), p-toluidine (yellowish-red needles, m. p. 171 c ), 
benzidine (C 23 H 17 ON 2 Br, red leaflets, m. p. 218°), a-naphthylamine 
(red needles, m. p. 196°), o-phenylenediamine (C 17 H I3 ON 2 Br, 
m. p. 225°), m-phenylenediamine (ra. p. 201°), p-phenylenediamine 
(m.p* 198 f ) ; with ammonia, it gives the compound, C 22 H 18 0 3 N 2 Br 2 , 
yellow crystals, m. p. 126°. 

i-Chloro - 1 -hy dr oxynapht}mlene-2 -carboxylic acid, m, p, 228°, pre- 
pared by the passage of chlorine into a solution of a-naphthol- 

carboxylic acid in glacial acetic acid, is reduced similarly to 
±.cMoroA-hydroxymphtkalene-2-aldehyde. The latter gives* the 
usual derivatives with hydroxylamine (colourless needles, m. p. 
184°), hydrazine (yellow needles, m. p. 179°), phenylhydrazine 
(yellow leaflets, m. p. 153°), aniline (yellow needles, m. p. 157°), 
itoluidine (orange-yellow crystals, in. p. 183°), p-toluidine (orange- 
yellow crystals, m. p. 164°), a-naphthylamine (reddish-yellow’ 
leaflets, m. p. 188°), benzidine (C 23 H 17 0X 2 C1, red crystals, ra. p. 
214°), o-phenylenedianiine (C 17 H 13 0X 2 C1, leaflets, m. p. 221°), 
/, 1 -phenylenediamine (m, p. 250®), p-phenylenedi amine (m. p. 
244°); with ammonia it gives the compound, C 32 H 18 0 3 X 2 C1 2 . 
The sodium compound of 4-ehloro-l-hydroxynaphthalene-2-alde- 
hyde crystallises in yellow leaflets. H. W. 

Preparation of Hydroxyaldehydes and their Derivatives. 

Societe Chimique des Ustxes du Rhone (Brit. Pat, 164715). — 
In. the manufacture of aromatic hydroxyaldehydes by the process 
described in Brit. Pat. 101679 (A., 1923 , i, 420) equally good results 
are obtained without the use of an organic solvent. Thus vanillin 
is obtained by adding a concentrated solution of 5’3 kilos, of sodium 
nitrite and, after some time, 4 kilos, of guaiacol and 8 kilos, of 
40% formaldehyde solution to a solution of 8 kilos, of dimethyl- 
aniline in 33 kilos, of hydrochloric acid in presence of 33 kilos, of 
ice. A low temperature is maintained for some hours and the 
reaction is completed on a water-bath. G. F. M. 

The Melting Points of certain Fatty-aromatic Ketones. 

Riko Majima, Kwanto Nacaoka, and Keisuke Tamada ( Ber 
1922, 55, [.B], 215 — 217).— A number of ketones of the types 
C 6 H 3 (OMe) 2 *CO*R, C 6 H 4 (OMe)*C(>R, and C 6 H 5 «COR have been 
prepared. The melting points of a compound with an even number 
of carbon atoms in the side-chain is invariably higher than that 
of cither of its immediate neighbours with an odd number of carbon 
atoms, as shown by the annexed table : 


Side-chain. 

M 

. p. of tho compounds. 


•CO’R 

0 6 H 3 (OMp) 2 CO‘K 

UgH ,(O.Me}*COR 


COC l0 H n 


49° 


<XM3„H b 

68— 69* 

62o 

45“ 

•CO-CiA. 

59*5- 60 

59 

41—42 

■CO-CijH., 

74—75 

67 

54 — 55 

•coc u h 29 

64—65 

65 -66 

50—51 

TO-C u H n 

79—80 

72—73 

59- 60 


67—68 

70-5 

56 — 56-5 

■OOC.jH,. 

82—83 

77 -77-5 



H. \Y. 
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Elimination of Hydrogen from Aromatic Nuclei and 
Union of the Latter by means of Aluminium Chloride. 

Roland Scholl and Christian Seer [Ber. f 19 , , [ 

117 . a 1Q13 i 56, 734 ).— Previous attempts to convert 
o-ehioroplienyl oc-naphthyl ketone into 5-chloro-l : 9-benzanthrone 
were unsuccessful; this does not, however appear to be a general 
characteristic of chlorophenyl ketones, since the corresponding 
meta and para-compounds give substituted benzanthrones 

ra [Witb < !loSEF 1 EtAXMEB.} — o-Chlorophenyl;-naphthyl ketone crystal- 
lisps in colourless needles, ni. p. 82 . . 

Zchbrophmyl-,-naphthyl Mm*, small, pale yellow prism, 
m pT-Vis obtained by the action of m^chlorobenzoy 
chloride on naphthalene in the presence of carbon disulphide and 
aluminium chloride. It is converted by alnnumum chloride 
145° into (j-chlaro-l : 9-benzanthrone, golden-yellow needles, ni. p. 
18^—187° The constitution of the latter follows from the obscr- 
vation that it is oxidised by chromic acid to Mloroanthraqmnone 
ImZZic acid, lustrous, golden needles, m. p 29t>°, which loses 
carton dioxide at 310-320° and yields 2-ohloroanthraqumone, 
slender, vcllow needles, in. p. 203 — 204 . 

p-Chlwophenyl ,-naphthyl ktoiiccolcurle.ssrodsm. p. 1-6- 
128°, is converted by aluminium chloride, into • 3 ' b(,K ' 

a/dhrone, vellow, microscopic crystals, m. p. • 

0 Anthraquinone-l-carboxylyl chloride, pa e yellow needles, m p. 
•103—204°^ (cf. Schaarschmidt, A., 1915, i, obb), is conveniently 
prepared by boiling a solution of the carboxylic acid in phosphorjd 
chloride with a slight excess of phosphorus pentachloride. It is 
converted bv naphthalene and aluminium chloride in the presence 
of nitrobenzene into ,-naphthyl l-anthraqmnonyl Mon*, m. p. 
231—232°. Attempts to prepare a benzanthrone derivative from 
the latter were unsuccessful. 

Svntheses by means of Sodamide. IX. The Preparation 
of 8B- Dialkyl-a-hydrindones or 2 : Z-Dia^yUndnn-l-ones. 

\lbis Haller and Edouard Bauer [Ann. Chun., UlI, fix], , 
340 — 354). — The chlorides of p J -phenyl-aa-dialkylproiHonic acids, 
CH Ph'CRo'COnH, behave like fi-phcnylpropionyl chloride (cf. 
Ki Doing T 1894. 65, 480) in the presence of aluminium chloride 
dving g 2 : 2-dialkylindan-l-onea, which themselves react w. h 
sodamide to give ‘the amide corresponding with the original acid 

Ch p 0 phc n yl-«-dimethylpropionic acid reacts " 

giving the acid chloride, m. p. o ; *>. p. l-> 1-6 /*•' . 

tvhen treated in the cold with aluminium ehlonde gpes 

di^t/iymdmi-l-one.C^^CMe, m. p. 44-45°; b. p. 118- 
11 9° /lo mm., giving a semicarbazone , m. p. 209— 210 . e 
indanone is decoraposea by sodamide, giving p-phenyl-w-dimeth^ 

propionamide, and since the alkylated mdanone may be pre^r 4 

from indanone itself by the action of methyl iodide on its soai 
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derivative, this furnishes a new method for preparing p-phenyl- 
aa-dialkylpropionamides. 

Phenyl ft- propyl ketone, when treated first with sodamide in 
anhydrous ether and subsequently with benzyl chloride, give9 a 
mixture of phenyl x-benzylpropyl ketone, COPh*CHEt*CH 2 Ph, b. p. 
183 — 184°/13 mm., giving an oxime, m. p. 78®; and phenyl 
%% 4ibenzylpropyl ketone, COPh*CEt(CH 2 Ph) 2 , ra. p. 67—68°; 
b. p. 258®/13 mm. The former, when treated with sodamide in 
benzene and then with ethyl iodide, yields phenyl a-benzyl-oL-ethyl- 
propyl ketone, COPh*CEt 2 *CH 2 Ph, in. p. 80 — 80*5°; b. p. 190 — 
202°/12- — 1 3 mm., which can also be prepared by the benzylation 
of phenyl a- ethyl propyl ketone. Phenyl a- benzyl- oc-ethylpropyl 
ketone reacts with sodamide to give a* benzyl^ethylbutyramide , 
which was not isolated in the free state, hut was converted 
into z-benzyl-x-elhylbutyric acid, CH 2 Ph*CEt 2 ‘C0 2 H, b. p. 197 — 
199°/17 mm., giving an acid chloride, b. p~ 148°/13 mm. The 
acid chloride, in the presence of aluminium chloride in the cold, 

yielded 2 : S-diethylindan-l-one, C 6 H 4 <£Q£>CEt 2 , m. p. 9°; b. p. 
138 0 /13 mm. W. G. 

Position of the Double Linking in Piperitone. I. A. P. 

Penfold ( Perf . Essent. Oil I?ec., 1922, 13, 19—20).— Piperitone 
gave on oxidation with cold permanganate a product from which 
diosphenol was isolated, and identified by its reaction as a keto- 
phenol and by the preparation of the oxime and the phenyl- 
urethane. It is probable therefore that the double bond occupies 
the same position in piperitone as in diosphenol, and the former 
substance would accordingly be A 1 -menthen-3-one. G. F. M. 

Constitution of Quinonoid Organic Onium Salts. F. 

Kehrmanx ( He.lv. Chim. Acta , 1922, 5. 69 — 71). — The recent 
criticisms of Hantzsch (this vol., i, 24) has led the author to state 
specifically that his formulae (of. A., 1918, i, 312; 1921, ii, 476) 
arc applicable to carboniutn salts. Further consideration, how- 
ever, shows that it is unnecessary to indicate the particular 
union of the dissociable ion with the nitrogen atom, or, more 
generally, the basic point of attachment of the molecule by means 
of the dotted line as previously proposed . Nevertheless, it is 
advisable in writing the formula? that the connexion between the 
dissociable ion and the basic group should be rendered sufficiently 
obvious either by placing them in close proximity or by marking 
the central atom in some particular manner, for example, by 
thickened type. H. W. 

Preparation of Intermediates [3-Chloro-2-aminoanthra- 
quinone and 3-Chloro-l-bromo-2-arninoanthraquinone] and 
a Dyestuff of the Anthraquinone Series. Frederick William 
Atack and Charles William Soutar (Brit. Pat. 172682).— 
%-Chloro-2‘aminoaw thraquinon e is obtained by the regulated chlorin- 
ation at ordinary temperatures of 2-aminoanthraquinone in a 
suitable solvent such as glacial acetic acid or nitrobenzene until 
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the requisite increase in weight has taken place. It crystallises 
from acetic acid in orange-yellow needles, m. p. 221°. When 
20 parts of the chloro-compound suspended with 10 parts of sodium 
carbonate in nitrobenzene are brominated at ordinary temperatures 
with 21 parts of bromine in 60 parts of nitrobenzene, 3 -chloro- 
l-bronw-2-aminoanthraquinm e is obtained as orange-coloured 
needles, m. p. 235°. This compound undergoes condensation on 
boiling in nitrobenzene solution with sodium and copper acetates 
with formation of a dyestuff having probably the constitution 
3 : 3'-dichloroanthraquinone i : 2 : 1' : 2'-dihydroazine, but possibly 
the azine, as distinguished from the hydroazine, may be present. 
Jt dyes cotton bright blue shades from a hyposulphite vat. AH 
the above reactions may be performed consecutively in the same 
liquid medium, for example, nitrobenzene, without isolation of 
the intermediate products. (5. F. M. 

Production of Dyestuff Intermediates [Amino anthr aquin- 
ones]. John Thomas, Arthur Hugh Davies, and Scottish 
Dyes, Ltd. (Brit. Pat. 173006). — Higher yields of the corresponding 
aminoanthraquinones and products of better quality are obtained 
by heating 1-chloroanthraquinone or dichloroanthraquinones with 
aqueous ammonia in an autoclave than by the usual process with 
the sulphonic acids. The presence of small amounts of copper 
salts has a favourable influence on the course of the reaction. For 
example, a nearly theoretical yield of 1- ami noant hraquinono is 
obtained by heating 100 parts of 1-chloroanthraquinone with 
700 parts of 26% ammonia at 170° for twelve hours in presence 
of 0-1 part of copper sulphate. (I. F. .VI . 

Preparation of l-Chloro-2-aminoanlhraquinone. Alexan- 
der Walker Fyfe and British Dyestuffs Corporation, Ltd. 
(Brit. Pat. 173166). — l-Chloro-2-aininoanthraqiunone is prepared, 
without previously protecting the amino-group by acetylation, by 
the direct chlorination at 15° of 2-aminoantliraquinone suspended 
in ten times its weight of nitrobenzene or other suitable solvent, 
such as acetic acid or chlorobenzene, until the requisite increase 
in weight has taken place. The yield amounts to 88% of the 
theoretical. G. F. VI. 

Some Products of the Reduction of 2-Hydroxyanthraquin- 
one. Arthur George Perkin and Thomas William Whattaji 
(T„ 1922, 121, 289—300). 

Derivatives of /^-Methylanthraquinone. I. Syntheses of 
Chrysophanic Acid [1 : 8-Dihydroxy-3-methylanthraquinone] 
and of 1 : 5-Dihydroxy-3-methylanthraquinone. R. Eder 
and C. Widmer {Helv. Chim. Ada , 1922, 5, 3 — 17). — The course 
of the reaction between a-nitrophthalic anhydride and m-cresol 
depends considerably <*n the condensing agent employed. In the 
presence of boric acid at 170 — 180°, 3'-(or $')-nitro-3 : ^dimethyl- 
fluoran, colourless, lustrous plates, m. p. 240 — 241°, a substance, 
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colourless needles, m. p. 210 — 211 ° (the constitution 
of - which has not been elucidated), b-nilrO'O-2' -hydroxytoluoyl- 
benzoic add , OH*C 6 H 3 Me‘CO*C G H g (N0 2 )-C0 2 H, coarse, pale green 
prisms, m. p. 227°, and 3-ni<ro-o-2 ' - hydroxy -p - toluoylkenzoic add, 
prisms and needles, m. p. 239—240°, arc formed. Attempts to 
convert the nitro-acids smoothly into anthraquinone derivatives 
by means of concentrated sulphuric acid were unsuccessful. In 
the presence of aluminium chloride, oc-nitrophthalie anhydride anti 
tf-cresol give 3-nitro-o-2'-hydroxytoluoylbcnzoic acid as the sole 
isolable product. The isomeric nitro-acids are reduced by ferrous 
hydroxide in boiling ammoniacal solution to 6 -rtn?ino-o- 2 '-jn 
hydroxytoluoylbenzoic add, almost colourless leaflets, m. p. 227- 
J28°, and 3 -a wri no - o - 2 ' - hydroxyto lu oylben zo ic add , leaflets, m. p. 
033 — 234°, respectively, which are converted in the usual manner 
into G-hydroxy-o-2’-}iydroxy--p4oluoylbe nzo ic add , colourless, slender 
needles, m. p. 175 — 176°, and 3 - hyd roxy * o- 2 , -hydroxy -p -tola oyl- 
benzoic add , coarse, colourless needles, m. p. 229 — 230 °. The 
d-hydroxy-acid is transformed by concentrated sulphuric acid 
at 160 — 170° into l : o-di hydroxy - 3 - metk yla nth raqu i nrn e , golden- 
yellow leaflets, m. p. 190 — 191°, whereas the 3-hydroxy-acid is 
converted by a mixture of boric and sulphuric acids into 1 : 8 -di- 
liydroxy-3-methylanthraquinone, yellow leaflets, m. p. 193—194°, 
which is identical in all respects with natural chrvsophanic acid. 

H. W. 

Elimination of Hydrogen from Aromatic Nuclei, and 
Union of the Latter by means of Alum- 
inium Chloride. IV. Ring Closure with 
Doubly Benzoylated Naphthalenes. Ro- 
land Scholl and Heinrich Neumann (Bar 
1922, 55, [B], 118-120; cf. A., 1913, i, W. 
734, and this vol., i, 2.38).— 1 : 4-Dibenz- 
oylnaphthalenc is convertible into dibenz- 
Iw ioi pyrene- 3 : 8-quinone (annexed formula), but 
\i/ the corresponding compound from 1 : 5-di- 
benzoylnaphthalene could not be prepared. 

1 : ±-l)icyanonaphthalene } long, pale yellow needles, m. p, 206°, 
is prepared by distilling sodium naphthalene-1 : 4-disulphonate 
with potassium cyanide and is hydrolysed by boiling, moderately 
concentrated sulphuric acid to naphthalene-1 : 4-dicarboxyIic acid, 
m. p. 309°. The latter is converted bv phosphorus pentachloride 
into naphthalene-! : k-dicarboxyl chloride, slender needles, m. p. 
80°, which is transformed by benzene and aluminium chloride 
in the presence of carbon disulphide into I : 4-dihenzoyhiaphthalene, 
colourless needles, m. p. 106°. The ketone yields, after treatment 
with aluminium chloride at 130°, a small amount of dihenzpyrene- 
5:8 -quinone, broad, reddish-brown needles, m. p. 365°, which is 
purified preferably by sublimation. The corresponding di benz- 
pyrene, greenish-yellow leaflets or prisms, *m. p. 281-5— 282°, is 
formed by reduction of the quinone with zinc dust in an atmo- 
sphere of hydrogen. The quinone is oxidised by chromic acid 
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to 1 • 2 -phthalylanthraquinone, yellow leaflets, 
m p. 325°, which is transformed by hydrazine 
y y I hydrate into the azine (annexed formula), 

I 1 ] oranee-red needles, decomp, about 440 , after 

\/\/\/\; 0 darkening at 430° in an atmosphere of 
hydrogen. otJAO . 

1 : 5-Dicyanonaphthalene, m. p. *^60 , is 
converted successively into *;f 0 n '^ s P on(iin & 

dicarboxylic acid, m. p. 315--320 0 (decomp ), 
1 • S-dibenzoylnaphthakne , colourless crystals, 
Jl P 1 xlw. InHor H. W. 
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and it3 chloride ; . . ----- ^ - 

m. p. 185 — 186°, is obtained from the latter. 

Phenolcamphorein. Sri Krishna (T., 1922, 121 , 253— 25o). 

Preparation of Terpineol. Robert Marchasd (Brit. Pat. 

1536051 Terpineol is obtained from terpm hydrate in near y 

KScal % by distilling it with waterandano = ujhon,o 
acid preferably quinoline-8-sulphomc acid. The process may, 11 
rendered continuous by adding further quantities of 
terpin hydrate as the terpineol distils o\er. 

Demonstration that Uru^iol Homogenous, too 

^^^TiouTabstraetsl.-yHydrourushiol i's prcsent to the^extent 
g addition, *S?& 

C 6 H70H) 2 -[CH 2 ] 7 -CH:CH.[CH^ : CH, wh,eh on ox,dat,on give, 
rise to heptaldehyde and tiie amd 

Sdt°!nx£ioSffiacW and the same aromatic substances 
Ts £ priding compound. The results of the analyses of the 
l,romide P and ozonideof the dimethyl ether and thejAumerf 
hydrogen absorbed during reduction indicate that it contains t«o 

d °UrushioHs amixture of compounds which differ from one another 
in the number and position of the double bonds present in the 
ons normal carbon P ehain. In this respect it exh.bits a ctoe 
similarity to the drying oils. It is diihcnlt or almost impose 
bv the available methods to separate urushiol quantitatnel 
into Rs components. Since, however, ail the latter are converted 
by reduction into the same hydrmmishiol, it appears desirable 
to retain the name urushiol for the original mixti , 
regarded as having a mean molecular formula, C 21 il 32 h 
T H (OH) The isolation of veratrol-o-carboxyhc 

from the products of the oxidation of urushiol dimethy ether 
potassium permanganate affords valuable confirmatKin of 

°°[With ti ^SHramE 1 'lh C th<Tpwdue 
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chloroform solution and the crude ozonide is decomposed with 
steam. The volatile products contain acetaldehyde, heptaldehyde, 
and a-heptoic acid ; the non-volatile portions consist of diacetyl- 
hydrourushiol, 2 : 3-diacetoxijphenyl-ii'Octaldehyde, a pale yellow 
liquid, b. p. 205 — 207^/1 mm., and azelaic acid. 

[With Gitaro Takayama,] — Acetyhnethyhirushiol is converted 
into its i diozonide, and the latter is decomposed with steam. The 
products, isolated in the usual manner, are heptaldehyde, 2-acetoxy- 
S.metfaxy'phenyl-n-octaldehyde , C 6 H 5 (OMe)(OAc)*[CH 2 ] 7 *CHO, b. p. 
190— 210°/0*8 mm., and the corresponding acid, which could not 
be caused to crystallise and is characterised by conversion into 
'Khydroxy-S-methoxypkenyloctoic acid, colourless' needles, m. p. 
49—50°. The presence of acetylhydrounishiol monomethyl ether 
is also established, 

[With Watanabe.} — Urushiol dimethyl ether is emulsified 
with water by the aid of a little palmitic acid and sodium hydroxide 
and oxidised with aqueous potassium permanganate solution 
initially at the atmospheric temperature and finally at 60°, whereby 
a mixture of salts and an oil is obtained. The latter contains 
hydronrushiol dimethyl ether. The mixture of salts is decomposed 
by sulphuric acid, yielding carbon dioxide, formic acid, oxalic 
acid, adipic acid, sebacic acid, veratrol-o-carboxylic acid, 2 : 3- 
dimethoxyphenyl-w-oetoie acid, and its higher homologues. 

[With Watanabe.] — Acetaldehyde has been isolated from the 
products of the decomposition of the ozonides of dimethylurushiol 
and diacetylurushiol, but not from that of urushiol monomethyl 
ether. The difference in behaviour is probably due to the more 
careful fractional distillation of the latter. A scries of experi- 
ments with various fractions obtained from urushiol dimethyl 
ether indicates that the parent substance of the acetaldehyde 
accumulates in the fractions of lower boiling point, and demon- 
strates that urushiol is a mixture of closely allied substances which 
can only bo separated from one another with difficulty by fractional 
distillation. 

[With Takayama.] — The distillation of large quantities of 
urushiol monomethyl and dimethyl ethers has disclosed the 
presence of small amounts of an unsaturated volatile hydrocarbon 
to which the name urusene is applied ; analyses indicate that it is 
probably a mixture of C 15 H 28 and C 15 H 26 . 

[With Okazaki.]— Urushiol dimethyl ether absorbs approxim- 
ately four atomic proportions of bromine in carbon disulphide 
solution; the product obtained is not homogeneous. H. W. 

The Chief Constituent of Japanese Lac. IX. Chemical 
Investigation of the different, naturally-occurring Species 
of Lac which are closely allied to Japanese Lac. Riko 
.Majima ( Ber 1922, 55, [6], 191 — 214; ef. preceding abstract). — 
A Burmese lac (from the stems of Mcianorrhaa us i tat a, Wall), 
to which the name “ Thitsi ” is applied, Is shown to contain 
tnitsiol, a homologue of isohydro urushiol with an unsaturated side 
chain. As judged by the amount of hydrothitsiol formed by 
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reduction, however, this substance cannot comprise more than 
the third part of the material investigated. In this respect, the 
Burmese variety differs markedly from the Japanese and Indn- 
Chinese products, since in the latter cases the crude material eon. 
sists of substances which are reducible to hydronrushiol or hydro, 
laccol to an extent of at least 90%. Indo-Chinese lac, probably 
tanned from Rhus succedama, L., contains mainly laccol, which 
is reduced readily to hydrolaccol; the latter is isomeric with 
hvdrothitsiol, and is a higher homologue of hydrounishiol. Formosa 
lac from Semeocarpus vernicifera and a product from Rhmambigua. 
Lav or Rhus orientalis, Schn, are show to contain laccol as mam 
constituent, whereas two specimens of Chinese lac (probably from 
Rhus vernicifera or a closely allied species) contained mainly 
nruqhiol A Siamese lac was found to be impure and to consist 
in all probability of a mixture of Indo-Chinese and Burmese lac 
[With Chozo Chiba. |— The Indo-Chinese la ® 18 P™* e ^ J - v 
solution in alcohol, filtration, and evaporation of the nitrate, fo- 
ment of the residue with saturated aqueous sodium chloride sola- 
tion, and, finally, with light petroleum. It is thus obtained as a 
r»ale- brown, viscous liquid which resembles urushiol closely in 
appearance and in chemical behaviour. When treated ™th me % 
iodide and sodium etho.xide, it is transformed into laced dimethyl 
ether, C 6 H 3 (OMe) 2 'C„H 3I , b. p. 200—208 ,0-2o ram., 0-#»a4. 
It is reduced by hydrogen in the presence of platinum black to 
hydrolaccol, C s H a (OH) 2 -C 17 H sr „ m. p. 63-04°, which is oxidised 
by potassium permanganate in the presence of acetone to stearic 
acid Hydrolaccol dimethyl ether , obtained by the catalytic hjdro- 
venation Of laccol dimethyl ether crystallises in long prisms 
m n 43—44° ’ with nitric acid it yields ^nitrohydrolaccol dimethyl 
ether, m. p. 75—76°, and a : 6 -dinit rokydrolaccol dimethyl ether, 

iWith Yoshihiho Kudo.}— A solution of laccol dimethyl ether 
in chloroform is converted by ozone into ■ a mono-ozomde Ihe 
latter is decomposed by boiling water into bept aldehyde, acetaldc- 
hvde formic acid, oxalic acid, an impure aldehyde of the composition 
C H (OMe).-[CH 2 yCHO, and nonane- : w'-dicarboxylic acid, m. p. 

Hydrolaccol is shown to be contained in the crude laccol, thus 
giving an analogy to the occurrence of hydrourushiol m urusluol 

^Iwlth'cHOZo Chiba.]— The isolation of thitsiol from the black 
variety of “ Thitsi ” or Burmese lac is effected by means of alcohol 

SSCoSSSiiA \ - p* 

fZZttfzstSz sJa‘s 

hydrothMol dimethyl ether, pale yellow needles m. P- 
Hvdrothitsiol is show* to be identical with heptadecyicatecbol by 
the direct synthesis of the latter; for this purpose margan a«d 
is condensed with catechol in the presence of tin chloride and th 
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3 : 4 - dihydroxyphenyl hexadecyl ketone , m. p. 100 — 103°, thus formed 
js reduced by Clemmensen’s method to heptadecylcatechol. 

The proximity to fresh lac j nice or even to the lac tree is known 
to produce a painful but not dangerous skin disease in susceptible 
persons; this is now shown to be caused by urushiol, and is pro- 
duced in order of decreasing intensity by distilled urushiol, ordinary 
urushiol, and crude Japanese lac. Similar effects are produced by 
other urushiol derivatives, and in this respect urushiol, hydro- 
urushiol, urushiol dimethyl ether, and hydrourushiol dimethyl 
ether are placed in order of diminishing activity. The action of 
urushiol is attributed to the conjoint effect of two contiguous 
hydroxyl groups and the unsaturated alkyl radicle. A series of 
experiments with catechol derivatives shows that the intensity of 
the action increases with increasing length of the alkyl chain, 
but is not noticeably affected by its position. Laccol of Indo- 
Chinese, Formosa, and Tsutaunishi lac is approximately as toxic 
as thitsiol of Burmah lac, but either substance attacks the skin 
much less violently than urushiol of Japanese or Chinese lac. 

H. W. 

Kawa-kawa Resin. Yoshiiiaru Muraya.ma and Kenjiro 
Mayeda (J. Pham. Soc. Japan), 1921, Xo. 477, 959—968).— 
8. Murakami (ibid., 1916, 393, and 1918, 563) isolated three com- 
pounds: demethaxy’yamgonine, C 14 H 12 Oa, m.p. 133—134°, ^methyl- 
atkinic acid , C 14 H 14 0 3 , m. p. 175°, and kawaic acid , (1jH 10 0 4 or 
^17^16^6’ m * P’ 84 — 86°, from the kawa-kawa resin. The authors 
investigated kawaic acid and found that it corresponds with 
the empirical formula C 15 H lG 0 5 , and contains one methoxyl group. 
When heated with alcoholic potash, it gives benzaldehyde and a 
compound , C l4 H 16 0 3 , light yellow leaves, m. p. 164° (decomp.), 
which contains one methoxyl group. By oxidation with 2% 
potassium permanganate, it yields benzaldehyde and benzoic acid. 
From the mother-liquor from which kawaic acid was isolated a 
new acid, ($- kawaic acid, C 14 H 18 0 4 , colourless, slender needles, 
in. p. 101 — 103°, was isolated ; it is moderately soluble in boiling 
water and ether, and very soluble in alcohol. It contains a methoxyl 
group and yields benzoic acid when oxidised with 5% potassium 
permanganate. K. K. 

The Tinctorial Properties of some Anthocyanins and 
certain Related Pigments. II. Arthur K Kverest and 
Archibald John Hall (J. Soc. Dyers and Col, 1922, 38, 9—13; 
cl A., 1921, i, 485). — An account of experiments carried out with 
a view to study the influence on the tinctorial properties of the 
introduction of acidic and basic radicles in the benzene nucleus of 
synthetic pigments related to anthocyanins. 

Attempts to prepare amino-derivatives by nitration and reduc- 
tion failed, for treatment of 2-phenylbcnzopyroniumferrichloridc 
ivith nitric acid, or nitric acid and sulphuric acid, resulted in 
oxidation, but satisfactory results were obtained by an indirect 
method. Diazotised amines, such as aniline, o- and p-toluidine, 
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sulphanilic acid, p-nitroaniline, «- and p-naphthylamine, couple 
with phenyl o-hydroxystyryl ketone, probably in the ^-position 
with respect to the hydroxyl group, and on reduction yield an 
amino- derivative which is converted into the corresponding oxonium 
salt by alcoholic hydrochloric acid. The azo-compounds which 
were prepared from phenyl o-hydroxystyTyl ketone possess an 
affinity for wool, but owing to their sparing solubility in water, 
their application is difficult, except in the case of the compound 
derived from sulphanilic acid. The corresponding azo-pyrylium 
compounds are to be dealt with subsequently. F. M. R. 


Gallotannin. M. NierenSTEIS ( J . Soc. Chenu Ind. } 1922, 41, 
29 — 30t; cf. Xierenstein, Spiers, and Geake, T., 1921, 119, 275).— 
A critical discussion of the attempts to elucidate the constitution 
of gallotannin is given. It is considered that it is probably a 
glucoside of the following polydigalloylleucodigallic anhydride, 


( r -O-[O-C 6 H 2 (0H) s -C0] I -O-C e H 2 (OH)<J; 0 '®JA(0H) 1! -CH-0H 

C,H,(OH) 3 0-C0-C 6 H 2 (0H) 2 -0 

The formula explains the high molecular weight, the optical activity, 
and the low electrical conductivity of gallotannin. It is in accord 
with the observation that gallotannin is more acidic than pyro- 
gallol towards diazoacetic ester. It accounts for the mutarotatiem 
of gallotannin and explains the different phases observed in the 
formation of ellagic acid from gallotannin. It is in accordance 
with the formation of tetramethylglucose from mothylogallotannin. 
2^one of the four points last mentioned is explicable on the basis 
of Fischer s conception of gallotannin as pentadigalloylglucose. 

H.W. 


Crystalline Synthetic Tannins. I. P. Karrer and Harry 
R. Salomon (Helv. Chim. Acta , 1922, 5, 108 — 123).— A solution of 
laevoglucosan in chloroform is converted by triacetylgalloyl chloride 
and quinoline into ti'i-(triaceiylgalloyl)lcevoghtco6an } 

f 0 - i 

^•CH[0-C e H g (0Ac)J^H-CH[O*C^OAfl)J'CH[O-C l FI 1 (0Ac)J*CTT ) 

m. p. (indefinite) 137°, after softening at 120°, [a]?, — 10-45°, in 
acetone solution, which has not been obtained in the crystalline 
condition, it is hydrolysed by an excess of m hU uni hydroxide in 
aqueous acetone solution at 0^ and the solution, after neutralisa- 
tion and removal of acetone in a vacuum, deposits successively 
two gelatinous precipitates (A and B) when preserved. The 
former dissolves freely in cold alcohol, but by allowing the alcoholic 
solution to evaporate slowly at the atmospheric temperature it 
gradually becomes crystalline and sparingly soluble in alcohol. 
It is subsequently readily crystallised from this solvent, and yields 
i-trigaUoyllcevoglucosan, long, six-sided crystals, dccomp. 250 — 320 , 
[*]S -18-02° in alcoholic solution. The ability of the substance 
(and others of this class) to give the typical tannin reactions cannot 
be investigated, since it is insoluble in water, but in 10% alcoholic 
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solution it readily causes gelatinisation with arsenic acid. It gives 
a potassium salt which is sparingly soluble in alcohol. The pre- 
cipitate, B (see above), yields $4rigaUoyllwvoglucosan, broad needles, 
and flat, rectangular plates, decomp. 270—320°, [a]!? -21-00° in 
alcoholic solution (the potassium salt is described). The a- and 
^-compounds arc differentiated clearly by their behaviour towards 
ferric chloride in alcoholic solution, since the former gives a bluish- 
black, gelatinous precipitate, whereas, under similar conditions, 
the latter gives only a bluish-violet solution without a precipitate. 
DigaUoyUcevoglucosan , colourless needles, decomp. 220—270°, 
[ot]i> —27-93° in alcoholic solution, is prepared by extraction of 
the filtrate from the precipitates .4 and B with ethyl acetate, 
removal of the solvent, and treatment of the residue with aqueous 
acetone; the sparingly soluble potassium salt is described. The 
mother-liquors from the crystallisation of the digalloyl derivative 
contain gallic acid and inonogalloyllcevoglucosan , decomp. 240° after 
darkening at 220°. 

It is remarkable that the trigalloyllaevoglucosans, when impure, 
are freely soluble in acetone or alcohol, in which they dissolve but 
sparingly after being recrystallised; similarly, crude digalloyl- 
lsevoglucosan dissolves with great ease in water, whereas the pure 
product is very sparingly soluble. It appears probable, therefore, 
that the natural and synthetic tannins which are freely soluble in 
water and alcohol are all mixtures the components of which in 
the pure condition are characterised by sparing solubility. 

The typical tannin reactions, such as the gelatinisation of alcoholic 
arsenic acid solution, are not exhibited by monogalloyllsevoglucosan, 
which in this respect behaves similarly to Fischers monogalloyl- 
glucose ; the presence of at least two galloyl residues in the sugar 
molecule appears essential to the development of tannin char- 
acteristics. H. W. 


Synthesis of a-Benzopyrone Derivatives and the Rupture 
of the Pyrone Ring in these Compounds. J. Troger and 
Fe. Bolte (, J . pr. Chan., 1921, [ii], 103, 103—187; cf. Troger 
and Lux, A., 1910, i, 101). — Coumarin derivatives of the tvpe 

c.h 4 <^ "CO 2 aTe °k* a * nec * by the action of acetic anhydride 


at water-bath temperature on a mixture of salicylaldehyde and 
the requisite arylsulphonvlacetic acid. From benzeuesulphonyl- 
acetic acid is obtained 3-benzenesulphonyleoumarin, in, p. 217 — 
-17' 5° (loc. cit.) f from p-toluencsulphonylacetic acid, 3-p -toluene- 
si tlpkonykoumariiiy colourless, tabular crystals, m, p. 221°, and 
from p-chlorobenzenesulphonylacetic acid, 3-p-chlorobenzenesulph- 
onylcoumarin, m. p, 242° [loc. ciL). 3-Betizenesulphonylcoumarin 
is changed by alcoholic sodium ethoxide at water-bath temperature 
m t° pkenyL-o-hydroxystyrylsulphone, 0tL-CgH 4 *CH;CH , S0 2 , C 6 H 6 . 
colourless plates, m. p. 100°; the corresponding acetoxy - compound 
has in. p. 123° and the benzoyloxy-denx&xixe, m. p. 135°. The 
following compounds were prepared in similar manner. p-Tolyl- o- 
WoxystyryUulplwne, OH-CgHj-Cti^CH-SOtj'CgH^le, colourless 
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plate, m. p. 154^; «> e 

osy-denvative, m. p- w > P. .. * io6°- and benzoyloxy. 

m ; p . 168—169°; acetoxy-terw ative, m. p. . ai 

derivative, to. p- 96 ■ , . j r porirnvUildehvde (OH 0 i Oil ; OH 

Benzenesulphonylacetio acic _ wefomf-S-benzenesulphonyL 

=1:2: 4) with acet.c if there be some 

comnarin, colourless needles, i • P- • ac j d With sulphuric 

sodium benzenesulphonylacetetemthefreewpd ^ 

acid, 7 ^etoxy-S-benzencsidphonwoumann gelds J 

enesulphonykoumarm On alkaline nj , aro > ■ . CH;C H-SO,Ph, 

yieldsphenyl-ZA-dihydro^ynjU of which the following derivatives 
yellow crystals, in. p. 209-210 , ot™" der> p 108 «. 

are described : dimethyl «f*«7P m 5 1)2 °^ dibenzoyloxy-Aem- 

diacetoxy- derivative, leafy c y , ^„P similarly, 7-acefarji-3-p- 
ative, colourless needles, • j • i W( w v .3.p -toluenesulphone 
tolmMtdphanykoamnn^ p. 2 ^'^ slyr yU^hom, m. p. 184°, 
c oumarin, m p 239 ; tolyl - 2 :^?“SS.derivatdve, m. p. 108 s ; 
and its dimethyl ester, m. p. ’ 132° and l-Mdoxy-Z-p-chkro- 

and d»6ei«oytoy-denvative, im p- - > m „ 224° ; 1 -hydroxy - 

benzenendphonykouriwri n, rho y j > aren t needles, m.p. 

3.p cWoro^^ 

226°; p-cfdorophenyl-2. i-dimrmy^jy \ 77° diacetoxy- deny- 

tab, m. p. 193 , and its drnM iO*. »• ^ were pre . 

ative, m. p. 112 ; difce«zoylo.rp- couraaric acid could be 

pared. No derivatives of couraanwc or coumar m 

isolated on attempting to rupt turet b W * ' & hydro lyL. 
to be assumed as intermediate stages in some 01 me ^ ( J R 

Sulphur as the Bridge A ^ on i ^ ^j^n^^toENKK 
Derivative of Anthracene. A. Bistrzy 1920, i, 

(Helv. Chim. Acta, 1922, 5, 20-28 on ’ 2:4:4- 

629). — The action of concentrated sul P „ 8 p, 

' , , _ ( ,p, l n , has been ex 

triphenyl- 1 : 3-oxthiophan-a-one, t ™2 "(jo. 0 

CPh amined further and is shown to yield 9-phenyl- 

(Wi 

M vJK.fSrSSSSas 

and boiled until the precipitate slender, yellow needles, 

9-pAeitjfl-9 : I 0 -dihydromemthwanthracene sien ,y with 

mf p. 117— 118°. The latter is ^ ,v f f 52 ^production of 
zinc dust into 9-phenylant iracene, ■ ■ 1 1 su bstance is m 

*“ .«»« u» m. h„»*« 

reality the thioketone, C 6 H 4 < C g__> 6 1 , iv , vl wine 

however, is negatived by its J^n^and'wdUne^ as well m b 5 
alcoholic sodium hydroxide solution, and amu , 
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its reduction by zinc and hydrochloric acid in the presence of 
glacial acetic acid to 1 : 3 -diphenylthiophthalan, 

colourless, silky needles, m. p. 106 - 5 — 107'5°, the constitution of 
which follows from its conversion by more drastic treatment with 
the same reagents into o-dibenzylbenzene, ni. p. 78°. Oxidation 
0 f phenyldihydromesothioanthracene with hydrogen peroxide in 
glacial acetic acid solution gives o-dibenzoylbenzene, m, p, 145 — 
146 °, which is shown by direct comparison to be identical with 
the product prepared by Simonis and Remmert (A., 1915, i, 136). 

4 : 4-DiphenyI-2-p-chlorophenyl- 1 : 3-oxthiophan-5-one {A., 1920, 
i ( 631) is similarly converted by sulphuric acid into 2-cMoro-9- 
pkenyl - 9 : IQ-dikydromesothioanthracene, microscopic aggregates of 
yellow prisms, in. p. 124 — 126° after softening at 120°. H. W. 

Constitution of Matrine, II. HeizaburO Kosd6, Niichiro 
Kishi, and Churo Araki (J. Pkarm. Soc. Japan, 1921, 1047— 
1069; cf. A., 1921, i, 882). — By reducing matrine with sodium 
and amyl alcohol, deoxymatrine , (0 15 H 24 N 2 ) 2 , rhombic prisms, 
m. p. 162° (aurichloride, yellow, amorphous precipitate; platini - 
chloride, orange-yellow plates, decomposes at 284°. The dimeth- 
iodide , colourless needles, m. p. 178°, and its aurichloride, yellow 
needles, m. p. 180°; platinichloride, an orange-yellow, crystalline 
precipitates, decomposing at 282° ; picrate , yellow, slender crystals, 
m. p. 109°; mercuricMoride, white prisms, m. p. 175 — 180°), and 
dmxymatrine oxide , (C 15 H 24 K 2 ) 2 0, a yellow, amorphous base, were 
obtained. To reduce the products further, deoxymatrine v 7 as heated 
with hydrogen iodide ( d 1*7) and red phosphorus at above 250° 
for five hours, when dimatridine, (C 15 H 2 5 N 2 ) 2 ,long, colourless needles, 
m. p. 160° ( platinichloride , orange-yellow needles, decomposing at 
275°; aurichloride, yellow needles, m. p. 215°; dimethiodide, an 
amorphous precipitate; and its aurichloride , a yellow, crystalline 
powder, decomposing at 193° ; platinichloride, a light reddish-yellow, 
crystalline powder, decomposing at 279° ; mercuricMoride , a white 
powder, m. p. about 150°; picrate, a yellow’ powder, m, p. about 
92°), and a crystalline base, m. p. 75 — 76°, isomeric with the former, 
were produced. Dimatridine was formed also hv the catalytic 
reduction of deoxymatrine with hydrogen in the presence of 
platinum black. Deoxymatrine oxide, when subjected to reduction 
with hydrogen iodide and red phosphorus, yielded the base, 
C 10 H lf) N, described in the former paper. The electrolytic reduc- 
tion of matrine did not give a satisfactory result, but a small 
quantity of an unsaponifiable crystalline base, m. p. 72 — 76°, was 
formed [platinichloride, decomposing at 254°, and aurichloride, 
m. p. 206 -208°). K.K. 

Synthesis of ,6-Arylsulphonylquinolines containing a Side 
Chain in the 2-Position. J. Tkooeii and W. Menzrl ( J . pr, 
Chem., 1921, [ii], 103 , 188 — 215). — 3-p-Toluenemlphonyl-'2-methyl 

pimoUne, C 6 H 3 <JH C « H * CH * obtained by heating an 
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alcoholic solution of o-aminobenzaldehyde with p-toluenesulphonyl- 
acetone, and a sma*ll amount of sodium hydroxide, forms lustrous 
broad needles, m. p. 152°, and on distillation with zinc dust yields 
2-methylquinoline, thus proving its constitution. The following 
derivatives are described : hydrochloride, C 17 Hj50*NS,HCl, m, p° 
150°; nitrate , m. p. 138°; sulphate , C 17 H ls 0 2 NS,H 2 S0 4 ; oxalate, 
C i; H i50 2 NS,a0 4 ir 2 , decomp. 145°; platinichloride, 

" < (€ 17 H 15 0 2 NS) 2 ,H 2 Pta 6> 

m. p. 216°; aurichloride C 17 H 1s 0 2 NS,HAuC 1 4 , m. p. 194°; mercuri 
chloride, m. p. 148°; stannochloride, (C 17 H 15 0 2 NS) 2 ,H 2 SnCL 
m. p. 235°; melhiodide , C 17 H 15 NS0 2 ,MeI, m. p. 146°; msthockloride \ 

m. p. 156°; the benzylidene derivative, C R H 4 <C^'9 

J 6 4 c-ch:ch*c 6 h/ 

yellowish-white needles, m. p. 204° ( hydrochloride , m. p. 202°); 
the corresponding ethylidene derivative, m. p. 165° ( hydrochloride , 
m. p. 160°), and $-p-tolmne.sulphonylquinophthalone ) 


r tt ^ch:<>so 2 ’C 7 h 7 
• 4 ^N=rC'CH:(CO) 2 :C 6 H; 
small, brittle prisms, m. p. 147°. 

In the same way, from benzenesulphonylacetone and o-amino- 
benzaldehyde is obtained Z'benzenesulpkonyl-^-methylquinoline, 
yellowish-white, thin needles, m. p. 144°, and the following deriv- 
atives: hydrochlo ride, C 4 6 H 13 0 2 X 8,1101, ra. p. 105°; nitrate, m. p. 
126°; sulphate, decomp. 150°; oxalate ; platinichloride ; aurichloride, 
m. p. 186° (decomp.); mercuricMoride, m. p. 95°; stannochloride, 
in. p. 245°; melhiodide, C 13 0«,NS,CHoI , m. p. 135°; metho- 
chloride , m. p. 149°; the benzylidene derivative, C 23 H 17 0 2 XS, 
slender needles, m. p. 195° ( hydrochloride , m. p. 198°) ; the cthylidm r 
derivative, C 38 H 15 NS0 2 , small, nodular crystals, in. p. 154° [hydro- 
chloride) ; and 3-benzenesul pho nylquino phtka to ne , C 24 H 15 0 4 X8. 

yellow needles, m. p. 140°. Similarly, from p-chlorobenzene- 
sulphonylacetone is obtained 3-p-chlorobenzenesulphonyl-2-methil 
quinoline, lustrous, colourless, long, slender needles, m. p. 155°, 
and the following derivatives: hydrochloride , C^H^OgNSCljHCl, 
m. p. 200° ; nitrate, m. p. 132° ; sulphate , oxalate , platinichloride, auri- 
chloride, ra.p. 180°; mercurichloride, m.p. 195 — 198°; stannochloride, 
m. p. 235°; methiodide, C 16 H 12 0 2 NS01,CH 3 I, m. p. 150°; metho- 
chloride, m. p. 160°; the benzylidene derivative , C<, 3 H J6 0 2 NSCI, a 
yello wish-green, microcrystalline powder, m.p. 200° ’'(hydrochloride) ; 
the ethylidene derivative, 0 18 H 14 0 2 XSC1, slender, yellowish-white 
needles, m. p. 185° {hydrochloride) ; and 3-p-chlorobenzenesulphonyl - 
quinophthalone, C 24 H 14 0 4 XSC1, small, rhombic crystals, m. p. 150 c . 
In no case could the benzylidene or ethylidene derivative he 
oxidised to the corresponding carboxylic acid. 

From (3 -naphtlialenesulphonyl acetone and o-aminobenzaldehvde 

xxo«so 2 *c 10 v h : 


3^-mphthalenesulpho7iyl-'2-m.etkylquinoUn e , C 6 H 4 <C 


N-CMe 


is obtained as greyish-white, prismatic needles, m. p. 160°; phtini- 
chloride , (C2 0 H 15 O 2 NSf 2) H 2 PtCl f ., m. p. 228°. By using benzene- 
sulphonylacetophenone derivatives, corresponding phenylquinolines 
are obtained and will be described later. W. O. K. 
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Extension of the Kishner-Wolff Method of Reduction. I. 

Ernst Thtehepape ( Ber 1922, 55, [J3], 136 — 138). — The replace- 
ment of the oxygen atom of ketones and aldehydes by hydrogen 
has been effected by Wolff (A., 1912, i, 988) through the corre- 
sponding hydrazoncs. The extension of the reaction to carbonyl 
croups in general is now being investigated together with the 
decomposition of substituted hydrazine or hydrazone groups with 
the elimination of nitrogen in the cases of substances which are not 
derived from true ketones or aldehydes. 

4.Methy]quinoline-2-hydxazonc, C 6 H 4 <C^^ e ‘*?JJ T , m. p. 148 a , 

IvH - C.N*AH2 

is prepared from 2-chloro-4-methylquinoline, more conveniently 
from 4-methylquinoline and hydrazine hydrate. The hydrazone 
is converted into 4-methylquinoline when heated during seventy- 
two hours at 150 — 180° with potassium hydroxide, or by treat- 
ment of its solution in boiling water with copper sulphate or in 
cold water with iron chloride. H. W. 

The Quinoline Series. I. Synthesis of 4-Suhstituted 
Quinolines and of Quinoline-4-carboxylic Acids. Ernst 
Thjelepape {Ber., 1922, 55, [B], 127 — 135). — Attempts are de- 
scribed to synthesise 4-substituted quinolines or 2 : 4-disubstituted 
quinolines in which the substituent in position 2 is easily removable. 

Aniline hydrochloride and sodium formylacetone yield the 
mil, X PhX’H*( TiyCOOHg, colourless crystals, m. p. Olv) 3 ; after 
being distilled in a high vacuum (b. p. 128 — 134°/2*o — 5 nun.), 
the product has m. p. about 61° and then passes into the 
modification, m. p. 91*5°, which is also produced when attempts 
are made to crystallise the variety, m. p, 61°. The nature 
of the isomerism has not been elucidated. All attempts to 
effect ring closure with formation of a quinolyl derivative were 
unsuccessful. 

p-Anisidine and ethvl acetoneoxalatc give the anil, 
0Me‘C fi H 4 -X:C(C0 2 Et)-CH 2 *C0Ale, 
yellow crystals, m. p. 68°, which "could not be converted into a 
substituted quinoline. 

^mK^^-methylacelaniUde, NMePh*CO‘CH,‘CO*CO,Et, col- 
ourless crystals, m. p. 84 , 5°, is prepared by the condensation 
of xV-methylacetanilide with ethyl oxalate in ethereal solution in 
the presence of sodium ethoxide. It is converted by concentrated 
sulphuric acid at —15° into ethyl ] -methyl -2-quinolone-i-ea rboxylate , 

^ ^ hydrolysed by 

boiling aqueous sodium hydroxide to the corresponding acid. 
m - p. 251 — 252°. The ester is converted by phosphorus penta- 
chloride in the presence of phosphorvl chloride into ethyl 2 -chloro- 
({uinoline-i- ca rboxyla le , vellow r crystals, m. p. 64’r>° (2-c.hloro- 
quinoUne-4-carboxylic acid may be obtained similarly from 2-hydr- 
oxyquinoline-4-carboxylic acid) . 2 - Hyd razi i\oq\n noline-i-ca rboxylic 
unstable, yellow r crystals which do not melt below 305°, is 
obtained from the chloro acid and hydrazine; the corresponding 
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kydrazide, colourless, unstable crystals, m. p. 228 — 229° (decomp.) 
after darkening and softening above 190°, is prepared from ethyl 
2 ■ chloroqumoline- 4- carbo xylate . Quinoline-4-carboxylic ester i s 
converted similarly into quinolineA-carboxyhydrazide, colourless 
crystals, m. p. 154'5°. 2 - I odoquinoline-1- carboxylic acid , almost 
colourless crystals, m. p. 195 — 196°, after darkening at 180° and 
softening at 190°, is prepared from the 2-chloro-acid by the action 
of potassium iodide and red phosphorus in the presence of hydriodic 
acid (d 1*50). H. W, 

Arylated Pyridines. III. Quinodihydropyridines. \V. 

Dilthey (JSer., 1922, 55, [JB], 57 — 59; cf. A., 1920, i, 448; 1921, 
i, 735). — The pyridine analogues of the deeply coloured anhydro- 
bases obtained by the action of dilute alkali on p-hydroxyaryl. 
pyrylium salts are readily prepared when the pyridine nitrogen 
at-om is united to an aromatic residue. Thus 1:2: 6 -triphenyl4- 
p-hydroxyphenylpyridinium chloride, pale yellow crystals which 
do not melt below 340° (obtained from 2 : 6 * diphenyl- 4-p -hydroxy- 
phenylpyrylium chloride and aniline), is converted by ammonia 
in alcoholic solution into 1:2: d4riphenylA-quinopyridan t 
0. , C 6 H 4 X‘ 5 NH 2 Ph 35 yellowish-red needles, m. p. 302°. Solutions 
of the substance or its salts are not fluorescent. H. W. 


New Method for the Preparation of Alkamines. II. Jibo 
Takeda and Sajuro Kuroda [J. Pharrn. Soc. Japan, 1921, 1—76). 
— The authors have shown (A., 1920, i, 228) that styrene dibromide, 
anethole dibromide, and the like reacting with carbamide produce 
substituted dihydro-oxazoles, which are changed to the corre- 
sponding alkamines by the action of alkali hydroxides. By the 
decomposition of the methyl derivatives of these dihydro-oxazoles, 
iST-methylalkammes are, however, obtained, so that the imino- 


oxazolidine formula, 


R CH must replace the 

R'-CH—O 


constitution. 


R*CH*N^ri mu • v 

R'»CH‘0^ C glVen earh 


By the action 


of acetic anhydride and sodium acetate, these compounds are con- 
verted mainly into acetyl derivatives, ^ 

R «CH — 0 


but to a small extent into the aeetyioxazolidones, ^ 

R *CH O 

the hydrolysis of the former by alkali hydroxides produces the 
corresponding alkamine through the oxazolidone more easily than 
imino-oxazolidines themselves. In these reactions, an isomeric 
(3 -alkamine is produced in small quantity with the a- alkamine; 
the uoadrenalinc base of Mannich (A., 1910, i, 411) corresponds 
with the former. The method was applied to dihydronaphthalene 
dibromide, which with carbamide yields the corresponding imino- 
oxazolidine; this is converted into the corresponding alkamine 
by way of the acetyrderivative. The bases are not identical with 
those described by Bamberger and Lodter (A., 1893, i, 591; 
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1896, i, 99), but are stereoisomerides. The following substances 
were prepared. 

L Anetholealkamine group. i-p-Anisyl-b-meihyloxazolidone, 

0 Me*C 6 H 4 CH rhombic plates, m. p. 110 — 112°, is 

Me*CH — 0 

prepared by heating anethole- 2 -imino-oxazolidinc with water at 
140—150° in a sealed tube with a small quantity of anethole- 
alkamine; acetyl derivative, hexagonal plates, m. p. Ill — 112 °. 

4 . p- /I nieyUb-methyloxazoli he mercaptan , 9^ ^>OSH, 

white plates, m. p. 86 — 88 °, from anetholealkamine, carbon 
disulphide, and potassium hydroxide ; acetyl derivative, colourless 
plates, m. p. 79 — 81°. K-p-Hydroxyphenyl-fi-hydroxypropylamim, 
OH*C 6 H 4 , CH(NH 2 ) , CHMe*OH, colourless, hexagonal plates, m. p. 
173°, from anetholealkamine and hydrogen iodide ( hydrochloride , 
m. p. 187°; dibenzoate , m. p. 173°), which yields z-p -hydro xypkenyl- 
mdkyl-fi-hydroxypropylaminc, with methyl iodide; hydrochloride, 
m, p. 184—186°. Anetholealkamine, thin plates, m. p. 80°, is 
prepared by heating anethole oxide with alcoholic ammonia at 
130° ( copper salt, m. p. 161°). By acetylation of the bromo- 
anethoIe-2-immo-oxazoIidine with acetic anhydride and sodium 
acetate, its N -acetyl derivative, plates, m. p. UK) — 192°, and the 
acetyloxazolidone , m. p. 134°, are prepared; the former gives 
brmoanetholealkamine ( a- p - /« ethoxybromopheny l - [3 -hydroxypropyl- 
mine), thin plates, m. p. 118° ( hydrochloride , m. p. 247°; copper 
derivative, m. p. 168°). 

II. woSafrolealkamine group. 4 - M et kyle nedioxy phenyl- 5 -methyl- 

oxazolidtm, H> co plates m . p . 170—171°, 

Me‘CH — O 

is prepared by heating isosafrole- 2 -imino-oxazolidine with water 
at 140° in a sealed tube, tsosafrolealkamine and ammonia being 
simultaneously formed. By acetylation of isosafrole-2-imino* 
oxazolidinc with acetic anhydride and sodium acetate, the Is -acetyl - 
acetate, m. p. 208°, and the acetyloxazolidone, colourless prisms, 
m. p. 116 — 119°, are formed, the former, when heated at 205°, 
is changed first into the latter, and then into jU - isosa / rolealham ine 
(i copper salt, m. p. 171-173°). Benzoylation of i$osafrole-2-imino- 
oxazolidine by Schott en-Baumann's method yields only the 
^benzoyloxazolidone, m. p. 180—182°. When boiled with 30% 
sodium hydroxide, the acetvl- acetate yields iso safrolealkamine, 
CH 2 a:C 6 H 3 *CH(NH a )-CHMc« 6 H, slender needles, m. p. 79° {hydro- 
chloride, m. p. 210 — 215°; platinichloride, orange-yellow' crystals, 
m. p. 200 — 202 °; copper derivative, (C, 0 H 13 O 3 N) 2 CuOH- 2 H 2 O, 
deep violet crystals, in. p. 185 — 186°), wnilst with very dilute 
alkali the free N -acetyl derivative, m. p. 153°, is formed. By 
acetylation with acetic anhydride, isosafrolealkamine gives the 
N-o cetyl derivative, prisms, m. p. 156°, which change to iso safrole- 
alkatnine acetate (hydrochloride, needles, m. % p. 198 — 200°, w'hen 
treated, in benzene suspension, with hydrogen chloride; platini- 
chloride, orange-yellow crystals, m. p. 200 °). In the same "way, 
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N - be ttzuylisomjroleullcaini ne, needles, m. p. 139°, suffers rearrange- 
ment to iso safrolealkamine benzoate ( hydrochloride , m. p. 203°; 
piatinichloride, m. p. 201°). By heating with carbon disulphide 
and potassium hydroxide, isosafrolealkamine produces the mer- 
captan, CH 2°2^fl H 3*V H *^>C-SH, granules, m. p. 160°; the 
MeCH’O 

acetyl-mercaptan forms white, hexagonal plates, m. p. 93°. Methyl 
isosa fr ole-2- imino-oxazolidine, qx>C.NH, a light 

yellow syrup, is prepared from iiSosafrole-2-imino-oxazolidine and 
methyl iodide (hydrochloride, m. p. 205°), the hydrolysis of which 
by alcoholic sodium hydroxide produces N -methylisosaf rolealkami m 

C H 2 0 2 ICgH 3 * CH (N HMe) 'CHMe* OH , 
m p. 89—90° {hydrochloride, in. p. 142—144°; 'piatinichloride , 
m. p. 196°; copper derivative, deep violet crystals, m. p. 151°). 
Dimethyli&osafrolc-Z-imino-omzolidine is prepared from the mono- 
methyl compound and methyl iodide (hydr iodide, thin plates, m. p. 
181°), the hydrolysis of which by alcoholic sodium hydroxide 
produces xY-methylisosafrolealkamine and methylamine. Acetyl 
methyllsosafrolealkamine, white crystals^ m. p. Ill — 113°, and the 
Si -benzoyl compound, prisms, m. p. 145 — 14s°, arc prepared from 
the methylalkamine. They are converg'd into O -acetyl- 'A -methyl 
iso saSrolealkamine hydrochloride, m. p. 182° {piatinichloride, m. p. 
163—169°), and the O -benzoyl compound, prisms, m. p. 213° 
( piatinichloride , m. p. 170°), by passing hydrogen chloride into their 
ethereal solutions. X-Dimetkyli&osafrolealkamine, m. p. 71—73°, 
is prepared from the monomethyl compound and methyl iodide 
(hydrochloride, m. p. 173°; piatinichloride, m. p. 190 200); 
benzoyl chloride produces O-benzoyl-^-dimethylhosafrolealkamm 
hydrochloride, m. p. 224—226° {piatinichloride, m. p. 140°). Bromo • 
isosafrole -2-imino- oxa zol id i tie, thin plates, m. p. 197 , is prepared 
by heating bromoisosafrole dibromide and carbamide at 150 
(hydrochloride, m. p. 197°); on acetylation, it yields X-acelylbromo- 
isosafrole-2 - invi no - oxazol i dine acetate, long needles, m. p. k3-- 
176°, which gives bromoi s osaf rolealka mi m, prisms, m. p. 126 12S , 
by hydrolysis (hydrochloride, m, p. 231°; copper derivative, in. p- 
158°). 

III. Methyhsoeugenolalkamiiie group. Methyl* weugenol di- 
bromide and carbamide react to form methylisoeugeml-2-imm- 
oxazolidine , ra. p. 153—155° (hydrochloride, m. p. 166—168 ; 
piatinichloride, m . p. 195°), which, is converted into the ^-acetyl- 
acetate, m. p. 155— 157°, by heating with acetic anhydride; hydro- 
lysis of the acetyl compound with 30% sodium hydroxide produces 
a-3 ; 4 -dimethoxy phenyl- °>-hydroxypropylamine (jnethylisoeugenolalk- 

amine), thin platcg _ m p 95 — 96 ° [hydro- 

MeCH'Url . 

chloride, m. p. 222°; piatinichloride, in. p. 201°; copper compound 
( , oase),CuO+2H 2 0, m. p. 166—167°]. 0 -X-DinuUhylisoeugenol-.- 
imino-oxazolidine, a pale yellow oil, is prepared from the rmino- 
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oxazolidine and methyl iodide ( hydrochloride , m. p. 144°); 
hydrolysis produces a-3 : ±-dimethoxyphenylmethyl-$-hydroxypropyl- 
amine ( dimethylisoeugemkdkamine ), hexagonal plates, m. p. 90 — 
91 ° (hydrochloride, m. p. 190—193°; platinichloride, m. p. 172 — 
174°; copper derivative, m. p. 138°), which gives the hydro- 
chloride of the 0 -benzoyl derivative, m. p. 198°; the latter 
suffers rearrangement to the Js -benzoyl derivative, m. p. 140°. 
«-3 : i-DimetJimyphenyl-^hydroxypropyldimethylamine ( trimethyliso - 
cugenotolkamine), is a light yellow oil; the hydrochloride forms 
white nodular crystals, m. p. 149 — 150°. 

IV. Dihy dr onaph thalenealkaminc group. Dihydronaphthalene 
dibromide and carbamide react at 140° to form dihydronaphthalene- 
2-mino-oxazolidine , thin plates, m. p. 158 — 159° (hydrochloride, 
prismatic plates, in. p. 198°; platinichloride , m. p. 224°), which is 
converted to the N- acetyl-acetate , plates, m. p. 123 — 124°, and 
then into J3 - kydroxytetrahydro- £ -naphthyla m. in e { dihydronaphthalene - 
alJcamine), thin plates, m. p. 107 — 108° (hydrochloride, m. p. 215°; 
platinichloride , m. p. 220°; picraie, yellow needles, m. p. 191°; 
copper derivative, (basc) 2 CuG-j-2H 2 0, violet-red needles, m. p. 
176°). Methyldihydronaphthalcne-2-imino-oxazolidine, prepared from 
the above compound and methyl iodide, forms thin plates, m. p. 
66 — 68° ; hydriodide, m. p. 203° [hydrochloride (-|-1H 2 0), m. p. 
254°, anhydrous]. As by-product, an oily isomeride is obtained; 
hydrochloride , m. p. 235°. fi-Hydrozytetrahydro-fi-naphthylmethyl- 
amine, needles, m. p. 85°, is prepared from the above imino- 
oxazolidine derivative by hydrolysis with 20% sodium hydroxide 
[hydrochloride, m. p. 214°; copper derivative, (base) 2 CuO, light 
reddish-brown crystals, m. p. 218°], which by methyl iodide is 
converted into fi-kydroxytetrahydro-fi-naphthyldimethylamine, an oil; 
hydrochloride, m. p. 224°; picraie , yellow plates, m. p. 160°. 

K. K. 

Nitro-derivatives of Alkylated Benzidines. G. van Bom- 

burgh (Bee. trav. chim., 1922, 41, 38 — 43; cf. Jlertens. A., 1877, 
ti05; A., 1886, 1022; and van Bomburgh, A., 1887, 245).— One 
of the substances obtained by the action of dilute nitric acid on 
dimethylaniline, at first known as /.sodinitrodimethyJaniline, was 
shown to be a tetranitrotetrametliyl benzidine, but the positions 
of the nitro-groups were not determined. The author considered 
it probable that the 3 : 3' : 5 : o'-positions were occupied by these 
groups, and prepared the 3 : 3' : 5 : 5'-tetrauitrotetramethyl- 
benzidine. Tctranitro-4 : 4'-dimethoxydiphenvl (cf . Hirsch, A., 1889, 
i, oil), w’as treated with dimethylamine, nitrated, and boiled with 
phenol, the resulting product being found to be identical with the 
tetranitrotetramcthylbenzidine first obtained. The reactions in- 
volved serve as a means for the preparation of alkylated tetranitro- 
benzidines. The following were prepared : 3 : 3' : 5 : 5' -tetranitro- 
diethylbenzidine , m. p. 248 c , which, on treatment with concentrated 
nitric acid yields 3 : 3 ' : 5 ; o' -tetranitrodi phenyl A : ±' -didhyldinitro- 
mine, long needles, m. p. 230° (decomp.) : 3 : 3' : o : a'-tetranitro- 
dipropylbenzidine, dark red needles, m. p. 200°, which with nitric 
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acid (d 1*49) yields 3 : 3' : 5 : 5' - tetranitrodiphenylA : -dipropyl 
dinitroamine, small, yellow plates, exploding at 213° ; 3 : 3' : 5 : 5'. 
tetranitrodmopropylbenzidine, deep red needles, decomp. 250°, 
yielding with nitric acid 3 : 3' : 5 : 5' - tetranitrodiphenylA : 4 '-di- 
iso propyldinitroamine, colourless, decomp. 209° ; 3 : 3' : 5 : S'-tetra- 
nilrodmobutylbenzidinc, deep red crystals, m. p. 194°, yielding 
with concentrated nitric acid 3 : 3' : 5 : 5' - tetranitrodipkenyl- 4 : 4'- 
diisobutyldinitroamine, colourless needles, decomp. 205° ; 3 : 3' : 6 : 5'- 
teiranitrodiallylbenzidine , orange-red needles, m. p. 205°, yielding 
on nitration 3 : 3' : 5 : 5' -tetranitrodiphenylA : 4 '-diallyldinitroarninc, 
decomp. 100°. All the above nitroamines are converted into the 
corresponding dialkylbenzidines on treatment with boiling phenol, 

H. J. E, 

The Iron Salts of Dipyrrylphenylmethane Dyes. Tri- 
phenylpyrrylmethane. I. Hans Fischer and Viktoria Luex- 
mann ( Z . physiol. Chem 1921, 115, 77 — 93). — p-Dmethylamhw- 
phenyl-bis{$ -acetyl-2 : 4 -dimethylpyrryVjmethane, 
NMe 2 *C 6 H 4 *CH(C 4 NHMe 3 Ac) 2 , 

is prepared by heating on the water-bath an alcoholic solution of 
3-acetyl-2 : 4-dimcthylpyrrole with p-dimethylaminobenzaldchydo 
in the presence of potassium hydrogen sulphate, and precipitated 
with sodium carbonate. It crystallises from ethyl acetate in 
tufts of slender, colourless needles, m. p. 165 — 166°. The Jerri- 
chloride forms brown prisms, m. p. 255° (decomp.). 

Dimethylajninophenyl -bis(- 3 - carbethoxy -2:4- dimrthylpyrrytjmeth - 
am, NMe 2 , C 6 H 4 ‘CH(C 4 NHMe 2 ‘C0 2 Kt) 2 , prepared from ethyl 
2 : 4-dimethylpyrrole-3-carboxylatc and p-dimethylammobenzaldf 1 * 
hyde in presence of potassium hydrogen sulphate, forms colourless, 
irregular leaflets, in. p. 204—205°. The fmicktoride crystallises 
in fine needles. p-Di)mthylaminophe.nyl-bis{-%-carbethoxy-2 : 5-di- 
methylpyrryl) methane, prepared from ethyl 2 : 5-dimethylpyrrole- 
3-carboxylate and p-dimethylaminobenzaldehyde in presence of 
concentrated sulphuric acid, has m. p. 240°, and its ferr&Jdorid? 
has m. p. 228°. TriphenyVd-acetyl-2 : i-dimetkylpyrrylmetkant 
prepared from triphenylcarbinol and 3-aeetyldimethylpyrrole by 
heating in glacial acetic acid, forms slender, colourless needles, 
m. p. 156°. Triphenyl-2-carbetkoxy-2 : 4 -dimethylpyrrylmetkane, 
obtained from triphenylcarbinol and ethyl 2 : 4-dimethylpyrroIe- 
3-carboxylate crystallises in prisms, m. p. 170°. Tripkenyl-p-di- 
methylaminophmylmetham, prepared from triphenylcarbinol and 
dimethylaniline, crystallises in slender needles, m. p. 208°. 

s. s. z. 

Preparation of a New Acridine Compound. Leopold 
Cassella & Co., G.m.b.H. (Swiss Pat. 89241 ; from Chem. Zenfr., 
iv, 1010). — Formaldehyde is allowed to react with a 3 : 6-diamino- 
10-methylacridinium salt. For example, 3 : Q-diamino - 1 0- methyl- 
acridinium chloride is,dissolved in water and mixed with A -hydro- 
chloric acid. On addition of 30% formaldehyde, a bright orange- 
coloured suspension is obtained. After agitation, the . condens- 
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fttion product is separated, washed with iV-hydrochloric acid and 
water, and dried ; it is a brick-red powder with antiseptic properties. 

a. w. r. 


Certain Triazoles. F. Arndt [with E. Milde, F. Tschen- 
scheR, (Frl.) F. Brelich, and G. Eckert] ( Ber ., 1922, 55, [ B ], 
12 — 18 ; cf. A., 1921, i, 813). — An arrangement has been reached 
between the author and Fromm (ef. this vol., i, 62) concerning 
publication in this field. The present communication is due to 
the fact that, in some respects, certain triazoles prepared by the 
authors do not harmonise in their properties with those described 
by Fromm in his forthcoming paper in the Annalen. 

“An alcoholic suspension of phenyldithiobiuret is converted by 
hydrazine hydrate and subsequent acidification with hydrochloric 

acid into anilothiourazole , NH< C(. NPh)- gH 

colourless, lustrous 

Go h H 

leaflets, m. p. 275° or somewhat higher when rapidly heated 
(fromm, m. p. 268°), which is oxidised by potassium ferricyanide 

in alkaline solution to the disulphide , ^NHPh*C<^ ^^C^) 2 S 2 , 

yellow crystals, m. p. 233° (Fromm, m. p. 225°). Anilothiourazole 

methyl ether , a matt, crystalline powder, has 

J C(SMe)~ N 

in. p. 187 — 188°; the corresponding nitrate, m. p. 110° (decomp.), 

is described. Immoanilourazole , N H<C( ; NPh)-NH colourless 

C(.’MI)-iNH 

leaflets, m. p. 157° (the monohydrate is also described), is obtained 
by the addition of ammonia to the acidic mother-liquors from 
the preparation of anilothiourazole. The constitution of the 
compound is deduced from its analysis, its mode of formation, 
amphoteric nature, convertibility into a sparingly soluble nitrate, 
decomp. 118°, and oxidisability to the azo-compound, 
NH< CCNPh).N 
C(:XH)-N 

a pale, brow 7 nish-red po\vder> violent decomp., 138°. The same 
constitution is assigned by Fromm to a substance, m. p. 70°, pre- 
pared by the action of hydrazine on phenylthiuret ; this product, 
however, appears to be a salt containing anilothiourazole as acidic 
component and two basic components, one of which, m. p. 149°, 
is possibly identical with aminoguanylphcnylthiocarbamide, whereas 
the other is immoanilourazole. H. W. 


The Significance of the Second Dissociation Constant of 
Uric Acid in the Equilibrium of Monourate Solutions. 

Aristides Kanitz (Z. physiol. Chern ., 1921, 116, 96 — 106). — A 
theoretical paper. Salts of uric acid formed by the action of 
monoacidic bases on the acid dissociate in, accordance with its 
two stages of dissociation partly into the normal diurate salt and 
free uric acid as follows : 
vol. exxn. i. 
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Monour ate K 

Diurate X free uric acid k 2 

/ h _ constant for first stage of dissociation of the acid, = constant, 

for second^stageof dissociation of the acid). Calculated from 
previously obtained by various workers 77.^ or -3., (I. 

From which there is derived k 2 = 2 f)X 10 or 8-oX 10 ^ • g ^ 

Thp Azo-dves of Bilirubin. I. Hans Fischer and Her- 
maun Barrknsckeen (55. physiol. 1921, 1W.M— 104) - 

A monoazo- and a diazo-produet were obtained by treating bill- 
rubin with benzenediazonium chlonde. llic two compounds were 
separated by crystallising the mixture from alcohol the monoazo- 
derivative being soluble in this solvent. The mm.on.o-compounds, 
CAOeN^NiNPh crystallised in^mall. browmsh-red 
the aiazo- compouml, \ >>.*M 


, 

o.Or.XdNINPh).,, in monochnic crystals. 

34 » c - £j 


Colouring Matters of the Isatin-yellow Series. Ju. 

Martinet (Her. (Un. Mat. Col., lO-l. 26, i . - )• en a 

solution of a diazonium compound is added to a solution of lbatin- 
6-sulphonic acid in presence of sodium acetate, a hydrazone is 
formed, and not an azo-compound, as is shown by the stability 
of these compounds towards reducing agents, and by the fact that 
identical compounds are formed by the action ot the corresponding 
hydrazine on isatiu-6-sulphonie acid. The following hydrazones 
of sodium isatin-6-snlphonate in this series are described 
Phe.nylhydmtonr, slender, lemon-yellow needles soluble in sulphuric 
acid with an orange-yellow colour, isomeric with isatm-yellmv 
(the n -sul phophenylhydrazone of isatin). y-ChlorophenylhydrazoM 
forms yellow needles soluble in sulphuric acid with an orange- 
yellow colour, o -Tolylhydrazone. crystallises in orange-yellow 
needles soluble in sulphuric aeid with a dark orange-yellow colour, 
m -Tolylhydrazone, an orange-yellow, crystalline powder soluble 
in sulphuric acid with an orange-yellow colour. p.Tolylhjdramm, 
rosettes of golden-yellow needles, coloured bright red by sulphuric 
acid and soluble with an orange-yellow colour, m -Xylylhydrazow 
forms an orange-red powder soluble in sulphuric acid with a dark 
brownish-red colour. ^-Cumylkydrazone, a reddish-brown powder 
soluble in sulphuric acid with a dark brownish-red coloui. 
p -Ethoxijpke,nylhydrazom, dark yellow, felted needles soluble m 
sulphuric acid with a red colour, o -M ethoxy pkenylkydrazone, 
dark yellow needles soluble in sulphuric acid with a red colour. 
p.Ohhro-o-methaxypfanylhydrazone, a dark yellow, crystalline 
powder soluble in sulphuric acid with a scarlet-red colour. 
o-Carboxyphenylhydrazone , a lemon-yellow, crystalline powic 
soluble in sulphuric acid with a golden-yellow colour; the aqu^ 
solution forms a brick-red precipitate with silver nitrate. - * 
phenyU : 4 ' -dihydrazojie, a brown, crystalline powder witn J 
brownish-red reflex soluble in perchloric acid with a vioJet-reu 
colour. 3 : 3'-Dimetkoxydiphenyl4 : 4 ' -dihydrazon^ a brown po" ae 
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soluble in perchloric acid with a violet colour. All these hydrazones 
are soluble in water and acetic acid, crystallise from alcohol, and 
their aqueous solutions are darkened slightly by alkalis. They 
dye wool and silk in bright yellow, orange, or red shades, and all 
possess a direct affinity for cotton from an alkaline bath, the 
affinity increasing with the molecular weight. The fastness is 
not great, but these- colouring matters possess an interest on 
account of their tinctorial power, brightness, and level- dyeing 
properties. 

In a parallel series of experiments some derivatives of isatin- 
5 -sulphonic acid were prepared by the action of various hydrazines. 
Potassium isatin-5-sulphonate pkenylkydrazone , lemon- yellow needles 
very soluble in water, dyes wool and silk greenish -yellow shades 
of low fastness. Sodium isat i n - 5 -sulphom te p -tolylhydrazone forms 
long, golden-yellow needles. Isatin-o-sulphonic acid phenylmethyl 
hydrazone forms yellow, felted needles. F. M. It. 

The Free Amino-groups of the Proteins. R. Engeland 
[7j. physiol. Chem 1921, 116, 226 — 227); S. Edlbacher {ibid., 
228; cf. A., 1921, i, 199). — Polemical. S. 8. Z. 

The Optical Rotatory Power of Crystalline Ovalbumin 
and Serum- albumin. Kuud Gordon Young ( Proc . Roy. 
Soc 1922, [B], 93, 15 — 35). — The specific rotation of crystalline 
ovalbumin is constant if recrystallisation is made at the isoelectric 
point, but varies with changes in the hydrogen-ion concentration 
of the solution. The constant values obtained by the author 
are: — [x]» —30*81° and fa]” —37*53'. The variations produced 
by the addition of small quantities of acid or alkali are explained 
on the basis of a tautomeric change of the lactam-lactim ty r pe. 
Crystalline horse serum-albumin was prepared by two methods, 
in each case the preparation had [x]£ - 62'8 C and [x]£ — 78*4 C . 

E. S. 

The Action of Nitrous Acid on Casein. Max S. Dr xx and 
Howard B. Lewis ( J . Biol . Chem., 1921, 49 ; 327 — 341). — The 
distribution of nitrogen in casein and deaminized casein was deter- 
mined. In agreement with the current view as to the nature of 
the free amino-groups in proteins, lysine was found to be absent 
from the hydrolysate of deaminized casein, whilst the amount of 
monoamino -nitrogen was correspondingly increased. Some des- 
truction of tyrosine occurs during the deamination of casein. 

E. 8. 

Yeast-nucleic Acid. II. H. Nteuukl and K. Peiser (Z. 
physiol. Chem., 1921, 114, 201—203; cf. A., 1921, i, 66).— By 
utilising the method of precipitating sodium guanyiatc with a 
concentrated solution of sodium acetate, it is found that a certain 
sample of yeast-nucleic acid contained 12 — 14° () of this salt. 

s. a z. 

The Influence of j3-Naphthalenesulphoiiyl Chloride on the 
Proteins. S. Edlbacher and Bkrthoi.d Fuchs (Z. physiol . 
Cmn., 1921, 114, 133—136). — Clupeine. salmine, sturine, thvmus- 

/* ' 
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histone, gelatin, casein, and edestin were treated with p-naphthalene- 
sulphonyl chloride and the amount which combined with the 
respective proteins was ascertained. The basic protamines and 
the histone showed a relatively higher figurethanthcothw 
proteins. The difference was, however, rather insignificant. 
The lysine content of the protein seems to have no influence on 
this reaction. 

The Titration Curve of Gelatin. Dokoth y Jordan 
and Charles Mayes (Croc. Roy. Soc., 9 ., [ ]> » )■ 

Determinations were made of the hydrogen-ion “tratiom 
of solutions of gelatin in known concentrations of acid and alkali 
hydroxide, and the amount of combined acid or alkali hydroxide 
Zs calculated in each case. It is concluded from the resuits 
lat for coueentratiems of acid not exceeding 0-02W combination 
occurs at the free amino-groups of the gelatin molecule ; for greater 
concentrations of acid, however, there is probably also combination 
at the nitrogen of the peptide linkings. No conclusion was drawn 
as to the mode of attachment of alkalis. h. 8. 

Fmiilibrium : Gelatin-Hydrochloric Acid. II. Robekt 

wSS® VOOKL (/Colloid z , 1922 30, 45-53; cf. A 

in.>l -J 47) The hydrogen -ion concentration ot lnixtmes of 

gelatin and hydrochloric acid has been determined electromctrically 
at 25° and llie values have been compared with those calcula ed 
by means of the equilibrium formula previously published (to. 
cit ) The acid concentration varied between O-OoA and 0*004.\, 
and the gelatin concentration between 0’ and 7%. The two sets 
of results agree astonishingly well, and indicate that dilute hy<ko- 
chloric acid and concentrated acid combine with the same number 
of basic groups in gelatin, and if it is assumed that gelatin is a 
uniform substance, only one amino-group reacts with hydrochloric 
acid ft behaves therefore as a monacid base toward hydro- 
chloric acid and has a molecular weight of 880 for the anhydrous 
material or 1070 for the air-dried material and an ionisation constant 
5 74xl0' u . Turbidity and precipitation occur in the neigh- 
bourhood of the isoelectric point, and at this point solutions oi 
q.-W and 0 - 50 / gelatin with -Y 300U- and N / l.lOU-hydrochloni 
acid°are seen in the ultramicroseopc to contain numerous rapidly 
moving particles. The electrical conductivity of solutions of gelatm 
of concentrations up to 7% in 0 O.7.Y- and 0-025 Y-hydrocl, Ion 
acid has been measured at 2.V and from the results it is shoun tha 
Ax =8 8-5 for gelatin chloride at 25° and that the ionic conductivit; 
of the gelatm ion is 13. Comparative measurements with ?-glutin 
show that the power of this substance to combine with bjeko- 
chloric acid docs not differ essentially from that of gelatin and 
that p-glutin has a molecular weight of about one-hall tnai 
gelatin. 

Vitamins from tlie Point of View of Structural Chemistry. 

R. R. Williams (J. hid. Eng. Chcm., 1921, 13, 1107).— 3 -Hydros. 
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pyridine which exists in two crystalline modifications, is shown 
by titration with bromine to be non-enolic in neutral solution, 
[ike the 2- and 4-compounds. It forms a 1 -methyl ether which 
[ a a viscous oil miscible with water in all proportions and not 
volatile in steam. Its physiological action is not established. 
Three modifications of 4-phenylisocytosine were obtained, two 
of which had identical melting points and crystallographic pro- 
perties, but differed greatly in their solubility in alcohol. Two 
freshly prepared modifications, which seemed to be Johnson and 
Hill’s |3- and S-forms, were fed to pigeons and all the birds receiving 
the p-forra lost weight less rapidly than those receiving the 5-form. 
After being kept for two months, however, the same two prepar- 
ations showed no physiological difference. The author considers 
that vitamin- 5 will eventually be found to be a cyclic nitrogen 
compound in some ways analogous to the above. H. 0. R. 

Vitamins from the Point of View of Physical Chemistry. 

Victor LaMer (J. Ind. Eng. Cham., 1022, 13, 1108—1110).— 
The amount of vitamin-. 4 in skim milk is roughly equal to that 
contained in the fat. layer. The water-soluble vitamin-# is also 
somewhat soluble in- fatty oils. \itamin-# is absorbed by Fuller’s 
earth and by dialysed iron, and blood charcoal removes a measur- 
able amount of vitamin-C from orange juice ; the extent of adsorp- 
tion is very sensitive to changes in the hydrogen-ion concentration. 
Vitamin-C' is partly retained on filtration through Chamberland 
candles. The destruction of the 1 antiscorbutic vitamin bv heat is 
a chemical reaction the velocity of which is accelerated by increase 
of temperature according to the equation X—Ktyt, where X is 
the per cent, of destruction, t the time in hours, and values of K 
arc O'20, 0-39, and 0 49 for 60", 80°, and 100", respectively. These 
data exclude the possibility that. vitamin-C’ is of a protein- or 
enzyme-like nature. Heating at a reduced hydrogen-ion con- 
centration results in an increased velocity* of destruction. 
Rubbling oxygen through the solution at HkV results in the 
complete destruction of the vitamin in one hour, both in acid and 
weakly alkaline solution. Bubbling hydrogen through causes 
somewhat greater destruction than when no gas was used. 

H. C. R. 

Chloroform and Pepsic Digestion. Astrlt and E 
ItaAUD (,/. Pharm. Chin., !9±|, fviij, 25. SI— 87).— Chloroform 
has only a very slow destructive influence on the diastatic activity 
p, whilst chloroform vapours have no appreciable action. 

orofoiin water is a suitable solvent for pharmaceutical pre- 
parations of pepsin, and exerts a distinct preservative action 
although after two months a small decrease in the fermentative 
activity can be detected. Chloroform water is, however, a bad 
«ive medium, and considerably retards digestion in vitro, 
wit would not be correct to deduce therefrom that in the stomach 
exer ^ s an °PP«sing influence on digestion and the activity 
« the pepsin. G. F. M * 

1*2 ’ * ’ 



i. 282 


ABSTRACTS OF CHEMICAL PAPERS. 


The Influence of Reaction on the Action of Trypsin r 

W. E. Ringer {Z. physiol. Chem., 1921 5 116, 107— 128).^Th e 
optimum H-ion concentration for the action of trypsin at 3; c 
was under certain conditions found to he P H 11-3. It was also 
found that strongly acid solutions inactivated the enzyme. At a, 
H*ion concentration of P H 3*15 trypsin could be kept at 37°. As 
the H-ion concentration diminished the inactivation became more 
marked. At P H =12 the enzyme was almost instantaneously 
destroyed. The maximum imbibition of fibrin took place at \ 
reaction which had an instantaneous inactivating action on trypsin 

S.s.z. ' 

The Inactivation of Trypsin. I. II. The Equilibrium 
between Trypsin and the Inhibiting Substance formed by 
its Action on Proteins. III. Spontaneous Inactivation, 
John H. Northrop ( J . Gen. Physiol, 1921, 4, 227 — 244, 24a— 200 
261 — 274). — The decomposition of gelatin by trypsin was investi- 
gated quantitatively by conductivity determinations and also by 
formal titration. Inactivation of trypsin is not effected by amino, 
acids or by the products of the hydrolysis of proteins by acid or 
alkali. The inhibiting substance occurs in the products of trypsin 
digestion and is dialysable. The equilibrium between the inhibitor 
and trypsin is found to agree with the scheme, trypsin -(-inhibitor 
trypsin— inhibitor ; it is reached instantaneously and is 
independent of the substrate concentration. On the assumption 
that hydrolysis is proportional to the concentration of free trypsin 
it is shown that the laws of mass action are applicable. There is 
no evidence for any appreciable combination of trypsin with gelatin. 
Spontaneous inactivation of trypsin is also shown to occur inde- 
pendently of the influence of hydrolytic products. The rate of 
this inactivation approximates closely to that demanded by a 
imimolccular reaction. Trypsin digestion products in excess exert 
a protective effect bv inhibiting spontaneous inactivation. 

G. W. K. 

Maltase. III. The Non-identity of Maltase and a-Glucos- 
idase. Richard Willstatter and Werner Steibelt { Z . physiol . 
Chem 1921, 115, 199—210: cf. A., 1920, i, 795; 1921, ii, 72).- 
A number of preparations and yeasts have given quotients for tk 
time value for glucosidalo/timo value for maltase, of varying magni- 
tudes. The two enzymes are therefore not identical. 8. S. Z, 

Effect of certain Antiseptics on the Activity of Amylases. 

H. 0. Sherman and Marguerite Wayman (./. Amer. Chem. «Soc., 
1921, 43, 2454 — 2461). — Low concentrations of chloroform did not 
affect the activity of commercial pancreatin or malt extract, but 
did affect the purified preparations of these amylases. Toluene 
had very little influence on the activities of the* amylases either 
in their commercial or purified condition. AH the preparations 
studied, either commercial or purified, were injured by formaldehyde 
even in low concentrations, and they were all very sensitive to 
copper sulphate. The percentage loss of cuzyme action due to 
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these two antiseptics did not depend on the ratio of antiseptic to 
enzyme or to substrate, but on the concentration of the antiseptic 
in the system. The sensitiveness of the amylases to formaldehyde 
or copper sulphate as compared with their sensitiveness to toluene 
jg possibly connected with the protein nature of the enzymes. 

W. G. 

The Influence of certain Amino-acids on the Enzymic 
Hydrolyses of Starch. H. C. Sherman and Florence Walker 
[J. Amer. Chem . Soc ., 1921, 43, 2461— 2469).— Previous work 
(cf. this vol., i, 66) has been extended to a study of glycine, alanine, 
tyrosine, and phenylalanine, using, however, Lintner’s soluble 
starch as the substrate. Addition of any of these amino -acids 
caused an increase in the rate of hydrolysis of starch by purified 
pancreatic amylase, commercial pancreatin, saliva, or purified 
malt amylase, but less marked results were obtained with malt 
extract, taka-diastase, or an aspergillus amylase. The addition of 
two of these amino-acids produced no greater effect than would 
result from the same concentration of one of them . The favourable 
effect of the added amino-acid was not due to anv alteration in 
hydrogen-inn concentration of the medium or to the combination 
of the amino-acid with the product of the enzyme action. It is 
probably due, in part at least, to a protection of the enzyme from 
deterioration in the aqueous dispersion in which it acts. The 
addition of these amino-acids is a very effective means of pro- 
jecting the enzyme from the deleterious action of copper sulphate 
preceding abstract) and may even serve to restore to full 
ivity an enzyme which has been partly inactivated by copper 
phate. " W. G. 

rhe Influence of Arginine, Histidine, Tryptophan, and 
stine on the Hydrolysis of Starch by Purified Pancreatic 
lylase. H. C. Sherman and Mary L. Caldwell [J. Amer . 
w. *Soc., 1921, 43, 2469 — 2476). — The amyloclastic power of 
ined pancreatic amylase on soluble starch was measured in the 
sence of these amino-acids, using glycine and phenylalanine as 
trol amino-acids (cf. preceding abstract). Arginine and cystine 
ourably influence the digestion of starch, but histidine and 
ptophan do not. it is again shown {loc. cit .) that the results 
aincd were not due to any variation in the hydrogen-ion con* 
tration of the medium. ‘There are thus apparently specific 
cts due to the amino-acids studied, which may depend on the 
icture of these acids and thus discriminate their action from 
t ot the monoamino-acids originally st udied. W. G. 

lemarks on the Elution of Saccharase and Maltase from 
wbed Substances. Richard Wii lstattek and Richard 
SJ"’ V h f io1 Ch ™-> 1921, 116, o3 — 66) . — Monosodium 
*f ate accelerates the elution of adsorbed saccharase from 
aa with a solution of sucrose. A phosphate mixture of 
I' na * the “P® effect. This is not due either to the definite 
concentration or to the specific action of the phosphate, 
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as a citrate buffer of P„= 4-5 produces a similar acceleration but 
not an acetate buffer of this H-ion concentration. Primary phos. 
phate has also an influence on the elution. Very low concentrations 
of glvccrol sometimes raise the extracting power of primary 
phosphates. Maltasc solutions do not remove adsorbed saccharase 
from alumina, but they can do so in the presence of monosodiun, 
phosphate. Maltase is not extracted by maltose alone, but is 
extracted by maltose in the presence of a buffer mixture. S. S.Z. 

The Specific Nature of Saccharase and Raffmase. Richard 
Willstattek and Richard Kuhn (Z. physiol. 6km., 1921, 115 

jgQ |t)g\ The quotient for time value for rattmasc/time value 

for saccharase for several preparations of inverting enzymes was 
found to be 11-3. Similar quotients were also worked out for a 
number of yeasts. It is therefore concluded that saccharase and 
raffinase are two different enzymes. From the constant quotient 
obtained with the various inverting preparations it may be assumed 
that the two enzymes show a great similarity in some of their 
physical properties and are therefore not amenable to fractionation 

The Regeneration of Inactivated Saccharase by Dialysis. 

Hass v Euler and Olof Svasberg (Z. physiol . Chem., 1921. 
114 137 — 148 ).— Saccharase inactivated by silver nitrate, mercuric 
chloride or aniline can he regenerated by dialysis. Whilst in the 
case of the metal salts the total regeneration of the enzyme cannot 
be accomplished, saccharase inactivated by the action of anilng 
can have its entire activity restored by dialysis. The saccharase 
of an active dry preparation could not be extracted «ubw. 

Rennet Coagulation of Milk as a Stimulated Process. 

Emit, Bagk and Eugen Hkrzff.ld (Z. physikal. them., 1.1.1, 98, 

430 473) — The velocity of coagulation of milk by rennet of 

various concentrations has been determined at 37- with the object 
of ascertaining whether the process is stimulated, and xv bother 
the rennet concentration is augmented by rennet contained in the 
milk. The results show that the. coagulation is accompanied bj , 
an autocatalytic formation of new rennet in the milk. Expffi- , 
ments have been made to ascertain the rate at which the reac : 
is transmitted through milk in which no rennet has been P| a « 
The reactions were carried out in a capillary tube which was 
nectcd with a large tube containing milk and rennet, flu ran 
of transmission of the reaction is found to he 0-8 em./houi. - 
control experiment shows that diffusion would have occasional o . 
a transmission of 10±0 o cm. in hours. J ' * ’ 

Oxydases. A. W. van per Haar (Chem Weehbkd, ^ 
33—34).— The failure of Wester (ibid., 1921, 18, <00 -iO ) 
detect a blue coloration with guaiacol in alcohol may be due 
presence of reducing saccharides ; after removal o ew ' \ f or ‘ ^ 

the blue colour is readily obtained. Priority is claimed 
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author (A., 1910, i, 604; 1917, i, 301) for observations as to the 
chemical nature of the oxydase molecule advanced by Willstatter 
and Stoll. . S. I. L. 

Tannase. Karl Frechjbnberg and Erich Vollbkecht (Z. 
physiol Chen., 1921, 116, 277 — 292). — For the preparation of 
tannase the mould (Aspergillus niger’i) was grown on a medium 
consisting of myrobalan extract, dipotassium phosphate, ammonium 
sulphate, and magnesium sulphate. After about four days’ growth 
it was extracted with water, care being taken that the acid was 
neutralised with barium hydroxide during the extraction. The 
extract was then concentrated in a vacuum and the enzyme pre- 
cipitated with absolute alcohol. The conditions under which 
tannase can be estimated quantitatively, using methyl gallate as 
the substrate, were also worked out. S. S. Z. 

Reactions of the Phosphazines. Walter Theodore Karl 
Bracnholtz (1\, 1922, 121, 300—305). 


Action of Arsenious Chloride on Aniline. John H. Schmidt 
(J. Amer. Chem , Soc., 1921, 43, 2449 — 2454). — Aniline reacts with 
arsenious chloride in solution in n -heptane to give a yellow com- 
pound, inanilinearsine hydrochloride, As(XHPh,HCl) 3 , m. p. 148 — 
150°, which is probably identical with the compound described 
by Schiff (Compt. rend., 1863, 56, 268, 1095). This compound is 
readily transformed by heating it, either alone or preferably with 
an excess of aniline, into cyclic arsenic compounds. The first product 
is chlorophenarsazi no, which with alkalis gives phenamizhie oxide, 


o6\s<p 6 3 1 >-N t h') , and this on oxidation with hydrogen peroxide 

V ta 4 2 CH 

in alkaline solution yields phenazarxinic acid, X H ri <; As C) • OH . 

* . m * 114 

From this acid, on nitration, dinitrophenazarsink acid was obtained, 
giving a disodium salt. Aniline arsenate, m. p. 147 — 148% and 
dmitine arsenate, m. p. 143% were obtained by the interaction 
of aniline and syrupy arsenic acid in alcoholic solution, using excess 
of aniline or acid according to the salt required. 

A simple arrangement for sublimation in a vacuum, using a 
Beckmann boiling apparatus, is described. W. G. 


Organo-derivatives of Thallium. IV. Action of Thallium 
Chlorides on the Grignard Reagent and on Organo-derivatives 
of Tin, Lead, and Bismuth. Dorothy Goddard and Archibald 
Edwin Goddard (T., 1922, 121, 256 — 261). 
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Physiological Chemistry. 


Physiology of the Respiration of Fishes in. Relation to the 
Hydrogen-ion Concentration of the Medium. Edwin B. 
Powers ( J . Gen. Physiol ., 1921, 4, 305 — 317). The absorption 
by marine fishes of oxygen at low tension is dependent on the 
hydrogen-ion concentration of sea- water. It is suggested that 
variations in the ability of individuals of a species to absorb oxygon 
at a given hydrogen-ion concentration depend on the alkaline 
reserve of the blood. W* R. 

The Respiratory Processes in Mya arenaria and other 
Marine Mollusca. J. B. Collip (J. Biol. Chetn., 1921, 49, 
297— 310)— From experiments on the survival of Mya arenaria 
under anaerobic conditions, it is concluded that this, and other 
calcareous shelled molluscs, have in their tissues a store of oxygen 
which suffices temporarily to replace the external supply of the 
latter. Under anaerobic conditions the normal acid-base balance 
is maintained by the mobilisation of the reserves of calcium in the 
liver and the shell. ^ H. 

The Action of Intravenous Injections of Hypertonic Solu- 
tions of Various Sugars on the Respiratory Metabolism of 
the Dog. Max Burger (Biochem. Z., 1921, 124, 1—24).— 
Within half an hour of the intravenous injection of hypertonic 
solutions of dextrose and tovulose, the respiratory quotient rises 
to a value above 0-9 with simultaneous increased heat production. 
The relatively greater heat production after laevulose points to 
direct utilisation of the sugar without previous conversion into 
glycogen. The considerably smaller effects of intravenous injec- 
tion of hypertonic lactose and sucrose solutions is an indirect 
effect, and is attributed to an increased kidney and heart activity 
produced by flow of tissue fluids into Iho blood owing to the action 
of the hypertonic carbohydrate solutions. H- K. 

The Influence of Lack of Calcium in the Diet on the Re- 
spiratory Basal Metabolism. Fausto Pedotti ( Biochem . Z., 
1921, 123, 272 — 283). — Rats fed on a diet deficient in calcium show 
a diminished respiratory basal metabolism. H. K. 

The Physiology of the Glands. XLVIII. Experiments on 
the Respiratory Metabolism of the Dog with Extirpated 
Spleen. Leon Asiier and Chu Koda ( Biochem . Z., 1921, 122. 
154— 160).— The gaseous metabolism on a normal diet of dogs 
which have had their spleens removed is normal. This differs from 
the results of others on rats and rabbits. H- k- 

The Physiology of the Glands. XLIX. The Respiratory 
Interchange of the. Dog' with Extirpated Spleen and Diet 
Deficient in Iron. Leon Asiier and Francis H. Doubles 
{Biochem. Z 1921, 122, 161-167).— Extirpation *of the spleen 
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coupled with an iron-free diet has no action on the respiratory 
gaseous metabolism or the coagulation time of the blood of the 
dog. The haemoglobin content of the blood falls off very slowly, 

H. K. 

The Action of Carbon Dioxide on Salt and Water Dis- 
tribution in Blood. G. Mukai ( J . Physiol ., 1921 55 356 

370; from Physiol Abstr 1922, 6, 568).— On treatment with 
carbon dioxide, the chlorine and water content of the corpuscles 
increases, the former by anion interchange, the latter by osmosis 
consequent on the increased carbon dioxide and chlorine in the 
corpuscles. Corpuscles always contain more carbon dioxide than 
the corresponding serum , the carbon dioxide is carried partly 
by increased alkali and partly by proteins. There is presumptive 
evidence that the corpuscles were alive for more than six hours 
in these experiments. jg g 

The Distribution of Chlorine in the Blood. S. van C'reveld 
(Biochem. Z., ,1921, 123, 304 — 314). — The results of recent workers 
on the distribution of chloride in the blood are criticised. Direct 
estimation on the circulating blood shows that the corpuscles are 
permeable, the percentage of chloride in the corpuscles relative 
to that of the plasma is greater in venous than in arterial blood. 
There is no evidence of a fixation of chloride as a fibrinogen chloride 
compound. & H K 

Relation between the Chloride Content of the Blood and 
its Volume per cent, of Cells. A. Xorgaard and H C Gram 
(J Biol Chum., 1921, 49, 268-278).— Estimations were made of 
the chloride content of whole blood and plasma in normal and 
pathological cases. Nearly constant values were obtained for the 
plasma in all cases, whilst the values for whole blood were found 
to be dependent on the cell volume percentage, the smaller the 
latter the greater being the chloride content of the blood Cal- 
culations of the chloride content of the corpuscles yielded with one 
exception, constant values. * ' E S 

The Fate of Sulphides in the Blood. Howard W Haggard 
and Thomas J. Charlton {J. Biol Cham., 1921, 49. 519— 529).— 
Ihe toxic properties of hydrogen sulphide are due neither to the 
formation of a compound with the hemoglobin of the blood nor 
to the production of sodium sulphide in the plasma. On the 

2hn y ’ In Vl iV° a j d iu vivo experiments show that sodium 
sulphide is rapidly and completely hydrolysed by blood, the result- 
ing hydrogen sulphide being quickly oxidised 'in the presence of 

S' Th ? ^ 1C cffect * ° f sulphide, and consequently 

ot bodium sulphide, are not cumulative. E S " 

The Isolation of Amino-acids in Blood. Emit Abdfr 
M P h ^°l- chem 1921, 114, 250-254).-The presence 
u, i nown ammo-acids was establishedhn the serum and in 

fluids aS ?\°+ CattIe aud borsos b > T ^mining the dialvsates of these 
■ Substances, on the other hand, giving the biuret reaction 

/** 
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or substances consisting of more than one amino-acid could not 
be found in the dialysate of these plasmas and serums. S. S. Z. 


Blood Acetone Substances after the Injection of Small 
Amounts of Adrenaline Chloride. Roger S. Hubbard and 
Floyd R. Wright ( J . Biol. Chain., 1921, 49, 38a— -388). After 
injection of adrenaline there is a rise in the concentration of acetone 
substances in the blood, which, however, bears no apparent relation 
to changes in the blood-sugar concentration or carbon dioxide- 


combining power. 


C. R. H. 


Fibrinogen Content of Human Blood. H. C. Gram (Pamphlet, 
Copenhagen, 1921, pp. 2/6; from Physiol. Abstv., 19*-2, 6, 566; 
cf. this vol., ii, 240).— A method of estimating fibrinogen in 2 c. c , 
of citratcd blood after adding calcium chloride is described. In 
normal adults the plasma yields 0*2 to 0*3S%; in whole blood the 
figures are 0*11 to 0*19. A number of diseases are mentioned in 
which variations occur. E. S. 


Animal Calorimetry. XIX. The Influence of Acids on 
the Carbon Dioxide-combining Power of the Blood Plasma. 

Sophia A. Taistra {J. Biol. Chem 1921, 49, 479 — 483) —Measure- 
ments of the carbon dioxide- combining power of the blood indicate 
that the specific dynamic action of foodstuffs is not dependent 
on neutralisation of the alkaline reserve of the blood. E. S. 

Animal Calorimetry. XX. The Influence of the Ingestion 
of Meat and of Glycine and Alanine on the Carbon Dioxide- 
combining Power of Blood Plasma. Alfred Chanutis 
(,/. Biol. Chem., 1921, 49, 485— 486).— The ingestion of meat, 
glycine, or alanine in a dog increases the alkali reserve of the blood 
plasma as measured by its carbon dioxide-combining power. ^ 

E. S. 


The Flocculating Capacity of Human Blood-plasma. 

Wilhelm Starlixger (Biockem. Z 1921, 123, 215—224).— 
Flocculation in blood-plasma, produced, for example, by saturated 
sodium chloride solution, can be used as a measure of fibrinogen 
content. Inhibition of flocculation is produced by acid, alkali, 
neutral salts, increase of temperature, pepsin, and Witte peptone, 
whilst agar, gum-arabic, gelatin, and glycine increase flocculation. 

H. K. 

The Influence of Potassium and of Radioactivity on the 
Oxidation Velocity of the Red Corpuscles. Philipp Ellingek 
{Z. physiol, Chem., 1921, 116, 266— 276).-- -The presence of potass- 
ium in the surrounding medium is indispensable for the respiratory 
function of the red blood- corpuscles. It can be replaced by 
rubidium, but not by caesium. Radioactive substances emitting 
a-rays cannot replace potassium in the respiratory function of the 
corpuscles. Eosin has a stimulating action in low and an injurious 
action in high, concentrations. Fluorescein has an injurious 
action even in very low concentrations. The stimulating influence 
of eosin is independent of the action of potassium. S. 8. Z. 
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PermcabiUty of the Red Blood-corpuscles. K Wiechmann 
(D e f s . rmd. Wock.,1921, 47, 824—825; from Physiol Abstr 
1922, 6, 565, cf. this vol., i, 80). — ‘ The rapidity with which the 
exchange of. ions occurs depends on specific properties of the ions 
themselves. y g 

The Analysis of a Volume Curve of Blood-corpuscles in 
Hypertonic Solutions, which renders possible the Simul- 
taneous Differentiation of Osmotic and Colloido-chemical 
Chants m Volume. Takeo Takei ( Biochem Z 1921 123 
104—127). Blood-corpuscles of men, rabbits, and oxen shrink 
in hypertonic solution proportionally to the external osmotic 
pressure, when this pressure does not exceed four times the normal 
pressure, quite independently of the nature of the medium. Beyond 
this point there is a sudden increase of corpuscular volume which 
may almost reach the initial normal volume. This is ascribed to 
a swelling of the erythrocyte colloids. The shrinkage is a reversible 
process, but the swelling is irreversible, as haemolysis takes place 
on dilution. In serum rendered hypertonic by dextrose there is 
no swelling oi the corpuscles. jj ^ 

The Biochemistry of the Phosphatides and Sterols IV 
The Unportance of the Proportion of Cholesterol-Lecithin 
of the Erythrocyte Surface for the Stability of Suspensions 
of Blood-corpuscles and for Natural Haemolysis. R. Brivt. 

mas and (Frl.) H. Wastl ( Biochem . Z., 1921, 124. 25 36).— In 

salt solutions, corpuscles lose their distinctive velocity of sediment- 
ation owing to a washing away of constituents of the surface 
0 the corpuscles. These constituents may be recovered as a 
cholesterol flight petroleum soluble) fraction and a phosphatide 
(alcohol-soluble) fraction. If both be added to the washed cor 
puscles, they recover their property of agglutination, whereas if 
only phosphatides be added there is hemolysis. H K 

Agglutination and Velocity of Sedimentation of Cor- 
puscles II. Wilhelm Staruxcer ( Biochem . Z 19‘>l 122 

IVrt 9 adC ! iti0n of kao!i,, > bolus alha > or animal char-’ 

oal retards the sedimentatmn of corpuscles bv adsorbing the 

"7“' <,e . laU »- a 8 ar > and gum, however,' accelerate 8 the 
flocculation and segmentation. This is attributed to a diminution 
tio ha T" stability of the corpuscles, due partly to abstrac- 
tion by adsorption by these substances of the break-down products 
of the corpuscles and partly to withdrawal of water. H. K. 

thJvLi Act . i011 t °o S s me Electrol ytes and Non-Electrolytes on 

SCl 0t r S l dlment ^ i0n 0f the Red Blood-corpuscles 
t the Horse. J. Russstro.ii (Rtwhtm. Z.. 1921 123 l—Ofi) — 

tie \elocity „f sedimentation of hone corpuscles was determined 

l . 1 - vd r oc |’ l<,ric -id, serum, gelatin'* and 
1 . le obtained show great* variation ami am 

tSil °'\, thc h YP° t,,l ' sis that, the action of is due to 
P n on the surface of the corpuscle, the presence of colloids 

l** 2 
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modifying the adsorption of the ions through competition for the 
erythrocyte surface. H. K. 

The Distribution of Chloride between Corpuscles and 

Plasma. Augustin AIuresanu (Biochem. Z 1921, 124,* 1 X 4 

1 18), — In agreement with other observers, the corpuscles were 
found to be practically free from chloride. The contrary state- 
ments of Siebeck {Arch. expt. Path. Pkirm ., 1920, 85, 214), even 
employing Siebeck’s method, could not be substantiated. l It 
some pathological cases, for instance, nephritis, the corpuscles 
contain appreciable quantities of chloride. H. K. 

Permeability of Cells and Tissues. VIII. The Question 
of the Distribution of Hormones and Drugs in the Blood. 

Hans Schaeppi (Biochem. Z ., 1921, 122, 232—250). — The dis- 
tribution of barium chloride, choline bromide, and nicotine between 
corpuscles and plasma or serum was determined by a physiological 
method — using Fulmer's nerve-free leech preparation. The cor- 
puscles are impermeable to barium, but nicotine and choline both 
distribute themselves equally in plasma or serum and corpuscles, 

H. K. 

The Fixation of Quinine by Red Blood-corpuscles and 
the Distribution of Quinine in Blood. P. Ron A and E. Bloch 
(Biochem. Z ., 1921, 121, 235 — 258). — By making use of the relation, 
that when the toxic concentration of quinine on the activity of 
serum lipase is increased in geometrical progression the velocity 
constants of the hydrolysis of tributyrin by lipase fall off in arith- 
metical progression, the authors find that 80 to 90% of the quinine 
added to blood is fixed by the corpuscles. The method is applicable 
to fractions of a mg. of quinine. After intravenous injection of 
quinine, only 1 to 4% of the quinine could be found in the blood. 

H. K. 

The Distribution of Cinchona Alkaloids in the Organism, 

II. Alfred Schnabel ( Biochem . Z., 1 921 , 122, 285 — 294). — Further 
experiments with kidney and brain suspensions and optochin 
show the same behaviour as earlier experiments with corpuscles. 
The optochin is taken up by the cells and slowly given up to the 
surrounding fluid. Parallel with this behaviour in vitro, it is 
found that freshly defibrinated blood of a rabbit injected with 
optochin has a lower concentration of optochin in the serum when 
examined immediately than when kept for some time. The fixation 
of optochin by corpuscles is an adsorption phenomenon. Quinine, 
which can also be estimated by its inhibitory action on the reducing 
capacity of pneumococci to methylene- blue, but is about one- 
twentieth as active as optochin, is likewise taken up by the cor- 
puscles and slowly given off to the surrounding fluid, producing 
an actual increased concentration of quinine in the surrounding 
fluid. H. K. 

The Theory of Blood-clotting. Albert Funck (Biochm. 
Z. } 1921, 124, 148 — 155). — Flocculation of fresh undialysed 
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fibrinogen only takes place between P n 4 and P n 9. At an acidity 
greater than P H 4, fibrinogen wanders to the cathode and at an 
alkalinity greater than P H 9 to the anode. Purified solutions of 
serum-albumin, serum-globulin, and egg-albumin cause clotting 
of fibrinogen but fibrino-globulin is without action. H. K. 


The Quantitative Action of some Factors in the Clotting of 
Blood. Ludwig Heller [Biochem. Z 1921, 123, 90—103) — 
At a lower concentration than about 10%, normal blood does not 
clot. At a blood-dilution of 1 : 200, the minimum concentration 
of calcium chloride necessary for clotting is 0-005 to 0-006% ; at 
higher dilutions, the minimal calcium chloride concentration is 
higher, and at lower dilutions of the blood, lower. The concen- 
tration of sodium chloride is also of influence. The results are 
applied to the blood of pathological cases. H K 


The Free and Esterified Sulphuric Acid in Normal and 
in Pathological Body-fluids. Wolfgang Heubner and Robert 
Meyer-Bisch {Biochem. Z , 1921, 122, 120— 127).— Normal serum 
contains about 0-02% of sulphate which can be dialysed out with 
the chlorides, but is adsorbed by the proteins when these are pre- 
cipitated. In pathological exudates there was one-third less 
sulphanion than in serum and a small proportion of sulphuric acid 
in ester form. The latter shows an increase after sulphur injections 
in diseases of the joints. jr 


Fixation of Lime by Animal Tissues. VI. E. Freud en. 

berg and P. Gyorgy ( Biochem . Z, f 1921, 124, 299 310)— 4 

number of bases and basic substances inhibit the fixation of calcium 
by cartilage or serum. The action of anions on the fixation of 
calcium by scrum and brain-matter has also been examined. 

H. K. 

Physico-chemical Investigations on Body-fluids IV 
The State of Sugar in Serum. Stefan Rusznyak and GezI 
HetIxyi [Biochem. Z 1921, 121, 12o-126).-The reducing sub- 
stances present m serum arc greater in amount than in the ultra- 
filtrate. After fermentation with yeast, the residual reducing 
substances in the serum are equal in amount to those in the ultra 
nitrate. A portion of the original sugar of the serum is therefore 

m a colloidal, non-ullra-filtrable state. H £ 

" Double-nitrogen, ' ' a Diagnostic for Endogenous Protein- 
breakdown especially for Hidden Suppuration. Arnold 
Hahn [Biochem. Z., 1921, 121, 262-272). -The difference between 
tnc nitrogen content of serum after removal of proteins and break- 
ton products by precipitation with phosphotungstic acid and 
mtrogen content of serum after removal of proteins alone bv 
mcbloroacetic acid, gives a measure of the protein degradation 

(DopSstSoff). T1US ValUC tht ‘ aUth ° r temS “ do,1, > le -“jtrogen” 
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The Action of Kaolin on the Terminal Component and on 
the Tributyrin Hydrolytic Capacity of GuineaPig s Serum. 

0. Olsen (Biocul. Z., 1921, 124, ,1 ex P Pri - 
ments (ibid., 112 , 188) showed an analogy between the final portion 
of the complement and the tributynnase rather than with the 
middle portion, or the third component of the complement By 
gentle agitation of sera with kaolin, it is now shown that the final 
portion of the complement is inactivated before the tributyrmase. 
It is thought that the final portion of the complement may he 
complex, the tributyrinase constituting one component. H. K 

Hsemolytic Action of Sodium Glycocholate. Eric Ponder 
(Proc. Boy Soe., 1922, [B], 93, 86 - 103 ).-Serum-albumin, peptone 
adrenaline, pituitrin, histamine, and histidine accelerate or retard 
the haemolytic activity of sodium glycocholate according as they 
are added after or before the latter to the suspension of blood cells 
The author is unable to explain these results on the theory that 
the bile salt dissolves the corpuscle envelope, but suggests that 
thev arc due to a disturbance of surface tension at the surface of 
the” corpuscle. Blood-serum inhibits the hffimolytic action of both 
sodium taurocholate and sodium glycocholate. -k. o. 

Animal Calorimetry. XVIII. The Behaviour of Various 
Intermediary Metabolites on the Heat Production. Graham 
Lusk [with James Evf.x den] (<7. Biol. Chem 19-1, 49, 453-4/8, 
cf A 1919, i, 105). — No change in metabolism was produced by 
the administration of sodium hydrogen carbonate to a dog. In- 
creased heat production was, however, observed m each ease after 
administration of the following substances: acetic acid, lactic 
acid, sodium lactate, glvcollic acid, sodium glycoUate hydro- 
chloric acid, sodium salt of glycine. There was no relation betw« 
the potential hydrogen-ion concentration and the specific dynamic 
action of the substances administered. k ■ 

The Hydrolysis of Casein and Deaminised Casein by 
Proteolytic Enzymes. Max 8. Dunn and Howard B. l: J' h 
(J. Biol Chem., 1921, 49, 343— 330).— Deaminised casein is hyc.ro- 
lvsed by pepsin and trypsin, but is unattacked by erepsin exeep 
after the preliminary action of either of the first-named enzymes. 
In each ca P se, the action proceeds at a slower rate than in the corre- 
sponding case of casein. Experiments on a dog indicate that 
i P °metabolised in the animal body, although repeated mgeri.™ 
produces vomiting and loss of appetite. 

The Problem of Nuclein Metabolism. II. The Influence 
of Human Fceces on Yeast-nucleic Acid. Julius Roihk 

IZ vhusiol. Chem., 1921, 114, 149—160; cf. A., 1920, l, (84). 
Approximately onc-half of the purine bases of yeast-mieleic sci 
hive their purine rings ruptured when the acid « to for . 
to forty-eight hours at 37° with a suspension of human tees, 
a metabolic experiment with a human being, it was oun 
the purine ring of the bases given to the patient per ot m the 
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0 f yeast-nucleic acid was ruptured in the lower portion of the 
intestine. The reaction depends on the time of sojourn of the 
nncleic acid in the large intestine. S. S. Z. 

Synthesis of Uric Acid in the Human Organism. Gustav 
KoLLMANN {Biochem. Z., 1921, 123, 235 — 244).— Observations on 
a twenty-six year old girl for fifty days on a standard diet poor in 
mirines resulted in an increase of weight of 4 kilograms and an 
excretion of 15 grams of uric acid in excess of the quantity furnished 
by the food. A purine synthesis is postulated, but requires further 

confirmation. H. Iv. 

The Formation of Mercapturic Acid during the Ingestion 
0 f a Protein Minimum. Joseph Kapfhammer (Z. 'physiol. 
Cktm.i 1921, 116, 302 — 307). — During the ingestion of a protein 
minimum, added bromobenzene is converted into p-bromophenyl- 
mercapturic acid if at the same time cystine is introduced 
subcutaneously. S. S. Z. 

The Action of the Thyroid Gland Hormone in Phloridzin 
Diabetes. XLVI. Leo*. Asher and Walter Horrisberger 
[Biochem. Z. } 1921, 121, 64 — 75). — Phloridzinised rats show an 
increased basal metabolism on administration of desiccated thyroid. 

H/K. 

Vitamin - B and Co-enzymes. II. H. v. Euler and Karl 
Myrback (Z. physiol. Chem ., 1921, 115, 155 — 169). — A method is 
described by means of which vitamin-/? {‘‘Biocatalyst”) is esti- 
mated quantitatively by its stimulating power on alcoholic fer- 
mentation. A maximum is reached by the addition of the stimu- 
lating substance after which any further addition inhibits the 
fermentation. Utilising this method, it is found that a considerable 
quantity of the vitamin is used up in the human bodv per day. 

S. S/Z. 

Increase of Nitrogen after Fleshy and Meal Diets. L. 

Dienes {Biochem. Z., 1921, 123, 128 — 143). — After emaciation, 
more nitrogen is fixed from fleshy foods than from wheaten flour. 

H. K. 

Replacement of Protein by Urea in Rations. A. Morgen, 
Of. Scholer, K. Windheuser, and Elsa Ohljier [Landic. Vemichs.- 
Stat ., 1921, 99, 1 — 26). — Experiments with sheep and milch animals 
showed that in rations containing a normal amount of protein, 
replacement by urea is possible up to 30 — 40%. A slight depression 
in milk production in the case of milch sheep and goats receiving a 
portion of their nitrogen in the form of urea was balanced by an 
improvement in the quality of the milk. C. W. R. 

Colorimetric Experiments on Tryptophan. VI. The 
Tryptophan Content of some Foods and the Tryptophan 
Requirement of Men. Otto Furtr and Fritz Liebkn {Biochem. 
Z, 1921, 122, 58—85; cf. A., 1921, i, 64,* 74; ii, 71).— For the 
purpose of this investigation, the tryptophan content of a large 
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number of foodstuffs had to be determined colorimetrically 
(Voisenet’s test). As the presence of a large proportion of fats 
or starch interferes with the reaction, the proteins had to he 
isolated in some cases. On an average, the tryptophan content of 
nutritive protein is between 2% and 2*4%. By making use of 
the large numbers of metabolic experiments described in the 
literature, the authors show that a man weighing 70 kilos, consumes 
2*5 to 3*2 grams of tryptophan per diem, and no harm ensues if 
the tryptophan content is only one-half of this. H. R. 

♦Histochemistry of Spermatozoa. TV. Chemical Com- 
position of the Spermatozoa of the Shad (Clupea alosa), 

H. Strudel ( Z . physiol. Ghent., 1921, 114, 161 — 166; cf. A., 19H 
ii, 626, 905; 1913, i, 216). — The nucleic acid of the spermatozoa 
of the shad was prepared by the sodium acetate and alcohol method 
as the copper salt, c«h 37 o m n 15 P 4 Cu 2 . The amount of the salt 
obtained was equal to 41*47% of the total matter. The phos. 
phorus-nitrogen ratio of the spermatozoa of the shad was found 
to be identical with that of the spermatozoa of the herring. 

S. S. 2. 

Sugar Content of the Hen's Egg. J. S. Hepburn and 
E. Q. St. John (J. Amer. Inst. Homeopathy , 1921, 14, 339 — 343).— 
A modification of the method of Folin and Wu (A., 1919, ii, 308 • 
1920, ii, 337) yielded the following results for the minimum, maxi- 
mum, and average percentage content of dextrose respectively: 
whole egg, 0*36—0*49, 0*45% ; white free from yolk, 0-29—0*57, 
0*47%; yolk free from white, 0*11-0*15, 0*14%; yolk com* 
mercially separated, 0*16—0*35, 0*25%. Results obtained from 
eggs after preservation in sodium silicate solution, and from frozen 
white of egg, were within the above limits, but putrid white of egg 
contained no dextrose. Chemical Abstracts. 

Lipoids. XVIII. The Preparation of Phosphosulphatides 
from Brain. Sigmund Frank el and Oskar Gilbert ( Biochem . 
Z. } 1921, 124, 206 — 215). — The portion of protagon from human 
brains which forms a barium salt insoluble in alcohol is known to 
be free from galactosidcs. It contains, however, sulphur and 
phosphorus. A portion of the barium salts soluble in benzene was 
prepared and the fraction of this soluble in light petroleum is a 
phosphosulphatide, the ratio P : S : X : Ba being 1 : 1 : 3 : 2. On 
hydrolysis, the barium salt gave aminocthyl alcohol and cerebronic 
acid. H. K. 

Lipoids. XIX. A Lecithin from Human Brain. Sigmund 
Frankel and Artur Kasz ( Biochem . 2., 1921, 124, 216—227).— 
Linnert’s sahidin from human brain has been re-examined. At- 
one stage of the purification the phosphorus nitrogen ratio was 
3 : 2, in agreement with Linnert’s values, but further purification 
by solution in toluene and precipitation with alcohol gave finally 
a sparingly soluble product which proved to be pure lecithin 
(N:P;=1:1). The hydrolytic products were glycerylphosphoric 
acids, choline, stearic, and oleic acids. H. K. 
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Sugar of Cerebrospinal Fluid. R. Coope {Quart. J. Med 
1921, 15 , 1 — 8 ; from Physiol. Abstr., 192 2, 6, 564).— A low sugar 
content is found in tubercular meningitis, and certainly not a high 
one in encephalitis lethargica, which some French writers claim 

E. S.’ 

The Relation between Blood-plasma and Tissue Fluids, 
especially the Aqueous Humour and the Cerebrospinal 
Fluid. I* The Sugar Content and the Question of the 
Combined Sugar. J. he Haan and S. van Creveld {Biockem. 
Z.> 1921, 123 , 190 — 214). — The dextrose content of the aqueous 
humour and of the cerebrospinal fluid of the rabbit is less than that 
of the blood-plasma. In hyperglysemia produced by adrenaline, 
the diffusion of dextrose into the two fluids is moderately rapid 
and of the same order in both. The excess of dextrose in normal 
blood-plasma over that in the aqueous humour is attributed to 
the non-dialysable bound sugar, whilst the difference in the cerebro- 
spinal fluid is augmented by the greater consumption of dextrose 
by the brain. H. K. 


Comparative Study of the Sugar Content of the Spinal 
Fluid in Diseases of the Nervous System. L. D Stevenson 
{Arch. Neurol Psychiatry, 1921, 6, 292— 294).— Benedict’s method 
led to distinctly higher results than those given by Shaffer’s 
method. Four cases of encephalitis gave an average of 60 mg. 
of sugar per 100 c.c. by Shaffer’s method. Former values with 
Folin’s method were much higher. It is suggested that some 
other reducing substance may be present in cases of encephalitis, 
which may not interfere with the Shaffer method. 

Chemical Abstracts. 

Chemical and Biochemical Investigations of the Nervous 
System under Normal and Pathological Conditions. IX 

Giacomo Pigiitni {Biockem. Z., 1921, 122 , 144— 151).— A review 
of the previous results of the author and of others. H. K. 


The Thermolability of the Sucrose-splitting Enzyme of 
the Human Jejunum. H. von Euler and Karl Myrback 
[Z.physiol Chem ., 1921, 115 , 6S-76).-The sucrose-splitting enzyme 
of the human jejunum is much more thermolabile than the corre- 
sponding yeast enzyme. The two enzymes are therefore not 
identical. * S S Z 


A Basic Protein Derivative. K. Felix (Z. physiol. Chem., 
- , 116 , 150 165). — Basic protein derivatives were obtained 
trom the mucous membrane of the intestine, from the lymphatic 
gtands, and from the thymus. They were prepared by extracting 
■e issues with dilute hydrochloric acid, precipitating the histone 
»J saturating the solution with sodium chloride, and finally pre- 
cipitating the basic derivative with phosphotungstic acid. The 
attribution of nitrogen in these derivatives lias been worked out. 
A vP an did not digest these substances. ,S. S. Z. 
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The Saccharase of the Intestine. H. von Euler and 0. 
Svanberg (Z. physiol Chem., 1921, 115, 43—67) —Quantitative 
determinations of the enzymic activity of the intestinal saccharase 
in various sections of the intestine are given. S. S. Z. 

Action of Potassium, Calcium, and Magnesium Ions on 
the Sympathetic Nerve of the Heart. J. Ten Cate {Arch 
Neerland. physiol, 1921, 6, 2G9-288).-Frogs hearts perfused 
with Ringer solution containing magnesium, or excess of potassium 
or calcium, or from which potassium is omitted, respond to excita. 
tion of the accelerator nerve or to the action of adrenaline after 
they have ceased to heat. The same holds if the Ringer solution 
is replaced by an isotonic solution of common salt, but there is 
no response * when calcium-free Ringer is used. The possible 
explanation is discussed. * k. 

Potassium and Radioactivity. S. G. Zondek ( Biochem . Z. } 
1921 121, 76 — 86). — Using a Straub’s heart preparation, the 
author failed to confirm any of Zwaardemaker’s observations 
(A., 1918, i, 326). Zwaardemaker’s success is attributed to the 
use of antiquated methods. H. K. 

The Ionic Equilibrium of Cells. The Physiology of Sodium. 

S. G. Zondek (Biochem, Z., 1921, 121, 87— 108).— Hearts were 
perfused with various concentrations of solutions containing sodium, 
potassium, and calcium ions. The heart can adjust itself to other 
concentrations of the ions mentioned than the normal. The 
antagonistic action of calcium to potassium and to sodium is thought 
to be related to the atomic number of these elements, for whereas 
the difference of atomic number of potassium and calcium is unity, 
and their relative intensity is approximately equal, sodium has an 
atomic number nine less than calcium, and its antagonistic action 
is much less. K. 

The Creatine Content of the Human Heart Muscle in 
Various Illnesses. Kr. Constabel (Biochem, Z., 1921 122. 
152— 153).— Heart muscle in a braced condition contains a higher 
percentage of creatine than when in a relaxed condition as in 
fatty degeneration. H. K. 

The Chemistry of the Lungs. I. Ubaldo Sammartino 
( Biochem . Z., 1921, 124, 234— 243).— Lung tissue contains much 
cholesterol, eholostervl esters, glyceryl palmitate, and unsaturated 
phosphatides. There is relatively little lecithin and kephalin, 
but a much larger proportion of c ere bros ides and phosphosul- 
phatides. " H ’ 

The Action of Pilocarpine on the Glycogen Content of 
Organs. Curt Horne max x (Biochem. Z., 1921, 122, 269- 
273). — The hyperglycemia produced by pilocarpine was not 
influenced by administration of oxygen through the vena femoralis. 
The glycogen of the lfvcr is used up, but that of the muscles sho^s 
but a slight decrease. 
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The Steric Transformation of the Hexoses through the 
Agency of Organs and Cells (the so-called Stereokinases). 

g. rsAAC and E. Adler (Z. physiol Chem., 1921, 115, 105— 
129 ).— The surviving liver was the only organ which was found 
to be able to transform lsevulose into dextrose. This organ fulfilled 
this function only when it was intact and irrigated. Other tissues, 
guch as muscle or blood corpuscles, as well as the pulp and extracts 
of various organs failed to bring about this transformation. 

S. S, Z. 

Higher Alcohols in the Unsaponifiable Matter from Shark 
and Ray-fish Liver Oils . Mitsumar u Tsujimoto and Yoshiyuki 
Toyama (Chem. Umschau, 1922, 29, 27—29, 35 — 37, 43 — 45).— 
Kagurazamc oil (from the liver of Hexanchus corinus , Jordan and 
Gilbert) has the following characters : d'£ 0-9146, acid number 
0-49, saponification number 163*0, iodine number (Wijs) 124-5, 
1-4740, Hehner number 97-70, unsaponifiable matter 15-24%, 
glycerol 5-43%, acid number of the fatty acids 192-5, polybromide 
number of the fatty acids 26-30%. The oil does not contain 
squalene. The unsaponifiable matter consists chiefly of two new 
dihydric alcohols, one saturated and the other unsaturated. The 
saturated alcohol, batyl alcohol , C I0 H 42 O 3 , is obtained by the 
hydrogenation of the unsaturated one in alcoholic solution at the 
ordinary temperature in the presence of platinum black. It 
crystallises in colourless, rectangular laminae with silvery lustre, 
m. p. 69°. The unsaturated selachyl alcohol , C 20 H 40 O 3 , is a yellow 
liquid, d\* =0-9206, nft =1-4690, iodine number 78-9. It is uncer- 
tain whether one of the three oxygen atoms of those alcohols is 
in the form of a hydroxyl group which cannot be acetylated or 
is part of an ether-like structure. 

These alcohols also form the principal constituents of the 
unsaponifiable matter of the liver oils from the following species : 
Cirrhigaleus barbifer , Somniosus microcephalus , X a read on tokionis , 
Chimcera owstoni, Chimcera mitsuhirii. They also occur together 
with large quantities of squalene in the unsaponifiable matter from 
the liver oils of Lepidorhimis kimbei and Zame.us squamulosus. 
The liver oil from Chlamydoselachus amjuimus probably contains 
another alcohol as the principal constituent of the unsaponifiable 
matter. The principal constituent of the unsaponifiable matter 
of Doran-ei oil is cholesterol. H. C. E. 

The Stimulatory Action of Amino-acid Hydrochlorides on 
the Pancreatic Secretion. M. Arai {Bioehun. Z. y 1921, 121, 
175— 179).— The hydrochlorides of glycine, d- alanine, d-glutamic 
acid, and glycylglycine injected into the duodenum of a dog with 
a temporary pancreatic fistula cause a vigorous pancreatic secretion. 
Histidine hydrochloride and glucosamine hydrochloride had no 
action. Intravenous or subcutaneous administration of any of 
these salts was without result. Adrenaline inhibits such a pan- 
creatic secretion, but atropine is without action. H. K. 

The Nucleic Acids of the Spleen of* Cattle. It. Steudel 
(Z. physiol Chem., 1021, 114, 255 — 261). — As in the case of the 
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pancreas it is possible to obtain from the spleen of cattle guanylip 
acid and a real nucleic acid. The former was obtained from a 
protein isolated from the spleen by boiling the minced organ with 
water, filtering, and precipitating the filtrate with 50% acetic 
acid and alcohol. Guanvlic acid was prepared from this protein 
by treating it with 2% sodium hydroxide on the water-bath, 
acidifying with acetic acid, and filtering. The guanylic acid 
separated from the filtrate on keeping. The nucleic acid was 
prepared from the residue of the spleen obtained after the aqueous 
extraction in the preparation of the protein by digesting it with 
33% sodium hydroxide and precipitating with alcohol. Ten grams 
of the nucleic acid yielded 0*9 gram of guanine (calculated 0*8668} and 
0*68 gram of adenine (calculated 0*7698). S. S. Z. 


The Physiology of the Glands. XLVII. The Relations 
between the Thymus, Spleen, and Bone-marrow. Leox 
Asher and Gf,xc*o Matsumo (Biochem. Z., 1921, 123 27—50).- 
The haemoglobin and white corpuscular content of blood were 
examined after extirpation of the thymus and spleen. Stimulation 
of the bone-marrow of normal rabbits by hydrocyanic acid or by 
bleeding leads to a fall in the haemoglobin, an increase of lyrapho- 
cytes, but a decrease in the number of leucocytes. Extirpation 
of the thymus inhibits this response almost completely. Extir- 
pation of the spleen, however, has little effect. H. K. 


The Degradation of Carbohydrates in Transversely Striated 
Muscles.^ I. Fritz Laquer {Z. physiol . Chem., 1921, 116, 

109 222). ---The formation of lactic acid from various sugars 

by frog muscle has been studied under different physiological 
conditions. ^* ^* 


Reduction of the Aromatic Nitro-group as Indicator of 
Partial Processes of Respiration and of Fermentation. A 
Method for the Comparative Estimation of Biological Oxido- 
reduction. I. Experiments with Respiring Cells. II. 
Experiments with Fermenting Cells. W. Lipschitz and A. 
Gottschalk (Pflilger's A rchiv, 1921, 191, 1, 32 — 50; from Physiol. 
Abstr., 1922, 6, 589— 590). — I. The w-nitrophenylhydroxylamine 
produced by the reducing action of tissues on wi-dinitrobenzene 
can be estimated colorimetrically after filtration, and a quantitathe 
measure of hydrogen activation thus obtained. Experiments oil 
frog muscle show that the rate of reduction depends on the con- 
centration of co-ferment in the sense in which that term was used 
by Meyerhof ; the falling-off of the rate of reduction with tune 
resembles that of the oxygen respiration rate. Reduction is 
destroyed by temperatures above S0\ is dependent on intact ceil 
structure, is diminished with increase of oxygen pressure and by 
narcotics. Whilst combinations of narcotics have an additne 
effect on the reduction, a combination of a narcotic with hydrogen 
cyanide always shows less inhibition than the sum of the eftec s 
of the two substances* separately, and not infrequently less than 
one alone. The curve relating inhibition to reduction of con- 
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•cntration of hydrogen cyanide is, unlike the oxygen respiration 
C (irve a diphasic one, with a maximum at 0*05% and a new mini- 
mum at 0*5% potassium cyanide (neutralised). Reduction is lost 
after extraction of the muscle with water, but is restored again by 
nuscle or yeast juice, or by succinic, fumaric, citric, glutamic, 

1 ^ (x-glycerophosphoric acids; after partial extraction, it is 
restored to some extent by lactic acid, but never by maleic, glutaric, 
nyruvic, hydroxybutyric, or tartaric acid, or by glycerol, glyceric 
ackl, dextrose, lsevulose, or glycogen. Tn unextracted muscle 
reduction is accelerated by succinic and fumaric acids, but inhibited 
b v maleic acid, also by saponin (cf. Hopkins, A., 1921, i, 635). 

* jl Yhe musculatures of Ascaris and Lumbricus were studied 
as examples of facultative anaerobic tissues. Ascaris reduced 
powerfully; the reduction was independent of intact cell structure, 
was thermolabile, dependent on the presence of co-fcrment, not 
inhibited by oxygen, and never inhibited more than 30% by 
hydrogen cyanide, the curve being also not diphasic. Lumbricus 
reduced less powerfully, the reduction being dependent on intact 
cell structure, and being inhibited up to 80% by hydrogen cyanide 
(uniphasic). The reduction by Bacillus proteus and B. bulyricus is 
also (incompletely) inhibited by potassium cyanide (0-25%). E. S. 


Fixation of Calcium by Animal Tissues. IV and V. 

E. Freudenberg and P. Gyorgy (Biochem, Z., 1921, 121, 131— 
141, 142— 149) —IV. Natural cartilage rich in sodium, swells 
better than cartilage artificially enriched with calcium or mag- 
nesium. In all three cases there is a minimum of swelling at 
P H 4-7, the isoelectric point of the cartilage protein. 

V. Calcium is only taken up by cartilage at concentrations 
above 0-0 IN. Tryptic and autolytic processes, or the presence of 
urea, and ammonium chloride inhibit its fixation. H. K. 


I. The Composition of Chinese Edible Birds’ Nests and 
the Nature of their Proteins. II. The Isolation and the 
Nature of the Amino-sugar of Chinese Edible Birds’ Nests. 

Chi Che Wang (J. Biol Chan., 1921, 49, 429—439, 441 — 452). — 
The edible birds’ nests contain a glucoprotoin which is digested 
by both pepsin and trypsin. From the product of hydrolysis 
with hydrochloric acid a liexosamine hydrochloride was isolated 
which appears to be different from both glucosamine and chondros- 
amine hydrochlorides. It has [aj D -j 70-6 (equilibrium), the 
initial rotation depending on the method of crystallisation, and 
becomes black at 250° after darkening at a much lower temperature. 
With phenylhydrazine ami acetic acid, it forms an osazonc which 
melts at 214° with rapid heating, and at a considerably lower 
temperature after remaining over sulphuric acid. 'I he birds 
nests contain inadequate protein for the growth of rats. E. S. 


Bioluminescence. XIV. The Specificity of Lucilerin and 
Luciferase. E. Newton Harvey {J. Gen. Physiol . , 1921, 4, 
285—295). — The lucifcrin-lucif erase reaction was obtained in a 
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few cases only out of a number of luminous organisms investigated. 
The luciferin of one species will not luminesce with the luciferase 
of another species unless closely related. Specificity is consequently 
indicated. G. W. R. 

The Identification of the Aldehyde-like Substance in the 
Urine of Diabetics as Acetaldehyde. W. Stepp and R. Fetjlgex 
(Z. physiol. Ghent., 1921, 114, 301—306).— The aldehyde-lib 
substance in the urine of diabetic patients was concentrated by 
fractional distillation of the urine and was precipitated by dimethyl. 
cycJohexanedione as a substance of m. p. 138—140°. Comparison 
with ethylidencbiscUmethylcyc/ohcxanedione, prepared in similar 
manner from acetaldehyde, showed complete identity ; it is there- 
fore concluded that the volatile reducing substance found in the 
urine of some diabetics is acetaldehyde. S. S. Z. 


The Analytical Detection and Differentiation of Acetalde* 
hyde, Aldol, Glyoxylic Acid, and their Presence in the Urine 
of Diabetic Patients. Robert Fricke ( Z . physiol. Chern., 1921, 
116, 129 — 149). — Aldol forms a complex with “ dimedon 5 5 
[dimethyldihydroresorcinol] which can be differentiated from the 
analogous acetaldehyde complex by its insolubility in light 
petroleum. The presence of small quantities of crotonaldehyde was 
established in the urine in serious cases of diabetes. Furfural dehyde 
and glyoxvlic acid, on the other hand, were uot found. The author 
confirms Stepp’s observation concerning the presence of acetalde- 
hyde in the urine of diabetic patients. S. S. Z. 


Excretion of Ammonia following Experimental Adminis- 
tration of Acids via the Stomach and Peripheral Vein. 

Robert W. Keeton (J. Biol . Chew 1921, 49 , 411- 427).— 
Administration of hydrochloric acid to dogs by stomach tubes 
causes increased excretion of ammonia in the urine without affecting 
the total nitrogen excreted. If injected intravenously, however, 
there is an increased excretion both of ammonia and of total 


nitrogen. 


E. S. 


Creatine Formation in a Case of Progressive Pseudo- 
hypertrophic Muscular Dystrophy. R. B. Gibson and Frances 
T. Martin (J. Biol. Chern., 1921, 49, 319 — 326). — In a case of this 
type ingested creatine was completely eliminated as creatine and 
creatinine, chiefly the former. The excretion of creatine and 
creatinine was increased by ingestion of protein and of glyco- 
cyamine, but was unaffected by sarcosine, asparagine, or cystine. 
The increase after administration of large amounts of protein was 
derived from the portion of the latter which was katabolised 
exogenously. C. R. H. 


First Results of the Treatment of Syphilis by Sodium 
p-Hydroxy-m-aminophenylarsinate or *‘189." L. Fournier. 
L. Guexot, and A. ^Schwartz {Ann. Inst. Pasteur , 1922, 36, 
53 — 62), — This salt, described by Fourneau {ibid., 1921, 35, 571) 
as No. 189, has a favourable action on human syphilis, although 
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it is not so powerful or constant in its results as salvarsan. It is 
relatively slightly toxic and is supported by patients who do not 
tolerate other arsenical preparations. G. B. 

Treatment of Syphilis by Bismuth. L. Fournier and 
L. Gu£not (Ann, Inst. Pasteur , 1922, 36, 14 — 33; cf. A., 1921, 
i, 908, and this vol., i, 89). — Sodium bismuthyl tartrate and other 
bismuth salts were administered, suspended in oil, by intramuscular 
injection (ten to twelve times 0*2 — 0*3. gram). Bismuth is an 
extremely powerful antisyphilitic agent; it is, however, apt to 
cause stomatitis. The bismuth is principally eliminated by the 
urine and, on keeping the latter, is deposited as sulphide as the 
result of a fermentative process. G. B. 

The Distribution Coefficients of Diuretics and Narcotics 
and the Theory of Narcosis. Giuseppe Ajeixo ( Biochem . Z., 
1921, 124, 192 — 205). — The distribution coefficients of caffeine, 
theobromine, ethoxycaffeine, and theophylline were determined 
between water and olive oil and between scrum and olive oil. In 
each case the amount retained by serum is greater than that 
retained by water. The distribution coefficients of trional and 
sulphonal were determined between oil and serum. The failures 
of theories of narcosis is due to a lack of solvents exactly analogous 
to the tissue fluids concerned. H. K. 

Pharmacological Action of Colloidal Arsenious Sulphide. 

E. Menegiietti (Biockem. Z., 1921, 121, 1—39).— Colloidal arsenious 
sulphide, in whatsoever way it is administered to rabbits, dogs, 
or guinea-pigs, changes its state of dispersion and becomes granular. 
When given intravenously, this may cause embolism of the lung 
capillaries, but if the animal survives, the after-effects are those of 
a metabolite, probably arsenious oxide. H. K. 

The Behaviour of Inactive Malic Acid in the Organisms 

of the Dog and Rabbit. M. Tom it a (Biockem. Z., 1921, 123, 
231—234). — Subcutaneous administration of /-malic acid to 
a rabbit resulted in the excretion of about 1 1 % in the urine . When, 
however, the (2i-nialic acid was similarly administered to rabbits 
or dogs, the acid excreted was dextrorotatory, H. E. 

Barium Compounds in the Viscera. K. Krappt (Z. Untcrs. 
Xakr. Genussm. } 1921, 42, 390 — 391). — In a case of poisoning, a 
number of yellowish-white nodules were found adhering to the 
waffs of the stomach. An analysis of these gave barium carbonate 
64-7%, barium sulphate 35*3%. The quantity of barium remaining 
in the stomach was 0*2478 gram assuming equal distribution, but 
a large quantity had presumably been ejected by vomiting. 
Barium salts are converted into barium chloride in the stomach, 
tvith the exception of the insoluble barium sulphate. The minimum 
fatal dose of barium chloride is 0-09 gram per kilo of body -weight. 

H. C. R. 
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Protein Intoxication. F. Pentimalli, I. Introduction 

(. Riforrm med., 1921, 37, 532—536). II. Toxicity of Egg. 
albumin and its Derivatives ( Gazz . intern, med. ch.%T . igiene , 1921, 
29, 65 — 72), III. Toxicity of Peptones ( Rass . intern, din. terap.^ 
1921 2 185 — 192). IV. Toxicity of Milk and its Derivatives 
(La pediatria, 1921, 29, 481—494). V. Behaviour of Blood 
Pressure and of Respiration { Folia med ., 1921, 7, 321 330). VI, 
Behaviour of Body Temperature [Arch. sci. biol, 1921 . 2, 44—58). 
VII. Nystagmus (JRiforrna med., 1921, 27, 573 578). VIII. 
Morphological Changes of the Blood [Hwmatologica, 1921, 2, 
527—578) . (From Physiol. Abstr., 1922, 6, 595— 596.)— The physio- 
logical action of injections of proteins and protein products was 
studied under the various headings indicated in the titles. E. S. 


Chemistry of Vegetable Physiology and Agriculture. 


The Importance of Sequence in Biology. L. Karczag 
(Biochem. Z., 1921, 122, 43— 51).—' Provided the number of 
bacteria used is not too large, the author shows that the addition 
of chloroform or toluene, first, to a dextrose bouillon and subsequent 
addition of Bacillus coli , has a greater inhibiting influence than the 
addition of B. coll to a dextrose bouillon, first, and then addition 
of the antiseptic. In both cases there is inhibition compared with 
the control. ^ 

The Importance of Sequence in Biology. II. L. Karczag 
and K. Haj6s (Biochem. Z. } 1921, 122, 52—57)— That the order 
of mixing the components is of influence, the authors show by a 
study of the systems (a) the antitryptic action of serum (trypsin-j- 
casein+serum), (6) the haemolytic system (corpuscles -f comple- 
ment -bhcemolv sin), (c) the bacteriolytic action of immune serum 
on ParatyphosuS‘B (Pfeiffer’s experiment). H. K. 

The Importance of the Amino-acids of Haemoglobin for 
the Cultivation of the Influenza Bacilli. Martin Jacoby 
and Kate Franken thal (Biochem. Z., 1921, 122, 100 — 104). 
The influenza bacillus can be caused to grow on agar if histidine 
be added. A less favourable growth is obtained on addition of 
leucine. ^ 

The Degradation of 1-Tryptophan by Bacillus proteus. 
Takaoki Sasaki and Ichiro Otsuka (Biochem. Z., 1921, 12b 
167 — 170).— /-Tryptophan, in a suitable medium containing glycerol 
is converted by B. profeus into /-indole-lactic acid. The isolation 
of this acid is simplified by its quantitative precipitation by basic 
copper acetate solution. H. K. 
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The Degradation of di-a-Naphthylalanine by Bacillus 
roteus. Takaoki Sasaki and Jmo Kinose ( Biochem . Z ., 1921, 
171 — 174). — - Glycine anhydride when condensed with a-naphth- 
aldehyde by Sasaki's reaction gives 2 : 5-chketo-3 : 6-dinaphthyl- 
idenepiperazine, unmolten at 320°. Reduction with hydriodic 
acid and red phosphorus leads to rf/-x-naphthylalanine, m. p. 240°. 
On submitting the latter amino-acid to the action of B. proteus y 
fi-nctp hlhyUdanine was isolated, m. p. 142° (corr.) and [%]» +24-31 ° 

in alcohol. H. K. 

The Bacterial Degradation of /-Leucine. Minoru Arai 
(Biochem. Z., 1921, 122, 251 — 257). — /-Leucine submitted to 
Proteus vulgaris on a suitable medium gave the corresponding 
nitrogen-free d- hydroxy- acid, but BaciUus subtilis gave the laovo- 
acid. By varying the nutrient medium, P. vulgaris gave isoamyl- 
araine. H. K. 

Influence of the Hydrogen-ion Concentration on the Growth 
and Formation of Toxin of Tetanus Bacilli. K. G. Dernby 
and B. Allander ( Biochem . Z., 1921, 123, 245 — 271). — Growth 
of tetanus bacilli takes place between P u 5 and 8*5, the optimum 
range being between 7 and 7*(>. The stability zone, however, of 
tetanus toxin is between P n 5*8 and 8, the optimum range being 
60 to 7*5. For large-scale preparation of tetanus toxin, the initial 
should be 8 and when more acidity develops than P H 6’8, fresh 
neutralisation is necessary. H. K. 

Microchemistry of a New Group of Purple Bacteria. Jos. 
Gicklhorn (Ber. Dmt. hot. Oes., 1921, 39, 312 — 319). — Two new 
species of purple bacteria, namely, Chromatium Linsbaueri and 
UhabdocJiromati um Linsbaueri, are shown to contain, in addition 
to sulphur, considerable quantities of amorphous calcium carbonate. 

G. W. R. 

The Oxidation of Sulphur by Soil Organisms. Jacob G. 
Lipman, S elman A. Waksmax, and Jacob 8. Joffe (Boil. Set., 
1921, 12, 475 — 190). — A study of the chemical changes occurring 
during the growth of Tklobadllus thio-oxifdans in artificial media 
is reported. The hydrogen-ion concentration and titratable acidity 
of the medium increase with the age of the culture, as also does the 
amount of sulphate produced. There appears to bo a period of 
marked activity after four and again after eight days. Sulphate 
production is followed by the conversion of insoluble into soluble 
phosphates; 94% of the total insoluble phosphate was rendered 
soluble in fifteen days, but no further increases occurred. Old 
cultures (one hundred and twenty days) were found to have P H 0*8 
and their acidity was (Hi8A. Optimum growth of the organism 
occurs in media with 2-8 — 2*0, although the organism can exist 
in a medium of P u 0*58. Acidity less than that corresponding 
with P n 5-6 is unfavourable. The possible uses of sulphur manuring 
to combat potato scab, to reclaim black alkpli soils, and increase 
the availability of phosphates and potassium, are indicated. 
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The Formation of Acetaldehyde and the Realisation of 
the Second Form of Fermentation with Various Fungi, 

Carl Neuberg and Clara Cohen (Biochem. Z., 1921, 122, 2ofJ. 
224), — A large number of micro-organisms can ferment dextrose 
with production of acetaldehyde and glycerol The acetaldehyde 
was fixed by addition of sodium hydrogen sulphite or calcium 
sulphite. When the proportion of acetaldehyde was large, the 
production of an equivalent proportion of glycerol was demonstrated 

H. X. 

A Biological Method for the Estimation of Substances 
which Injure the Cell and the Embryo. II. Alfred Schnabei 
{Biochem. Z., 1921, 122, 295—300; cf. A., 1921, ii, 788).— A 
graphic modification of the author’s previously described method 
for determining the concentration of substances which inhibit 
the methvlene-blue reducing capacity of bacteria. H. K. 

Comparative Experiments on the Antiseptic Action of 
some Chloro-derivatives of Methane, Ethane, and Ethylene. 

Georg Joaciiimoglu [Biochem. Z 1921, 124, 130 — 136).— The 
antiseptic action of aqueous solutions of chloro-derivatives of 
methane, ethane, and ethylene on Vibrio Metschnikoff falls off in 
the order hexaehloroethane, i etrachloroethylene, pentachlorocthane, 
tetrachloromethane, trichloroethylene, dichloroethylene, aa-dh 
chloroethaue, tetraehloroethane, a£-dichloroethanc, chloroform, 
dichloromethane. H. K. 

Bactericidal Action of Pyromucic Acid. H. P. Kaufman 
( Bar ., 1922, 55. [A], 289 — 290). — Pyromucic acid in 0*5% and 1% 
solution kills Bacillus coli within five minutes, in 0*25% solution 
within thirty minutes, and in 0*1% solution within seven hours; 
development is arrested in 0-05% solutions. Staphylococcus aureus 
is rather more resistant to pyromucic acid. The salts- of the latter 
have only slight bactericidal action. In its effect, pyromucic acid 
is very similar to benzoic acid, but the latter is much superior 
in practical application to products such as fruit and meat. 

H. W. 

Nature of Yeast Fats. Ida S medley Maclean ( Z . physiol, 
Chem ., 1921, 113, 199 — 200).- Polemical. A reply to Hinsberg 
and Rods (A., 1921, i, 148). S. S. Z. 

Yeast Gum and Saccharase. E. Salkowski ( Z . physiol. 
Chem., 1921, 114, 307 — 308). — A reply to Svanberg (A., 1921, 
i, 202). Saccharase is not always associated with gum in yeast. 

S. 8. Z. 

The Nitrogenous Constituents of Yeast. II. The Purine 
Bases and the Diamino- acids. Results. Jacob Meisev 
heimer (Z. physiol. Chem., 1921, 114, 205— 249).—' Top and bottom 
fermentation yeasts sjiow no marked differences in the composition 
of their products of degradation. Ammonia forms 8% of tne 
total nitrogen. Twelve per cent, of the total nitrogen can be 
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accounted for in the purine and pyrimidine bases as follows : 
guanine 4%, adenine 4%, cytosine ( ?) 24%, and uracil ( ?) 1-6%. 
Ten per cent, is present as histidine and arginine, and 10% as 
lysine. Of the 60% of the total nitrogen found to be associated 
with the monoamino-acids, 0-5% was traced to glycine, 10 — 15% 
to alanine, 10 — 15% to valine, 5 — 10% to leucine, 2% to proline, 
8% to phenylalanine, 3-5% to aspartic acid, 6% to glutamic acid, 
2% to tyrosine, 0*5% to tryptophan, 2% to cystine and other 
sulphur compounds, 4-5% to oxy proline (?), 0*5% to choline, and 
0*5% t° glucosamine. The ratio of amino- to nonamino-nitrogen 
as obtained by Van Slyke’s method was always found to be lower 
than the figures calculated from the above data. S. S. Z. 

The Nitrogenous Constituents of Yeast. Martin Schenck 
(2. physiol. Chem,, 1921, 116, 308 — 309). — Polemical, in reply to 
Meisenheimer (A., 1919, i, 370 ; preceding abstract). S. S. Z. 

Carboligase. II. Carl Neuberg and Lunwio Liebermanx 
(Biochem. Z ., 1921, 121, 311 — 325; cf. A., 1921, i, 480). — o-Chloro- 
benzaldehyde was added to yeast undergoing fermentation. 
o-Chlorobenzyl alcohol and o-ch lor oben zoic acid were isolated. 
The enzyme carboligase causes a condensation of another portion 
of the aldehyde with acetaldehyde with formation of the ketone- 
alcohol, C 6 II 4 Cl , CH(OH)*COMe, which exhibits optical activity 
but gives an inactive y-nitwpkenylosazojie, m. p. 302 — 303", thio- 
semicarbazone, m. p. 216 — 218°. Anisaldehydc reacts less smoothly. 
The p -nitrophenylosazone of the corresponding ketone-alcohol was 
isolated, m. p. 266°. The ketone alcohols will be described later, 

H. K. 

The Thermostability of the Co-enzyme and its Separation 
from Vitamin -B from Yeast. Th. Tiiolix (Z. physiol. Chm., 
1921, 115, 235 — 256). — One half of the co-cnzvme of alcoholic fer- 
mentation is destroyed by heating at 90’ for one hour, or at 100" 
for thirty-seven minutes at I J U ">*(>. The vitamins from yeast 
and cabbage which accelerate alcoholic fermentation differ in 
their thermostability from the co-enzyme and are therefore not 
identical with it. It is thus possible to separate the two substances. 

,8. 8. Z. 

The Dismutation of Various Aldehydes by Yeast. H. 

Kumagawa {Biochem. Z., 1921. 123. 225 230). — iWValeralde- 
hyde, wobutaldehyde, licptaklehyde, and benzaklehydc when sub- 
mitted to the action of yeast in a l° 0 sodium hydrogen carbonate 
solution undergo the Cannizzaro reaction and yield the correspond- 
ing acids and alcohols. The proportion of the alcohol is usually 
somewhat greater than that of the acid, owing to a simultaneous 
pliytochcmical reduction of the original aldehyde. H. K. 

The Course of Alcoholic Fermentation in Presence of 
Calcium Carbonate. Johannes Kerb and Kurt Zeckendorf 
{Biochem, Z , 1921, 122, 307— 314). — The authors are unable to 
confirm the experiments of Fembach and 8choen (A., 1920, i, 406) 
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on the production of considerable quantities of pyruvic acid by 
fermentation in presence of calcium carbonate. Its production 
in Fernbach and Schoen’s experiments must be as a by-product 
due to oxidation of lactic acid by use of an atypical yeast. 

H. K. 

Pyruvic Acid as an Intermediary in the Alcoholic Fission 
of Dextrose. Max von Grab (Biochem. Z 1921, 123, 69 — '89).— 
Apart from the experiments of Fernbach and Schoen (A., 1920, 
i, 406) with an atypical yeast, pyruvic acid has never been isolated 
as an intermediate product in a typical yeast fermentation. By 
use of a new fixative, ,3-naphthylamine, the author has isolated 
the condensation product of pyruvic acid and (3-naphthylamine— 
namely, a-methyl-£-naphthacinchoninic acid — from the interaction 
of press juice and dextrose. H. K. 

The Enzymic Synthesis of Fructose diphosphate (Hexose- 
phosphate), Hans v. Eut.er and Folke Nordlund (Z. physiol. 
Ghem ., 1921, 116 , 229 — 244). — The optimum H-ion concentration 
for the formation of fructose diphosphate by a bottom fermentation 
yeast was found to be 6’2 — 6*6. This reaction is about the 
optimum for all sugars ; he vu lose, however, showed a somewhat 
different reaction curve. S. S. Z. 

Maltase. IV. The Fermenting Activity of Yeasts Poor 
in Maltase. Richard WillstJltter and Werner Steibelt 
{Z, physiol. Ckem., 1921, 115, 211—234; cf. this vol., i, 282).- 
The approximate figure for the quotient (time value for maltase/ 
time value for saccharase) for brewer’s yeasts was found to be 20. 
The time values for saccharase in the brewer’s yeast strains did 
not show great variations ; on the other hand, those in some of the 
distiller’s yeast strains differed within very wide limits, as also 
did the time values for maltase in the different strains. The 
fermenting capacity of the various yeasts w r as studied. From the 
observations made it w r as concluded that maltose can also be fer- 
mented without being previously hydrolysed, as the hydrolysis by 
some strains proceeded much more slowly than the actual ferment- 
ation by those strains. Xo dextrose could be established in the 
fermenting medium when the fermentation of maltose carried out 
with maltase-free yeasts was interrupted. S. S. Z. 

The Action of Salts on the Bleaching of Methylene-blue 
by Various Species of Yeast. H. Ku.magawa (Biochem. Z., 
1921, 121, 150 — 163). — The reducing capacity of various species 
of yeast for methylcnc-blue is very variable. Metallic salts inhibit 
or retard the reduction, but not invariably. The somewhat 
anomalous results are attributed to the influence of the physiological 
state of the yeast-cells at the moment of the experiment. H. K. 

New Classes of Stimulants of Alcoholic Sugar-fission. VII. 

Carl Neuberg, Elsa Rijinfurth, and Marta Sandberg (Biochem. 
Z. y 1921, 121, 215 — 234). — A large number of purine derivatives 
have been tested and found without exception to have a stimulating 
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effect on the process of cell-free fermentation of dextrose by means 
0 f yeast press juice. The nucleosides adenosine and guanosine 
were also beneficial and the nucleic acids to a lesser extent. Degrad- 
ation products of purines had a distinctly favourable influence. 
The authors hesitate to class the above substances as hydrogen 
acceptors. H. K. 

The Action of Silver Compounds on Yeast. Ernest Zerner 
and Robert Hamburger (Biochem.. Z., 1921, 122, 315 — 318). — 
Silver nitrate, chloride, and carbonate have a toxic action on yeast. 

H. K. 

Nature of Alcoholic Fermentation. C. C. Warden (Amur, 
j physiol., 1921, 57, 454 -469 ; from Physiol. Ahstr., 1922, 6 , 

000 ), The conclusion is drawn from experiments described, more 

especially as to the effect of the addition of surfaces of various 
kinds, that alcoholic fermentation is a catalytic process occurring 
at the surface of yeast-cells, on the colloidal surfaces of yeast 
juice, and at artificial surfaces composed of fat complexes similar 
to those found in yeast-cells. Further, it is held that the enzyme 
of yeast belongs to the cellular antigens. Interesting considerations 
as to the nature of enzyme action on anti- and co- enzymes will be 
found in the paper. E. S. 

The Decomposition of d-Galactose according to the Second 
Mode of Fermentation. M. Tomita ( Biochem . Z., 1921, 121, 
164—166). — (/-Galactose, like (/-glucose, d-mannose, and (/-fructose, 
when fermented in the presence of disodium sulphite gives an equi- 
molecular proportion of acetaldehyde and glycerol. H. K. 

Fermentation without Yeast. A. Bait (Biochem. Z., 1921, 
122, 303 — 306). — A criticism of the claims of Baur and Herzfeld 
(A., 1922, i, 93). H. K. 

Photosynthesis and the Functions of Pigments in the 
Living Plant. E. 0. C. Baly (J. Soc. Dyers and Col., 1922, 38, 
4—9). — The author deals with photochemical reactions, and, in 
particular, the conversion of carbon dioxide and water into form- 
aldehyde and oxygen as the first step in the synthetic growth of 
the vegetable organism. In the laboratory, the oxygen tends to 
oxidise the formaldehyde to formic acid, but in the living plant 
it is quantitatively evolved as oxygen. Suggestions as to the 
mechanism whereby gaseous oxvgcn is transpired are outlined. 

F. M. R. 

Photosynthesis. I. The Ratio of Carbon Dioxide to 
Oxygen in Carbon Assimilation. S. Kostytschev {Bcr. 
Dent. hot. Ges., 1921, 39, 319 — 328). — The ratio C 0 2 , 0 2 may depart 
from unity in the ease of leaves exposed to artificial atmospheres 
containing abnormally large amounts of carbon dioxide. The 
assimilation of carbon dioxide is at first in excess of the oxygen 
liberated, but after a short time this relation is reversed. Even- 
tually the ratio becomes normal. Sinaia? results are obtained 
with algae. It is unlikely that under normal conditions variations 
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in the ratio of carbon dioxide absorbed to oxygen liberated occur. 
Assimilation should be measured by the amount of carbon dioxide 
absorbed, and not by the amount of oxygen liberated, b. W . K. 

Photosynthesis. II. Does Injury Stimulate Photo- 

synthesis? S. Kostytsoiiev ( Ber . Deni. hot. Ges., 1321, 39, 

3 <)g 333 ) Injury to leaves was found to be without any stimulat- 

ing effect on carbon assimilation. A slight depression of assimila- 
tion observed was attributed to restriction of the assimilating area 
consequent on the method of experiment. *• '• 

Photosynthesis. III. Does Carbon Assimilation take 

place during Summer Night in Subarctic Regions? S. 
Kostytschev (Ber. Dent. hot. Gcs., 19-1, 39, 334 338). Carbon 
assimilation generally ceases at sunset, even although e flight 
in latitude <i 0 ° N. furnishes sufficient light for the process to go on. 
This mav be due to the effect of the fall in temperature in closing 
the stomata, A certain amount of carbon assimilation was found 
to take place after sunset in the case of coniferous trees. ^ 

The Chemical Constitution of Protoplasm. Heinrich 
Walter (Biochem. Z., 1921, 122, 80-99).-The protoplasm of 
myxomycetes behaves like that of the higher plants When 
extracted from the cells with absolute alcohol, ether, and chloro- 
form it is only partly digested by pepsin, but completely by 
trypsin. The plasma consists of a phospho-protein-like substance, 
plastin, which is digested by trypsin, and a lipoid component. 

Direct and Indirect Determinations of Permeability. 

w J V. Osterhout {J. Gen . Physiol, 1921, 4, 27;>— L83).— A 
method is described for determining the electrical conductivity of 
the cell sap of a species of X iltlla. The results obtained by tests 
of the sap isolated from cells show that, whilst in pure sodium 
nitrate solution rapid penetration of the nitrate ion takes plate 
accompanied by injury to the cell, in the case of a balanced solution 
of calcium nitrate and sodium nitrate penetration is slow and the 
cell remains uninjured. Direct evidence was obtained for the 
supposition that both penetration and also recovery from plasrno- 
lysis are more rapid in the case of injurious solutions than in the 
case of non-toxic solutions. Cx ‘ VV ’ 

Penetration of Rations into Living Cells. Matilda Moldes- 
hauer Brooks (J. Gen. Physiol. , 1921, 4, 347 — 349).— lhc per- 
meability of the protoplasm of a species of A della was investigated 
by examination of the cell sap. The protoplasm is normally 
permeable to lithium, caesium, and strontium ions, penetration 
being more rapid in unbalanced than in balanced solutions^ ^ 

The Permeability of Plant-plasma for Neutral Salts. IV. 

Hugo Kahho (Biockent. Z., 1921, 123 284— 303; cf. A., 19JU , h 
94 ) —Micrometer observations were made on the first root of yci 
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lupin (1 to 1*5 cm. long) when placed in isotonic salt solutions, 
which were, however, hypertonic to the plant plasma. The initial 
contraction is followed by a relatively slower and smaller expan- 
sion. This latter is used as a measure of the penetrability of 
various salts, iho permeability of the ions follows the sequence 
X 0 3 ,I,Br>Cl> tartrate > S0 4 > citrate and K > Na > Li > Mg > 
Ba>Ca. Moreover, the permeability of an ion is inhibited by a 
second ion the further it lies to the right in this series. The results 
accord with the view that the toxicity of neutral salts stands in 
close relation to the permeability of plasma for the.se salts. 

H. K. 

The Green Respiratory Pigment and its Importance in 
the Oxidation of Protein Substances in the Sprouting Seeds 
of flelianthns annum. Alexander Oparjn [Biochem, Z., 1921, 
124, 90— 96).— Carter’s chlorogenic acid absorbs two molecules of 
oxygen in alkaline solution. Analysis points to a removal of four 
atoms of hydrogen by the oxygen. This formation of a green 
oxidation product is accelerated twenty-fold by addition of phenolase 
from sunflower seeds. Experiments were carried out on the oxida- 
tion of amino-acids, peptides, and proteins in the presence of chloro- 
genic acid, use being chiefly made of the Van Slyke methods of 
analysis. The results are held to support the view that the amino- 
acids and proteins become oxidised with liberation of ammonia. 
In the living plant, the latter is used for the synthesis of asparagine 
and glutamine. " H. K. 

Effect of Transpiration on the Disappearance of Starch 
from Leaves. Hans Moltsch {Ber. Deut. hot. Ges., 1921, 39, 
339—344). — The disappearance of starch from leaves placed in 
darkness is more rapid in a dry than in a moist atmosphere. Leaves 
kept in a moist atmosphere, although little of their starch had 
been altered, contained more reducing sugars than leaves kept in 
a dry atmosphere which had lost all their starch. It is supposed 
that substances other than sugars, probably doxtrins and similar 
.substances, are formed from the decomposition of starch. It is 
not necessary to assume translocation, as the starch reaction 
disappears even in stalkless leaves. (L \y. R 

The Oxalic Acid Content of Early Spring Leaves, and 
some Observations concerning this Acid. A. Bad (Z. tech, 
fool., 1921, 8, 151—155; from Physiol Ahstr ., 1922, 6, 599} — 
Oxalic acid was found in the young leaves of elder, hawthorn and 
tee-chestnut, and in those of young barley plants. E. S. 

The Manganese Content of Flowers. I). H. Wester {Pharm. 

! hMkd 1922, 59, 51— 55).— Various earefull v selected flowers 
vere gathered from dry dust-free localities in dry weather, and 
transferred at once to closed lared flasks. Moisture, adt and 
manganese were determined in the samples. The average moisture 
content was between 80 and 90% (minimum 75-li, maximum 94-5%) 
1% (minimum 0-31 %, maximum 1-93%). All species 
cammed contained manganese, varying from 11-2 to 222-1 mg 
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per 100 grams of ash, hut no regularity was observed in its dig. 
tribution between families. Only small differences were observed 
between individuals of the same species plucked at different times 
and places. S. I. L. 

The Occurrence of Calcium Oxalate in the Gidgee Wattle 
{ Acacia catnbagei , Baker). Thos. Steel (Che m. News, 1921, 
123, 315 — 316).— Both the outer and inner bark of A. cambagei 
contain 18-82% of calcium oxalate, calculated as CaC 2 0 4 ,H 2 0 on 
the dry weight, whilst the outer white wood contains 5-81% and 
the inner dark wood 3-81%. Samples of bark from other species 
of Acacia contained amounts varying from 1.-36 to 8-92% of the 
oxalate. G. 

Chemical Constituents of a Chinese Drug “ Hsiung 
Ch’uang. ” I. Yoshiharu Mura yam a (J. Pharm . Soc. Japan , 
1921, No. 477, 951 — 959). — From a Chinese drug “ Hsiung Ch’uang 
or 1 Ch’uang Hsiang, ’ the dried root of Cnidium officinale , Makino, 
Sakai (Tokyo Igakukai Zasshi , 1916, 935) isolated a phenol; an 
ester, C 22 H 36 0 3 (which when saponified gave cnidic acid, C 12 H 20 O 3 , 
and an alcohol, C%H 18 0), and cnidiolact-one, C 12 H 18 0 2 , b. p. 17 <— 
178°/15 mm. By distilling the powdered drug with steam and 
extracting with ether, the author has obtained a brownish-yellow, 
viscous oil of characteristic odour, from which cnidiohctom, 
Ci 2 Hi 8 0 2 , was separated as an oil, b. p. 178 — 180°/13 mm., d 1-047, 
a D -65-0°, n 1 ,; 1-5061. By reduction with sodium and alcohol, 
followed by treatment with 1% potassium permanganate, the 
lactone gave a compound, C 12 H 22 G 3 , crystallising in white needles, 
m. p. 50 6 , which seems to be dihydrocnidic acid. By reduction with 
hydrogen in the presence of platinum black, the lactone gave 
cnidic acid , 0H-C n H 18 -C0 2 H, m. p. 87", which is unstable and is 
readily converted into the dihydro-acid. When oxidised with 
potassium permanganate, the lactone yields phthalic and valeric 
acids, and therefore would appear to be an isomeride of the lactone, 
sedanolide, obtained by Ciamician and Silber from oil of celery 
(A., 1897, i, 484), * K - K - 

The Chemical Constituents of Green Plants. XIV. The 
Acids in the Currant (Ribes rubrutn) which are Precipitated 
by Lead Acetate. Kart wig Fjunzen and Kugen Schumacher 
(Z. physiol Chem., 1921, 115, 9 -37).— The currant contains large 
quantities of citric acid, and small amounts of malic acid. The 
former is about forty-seven times the amount of the latter. Tar- 
taric acid is only present as traces. Acids which yield esters 
with a higher boiling point than triethyl citrate and are pre- 
cipitated by lead acetate, arc also present in very small amounts. 

s. s. z. 

The Chemical Constituents of Plants. XVII The Presence 
of Lactic Acid in the Leaves of the Blackberry ( Rubus frurt ij- 
cosus). Hartwig Franzan and Frnst Keysskek (Z. physiol 
Chern ., 1921, 116, 106 — 168).— The presence of lactic acid was 
established in the leaves of the blackberry. S. S. Z. 
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The Chemical Constituents of Green Plants. XV. The 
presence of Lactic Acid in the Leaves of the Raspberry 
iflubus idceus). Hartwig Franzen and Emmi Hern (Z. physiol. 
Chew-) 1921, 115, 270 — 283). — The leaves of the raspberry contain 
lactic acid. The presence of lactic acid was also established in the 
opium poppy ( Papaver sommferum), germinated castor oil seed 
(Hicinus communis), and in the leaves of Agare Sisalana. 

s. s. z. 

I, Culture Experiments with Soja Beans. II. Occurrence 
of Urease in Parts of the Plant Other than the Seeds. 

p H. Wester ( Biochem . Z 1921, 122, 188— 192).— Attempts to 
cultivate soja beans in Holland were unsuccessful. Urease was 
found in various portions of the plant other than the seeds. 

H. K. 

Botanical Chemical Observations. Edmund 0. von Lippman n 
(/fer., 1921, 54, 3111 — 3114). — Tn an isolated case, mannose has 
teen obtained from the fruit of Symphoricarpux racemosus ; sub- 
sequent attempts to repeat the isolation led invariably to the pro- 
duction of dextrose. 

A lemon-yellow deposit on tiu* leaves of the ordinary white 
anemone, collected after a protracted spell of warm weather, was 
identified as calcium succinate. 

The roots of the ordinary reed, collected in early summer, 
generally contained about 1 — 3% of sucrose, but occasionally 3 — 
3-5%. This figure is somewhat lower than that recorded recently 
by Sabalitschka for roots collected in November. 

A voluminous black powder found in the hollow of a felled oak 
became spontaneously heated when spread in a thin layer in bright 
sunlight, and then contained a considerable proportion of raellitic 
acid, which, however, was not present in the original specimen. 

H. W. 

Application of the Biochemical Method for Characterising 
Dextrose to the Fruits of Viburnum opulus and to Extracts 
of Red Cinchona and of Cola. R. Arnold [Bull, Soc. Ckim . 
Biol., 1921, 3, 547 — 566). — The principle of the method is the 
synthetic action of emulsin on a solution of dextrose in 50% methyl 
alcohol, measured by a fall in the reducing power; in all the cases 
referred to, p-methylglucoside was obtained crystalline. If reducing 
substances other than sugar are present, it is not enough to extract 
the material simply with boiling alcohol. The extract must then 
be purified by basic lead acetate, and impurities must be extracted 
with wet boiling ethyl acetate. The sugars are then extracted 
hy boiling 95% alcohol. In most fruit, about half the reducing 
sugar is dextrose, that is, it contains invert-sugar. In extract 
uf Cola nuts only 21*7% of the reducing substances is dextrose, 
hut after hydrolysis by acid it is 48-8%. G. B. 

The Toxic Action of Heavy-metal Salt$ on Plant Plasma. 

if ,^ tJG0 Kahho (Biochem, Z,, 1921, 122, 39 — 42; cf. this 
h 94).— The toxicity of various kations of the heavy metals 
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on plant plasma was investigated. The order Mowed is approxi. 
matelv that of tho electrolytio solution pressure of these kations. 
Zincion is the most noticeable exception, its toxicity approaching 
that of copper. * 

The Influence of certain Factors on the Chemical Compo- 
sition of Sauerkraut. O R. Bruk kow, W. H . 

E. B Fred (J. Amer. Chem. Sot., 1921, 43, 2244— 22t»).— 
Inoculation with certain organisms produced a better grade of 
sauerkraut than is produced by a natural fermentation, but the 
only organism consistently better than the control was Baattm 
) ac L acidi The presence of a large number of yeasts may result 
ina red kraut with undesirable flavour The concentration of 
salt in the brine is of importance. The best kraut was obtained 
when 2% of salt was used, and with concentrations above 3 / 0 the 
kraut was tough and too salt. 

The chief products in the fermentation of kraut are lactic acid 
acetic acid, and ethyl alcohol. Mannitol may also be produced 
in varying amounts, depending on the type of organisms present 
The relative amounts of these various products can be influenced 
by inoculation. 

The Diastatic Action of Malt and its Preparations (Liquid, 
Syrupy, and Dried Extracts). Raoul Lecoq (J\ Pham. 
r \- m 10-22 25 18— 25).— The diastatic action of malt is practically 
limi ted to the temperature range 60—90°. The activity is greatest 
between 70° and 80°, with an optimum at about 75 . Mixed in 
sufficient quantity, namely, about 30%, with cooked or uncooked 
barley flour, saccharification takes place with an approximately 
corresponding velocity in the temperature range 60— 80 , and 
likewise with an optimum at 75°. The activity of malt itself is 
three to four times greater than that of any of the extracts prepared 
commercially from it. The latter consist largely of maltose, the 
diastase being to a great extent destroyed in the prwess^ of 
manufacture. 

The Sulphur-oxidising Power of Soils. A. Demows 
(Compt. rend , mi, 173, 1408-1410 ; cf. A., ,1912, u > 

579) — Bv growth on sand cultures containing free sulphur 
admixed with the sand, oxidation of the sulphur to suiphate by 
bacterial extracts from soils was obtained, bods vary ^dur- 
ably in their sulphur-oxidising power, garden soils nch i« i orgamc 
matter giving the best results. The presence of calcium carbonate 
is only necessary if there is insufficient carbamide present to supp y 
the ammonia necessary to keep the medium neura. 
ammonifying organisms in the soil are apparen y ' »P „ 

for sulphur oxidation, and the property is not bacteriological 
specific. 
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The Composition of Paraffin Wax. I. Francis Francis 
[with John Clifford Pope and Reginald Henry OoyshI (T 
1922, 121, 496—513). 

Synthesis of Trimethylethylmethane [0p-DimethyLbutane]. 

(Mile.) H. van Risseghem {Bull. Sac. chim. Belg., 1922, 31, 62—66; 
cf. van Risseghem, A., 1921, i, 489, and Markownikow, A., 1899* 
i, 554). — The preparation of ^-(limethylbutane from pinacone is 
carried out by transforming it into pinacolin, which is then treated 
with phosphorus pentachloride. The resulting product is a mixture 
of ^-dichloro-yy-dimethyl butane, a solid, and the unsaturated 
derivative, CMe 3 ‘CCl!0H 2 , a liquid. The latter is heated with 
potassium hydroxide in sealed tubes and the product, dimethyl- 
butinenc, distilled off. This is treated with hydrogen in presence 
of platinum black, the resulting hexane is washed, dried over 
calcium chloride, and distilled. 

The following physical constants have been determined : «*{*- 
dimethylbutane, in. p. —98*2°, dj 0*6678, df 0*6538, nj}^ 1*36972, 
«}i 1*37158, 1*37615, 1*37964; tsohoxane, 1*37257, 

Sg 1 '3/445, 1 37914, 1*38251 ; y-methylpentane, 

1*3/753, 1*37929, 1*38404, 1*38740; ,3y-dimethylbutane, 

1*37905, ftj? 1*38092, 1 '38540, 1*38893 ; dimethylbutinene, 

in. p. -81*2°, df 0*6899, dj?' 0*0737, n£ a 1*37518, n'j 1*37725, n \ L 
138313. H . J. E. 

Tetrapropylethane [St-Dipropyloctane]. Jean Piccard 
and Ray Q. Brewster {J. Amer. Chan. Soc., 1921, 43, 2626— 
2629).— When butyrone is reduced with metallic sodium in the 
presence of a little ether, the products are 6-hydroxyheptane and 
some Sc-dipropyloctane-fo-diol. The hydroxyheptane gives, with 
phosphorus and iodine, S-iodoheptane, and this, when treated 
with sodium in absolute ether, gives x-tetmpropyktkane [&• -dipropul- 
^ CHPr^CHP^ b. p. 105 — 106 5 /12 mm'., or 220°/7G0 mm.: 
g 0 /735; a* 5 1*4322; surface tension 25*64 dynes /cm. An 
identical dipropyloetane was obtained by heating the dipropvl- 
octanediol with concentrated hvdriodic acid in a scaled tube ‘at 
180 for ten hours. \y q 

Action of Polyhalogenated Compounds of Methane and 
hthane on Magnesyl [Magnesium Alkyl] Compounds. 

JJ-Oddo and R. Binaghi (Gazzcfta, 1921, 51, ii, 330- 337).— The 
action of iodoform oil magnesium phenvl bromide yields principally 
e raphenylethane, together with iodobenzene, formed from the 
intermediate a-iododiphenylmo thane, and diphenyl. 
p<uV 10( 'f* S ^ ie ^ erat -‘ti° n of iodoform and magnesium 
^ bromido itre acetylene, ethane, methane, ethyl bromide and 
Uj l. cxxii. i. * m 
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. , , .v i irulide and di-iodomethane, and an un- 

iodide, traces of me thy . ndour recalling that of marine 

known compound with an acute odour meaning T R p 

algec. 

transformation of the two we*™®®® 61 H. J. E. 

each other until equilibrium is reached. 

, • t Alcohols, and Constitution oi 

New Synthesis of Pn y ^ R jj INA ghi ( Qazzelta , 
Hydrogen Peroxi e. a mixture of ice and 

1921 , 51 , u, .143-348.-Wheneooi alkyl halolds 

salt, hydrogen peroxide , solution and^ CH2K . MgX +H s 0 2 = 

ChToH+MsToH 0 ^ thVdccoipositioh of the magnesium com- 
CH 2 R*OH+iMgA un, peroxide in accordance with the 

pie* b ytt^O=M®k takes place only 

3Sr«®sf i £S&TJSi SgZSS 

l^TbSSi” «“** »“ ”“•* » “■ 

ethereal solution. relation to the possible consii- 

These results arc discussed in vt at on to t P 

tutions for hydrogen pcroxiac and t is «» J +MgRX 
the reaction is represented n 1 o+R'OH, these being 

H-OHR-OMgX+H.0 > -► id on form' 

Sfif/.’ hWh.0 - **» 

+ tXS» has been wW I U eg ■!*“ 
and isoamyl alcohols, good yields bemg obtained. 

, tt Erich Schmidt and Rudoli 

Nitro- and Amino-glycols. II. « . c j A ., 1919, i, 249 ).— 

YVilkesdokf (Her., 19--, 55, [B}J\ no .p en tane-il5-diols and a 
The preparation of y-nm°- Tf X ®“ s U 0 i a rc described, 
new preparation of p-mtrotnme y ^ y after previous 

a-CAioro-fS-ndropropane-xy-rf-ol, m-P 1 ch l 0 riiic through 

cHoronitni-glycd 3 ^ 1 ® 0 ^®^^*’^ 

in the presence of P^ ^CXand Wilkendorf, he. cil.). 
p-nitrotrimethylene glycol (bchm 1 “ a c .b. 0 1 is converted hv 
An alcoholic solution ol j- P P a _ n i tT0 . a . so diumprop l >t- 
sodium dissolved in ethyl a * transformed by chlorine 

P .ol CH 3 -CH(0H)-CHXa->,0 which 

in the presence of anhydrous qi_n-)»,n mm. The latter con- 
3-o?, a colourless liquid, b. p. . giving y-chtoro-y- 

denses with acetaldehyde m alkaline ^too ^g^ p . 
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barium sulphate in aqueous pyridine solution into y-nitropenlane - 
a^did, m. P* 68 — 69° after previous softening, b. p. 109 — 110°/0*8 
mm. The nitropentanediol is reduced by hydrogen in aqueous 
solution and in the presence of oxalic acid and pallatised barium 
sulphate into y-aminopentane- $&-diol oxalate , 

[NH 2 *CH(CHMe*0H) 2 ] 2 ,G 2 H,0 4( 

decomp. 178-179°. “ H. VV. 

Chemical Composition and Physiological Characters of 
Brain Cephalin. Frederic Fenger ( J . Pharm . Expt. Ther 
1921, 18, 51 — 62). — Cephalin is used as a haemostatic because it 
accelerates blood-clotting; this activity is retained practically 
unchanged for several years in ethereal solution; in the solid 
condition, moderately pure cephalin is more stable than the highly 
purified substance. Both the solubility of cephalin in water and 
its thromboplastic properties depend on the presence of sodium 
and potassium soaps of the fatty acids constituting the phosphatide. 

G. B. 

Chloropicrin as a Reagent for the Diagnosis of Mercaptans 
and Potential Mercaptans. Str Prafulla Chandra Ray and 
Radhakishen Das (T., 1921, 121, 323—328). 

The Practice of Precipitation with Lead. Hedwig Lang- 
ECKJER (Biochem. Z., 1921, 122, 34 — 38). — Preparations of basic 
lead acetate were made by mixing lead acetate and litharge in 
various molecular proportions and treating the mixture with hot 
water. The maximum amount of litharge which can be taken up 
is three molecules. Schmidt s pentabasic lead acetate could not 
be realised. The solubility of the basic lead acetate falls off with 
increasing content of lead oxide. H, K. 

Preparation of Chlorinated Acetyl Chlorides. Consortium 
fur Elektrochemische Industrie (D.R.-P. 340872; from Chem. 
Zentr., 1921, iv, 1101). — Chlorine substitution products of ethylene 
are treated with oxygen or gases containing oxygen in the presence 
of non-metals or their compounds as catalysts. Bromine or 
bromine compounds may be used. The oxidation of trichloro- 
ethylene, dichloroethylene, and perchloroethylene, which are them- 
selves nonreactive with oxygen, is facilitated by the presence of 
small amounts of bromine, nitrogen, or sulphur compounds. Tri- 
chloroethylene is oxidised to dicliloroacetyl chloride by oxygen in 
the presence of bromine, iodine, concentrated sulphuric acid, or 
concentrated nitric acid. Dichloroethylene may be similarly 
oxidised to chloroacetyl chloride. Perchloroethylene chloride is 
oxidised in the presence of bromine to triehloroacetvl chloride. 

G. W. R. 

Esters of Ethylene Halohydrins. J. Altwegg and J. 
Laxdrivon (U.S. Pat. 1393191). (Jhloroethyl acetate is prepared 
passing gaseous ethylene oxide into boiling acetyl chloride in 
equimolecular proportion, with immediate ami quantitative yield 
°f a product, b. p. 143 144°. Chloroethyl chioroacetate (b. p. 

m 2 
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94 — 95°) is similarly prepared by the action of ethylene oxide on 
chloroacetyl chloride at 100°. Bromoethyl acetate is prepared 
by interaction for several hours of ethylene oxide with acetyl 
bromide at normal temperature and distillation. Chloroethyl 
benzoate is prepared by passing an equimolecular proportion of 
ethylene oxide slowly into benzoyl chloride at 190°, with further 
rise of temperature, followed by fractional distillation in a vacuum. 
Chloroethyl p-nitro benzoate is obtained by treating p-nitrobenzoyl 
chloride with ethylene oxide and reorystallising from dilute alcohol. 

Chemical Abstracts. 

The Action of Ultra-violet Light on Aqueous Solutions of 
some Organic Acids and their Salts. F. M. Jaeger and 

G. Berger (Ree. Irav. chim,, 1922, 41, 71 — 81). — It has been shown 
(Jaeger, A., 1912, i, 3) that the action of ultra-violet light on tri- 
chloroacetic acid to which ferric hydroxide has been added results 
in the formation of carbon dioxide and hexaehloroethane, The 
authors have now established the fact that, in presence of excess 
of ferric hydroxide, a different reaction takes place, the products 
being carbon dioxide and chloroform. Further, if the acid is 
electrolysed in concentrated aqueous solution, its trichloromethy] 
ester is formed, together with carbonyl chloride and hydrochloric 
acid; this ester can he decomposed in presence of catalysts into 
carbon dioxide and hexaehloroethane. A similar investigation ol 
ferric tribromoacetate and pentachloropropionate has been carried 
out, the products obtained being carbon dioxide with bromofom 
and tetrachloroethylcne respectively. In the case of potassium 
tribromoacetate, the solution gradually becomes acid under the 
influence of light, the reaction in dilute solution being represented 
by: CBr 3 *C0 0 ' f H 2 0 H - K ’ -*• 2H>K’4-3Br'+C0+C0 2 . In 
concentrated solution, a secondary reaction CBr 3 *COO'-f H' -- 
CHBr a -f C0 2 takes place simultaneously but a corresponding 
solution of the ferric salt yields hexabromoethane, the equation 
being 2CBiyCOO' 4-2Fe'" > C 2 Br 6 -j-2Fe"-f 2C0 2 , whilst the free 
acid is decomposed into bromoform and carbon dioxide. 

Potassium trichloroacetatc gives more complex results, probably 
due to the simultaneous occurrence of several different reactions. 
In fairly dilute solution, a small quantity of free carbon dioxide 
is formed, but in concentrated solution, carbon monoxide is obtained. 
For each molecule of the latter, two chlorine atoms are liberated 
and can be shown to exist in the ionic condition, but the ratio 
does not remain constant with prolonged exposure to light . Further, 
chloral is formed under certain conditions and possibly a little free 
oxygen also. The equations suggested are : 

CCVCOO'+H* CHCl 3 +0() 2 ; 

CCVC00'+K>H 2 0 CIVCHO+K‘+OH'+0; 

CC1 3 *C0H+H 2 0 — > 3ir+3CV+2CO. 

The corresponding decompositions of monochloroacetic and dichloro- 
acetic acids have been studied by Benrath (A., 1911, ii, 681) all “ 
by Euler and Cassel (A., 1913, ii, 939); their results are compared 
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with the decomposition of potassium trichloroacetate, from which 
the authors obtained dichloroacetaldehyde : CCl 3 *CH(OH)*COO'-f 
CHCl 2 *C0H+C0 2 +K*-bCr. Three other substances have 
also been investigated : sodium chloromalonate, after two days, 
yields monochloroacetic acid which is partly transformed into 
glycollic and glyoxylic acids. The latter is probably formed 
directly from the monochloroacetic acid and not by oxidation of 
glycollic acid. Potassium a-bromophenylacetate yields bromine 
ions and benzaldehyde, the latter being obtained, according to 
the authors, together with formic acid, from the decomposition of 
man del ic acid, which is the primary product. Triphenylacetic 
acid dissolved in a mixture of alcohol and water, yields carbon 
dioxide and a considerable quantity of triphenylmethane ; with 
more concentrated solutions, the latter is partly replaced by tri- 
phenylcarbinol. The conclusion is drawn that the products of the 
photochemical decomposition of these ions in aqueous solution 
depend on the character of the other ions that may be present. 
The effect is seldom the same as that produced by heating the 
solution, and is scarcely comparable to the effects of electrolysis. 
The suggestion is made that the specific absorption of the solutions 
varies with the other ions that may be present and that this accounts 
for the different results obtained from the various salts of the same 
acid. H. J. E. 

The Acids of Montan Wax. Hans Tropsch and A. Kreutzer 
[Brennstoff Chan., 1022, 3, 40). — The crude montanic acid, which 
has hitherto been regarded as the only acid present in montan 
wax and to which the formulae C 28 H 56 0 2 and C 29 H- 8 0 2 have 
variously been ascribed, was osterified with methyl alcohol, and 
the resulting ester was separated into two fractions, boiling at 
265— 267*5°/5 mm. and 277*5 — 280° /5 mm., respectively. From 
each fraction the acid was again isolated and purified by fractional 
precipitation with magnesium acetate and recrystallisation from 
acetic acid. The acids obtained had equivalent weights 410*7 
and 439*0, and m. p. 82° and 86—86*5°, respectively, and it 
is therefore concluded that the former is an acid of the formula 
0 2: H 54 O 2 for which the name carbwerinic acid is suggested, and 
the latter is pure montanic acid of the formula O.^H^O.,. 

0. F. M. 

Erucic Acid and its Anhydride. D. Holde and C. Wilke 
[Z. angew. Chan 1922, 35, 105). — Erucic acid, which has 
hitherto never been obtained free from arachic and other saturated 
fatty acids, was isolated in a pure condition by fractional precipi- 
tation of the partly purified acid with lithium acetate. The pro- 
duct obtained had an iodine value of 74*3 compared with 75*1 
required by theory, and this figure affords the best criterion for 
the purity of the substance, as other constants, such as the melting 
point, are but little affected by the presence of moderate amounts 
of impurities. The anhydride was obtained, by heating the acid 
under pressure with acetic anhydride and purifying the product 
by recrystallisation from absolute alcohol. It has m. p. 46 — 46*5°, 
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is verv resistant to A/lO-aqucous alkali hydroxide and 25% hydro. 
SS but is completely reconverted into eruc.c md by 
boiling water. ' 

Tho Action of Halogens on Ethyl Acetoacetate. L. I. Smith 
a AmTaZ: Soc*m*, 44, $16-217).-When bromine i, 
passed into ethyl acetoacetate by a rapid current of air which 
boih introduces the bromine and sweeps out the hydrogen bromide 
as it is formed, the sole product is the oc-bromo-ester. Thus under 
similar conditions the action of bromine on ethyl acetoacetate is 
similar to that of chlorine. ■ '■ 

The 0,-Saccharinic Acids. II. The Preparation and 
Resolution of ,(I-a,-Dihydroxybutyric Acid Some Der v 
atives of the Optically Active Acids. J. W. ™mn 
and Frank V. Sander •/. Amtr. Chcm. Soc., 1921, 43, -bm~ 
o o, cf A 1921, i, 7).-dl-ay-Dihydroxybutync acid was pre. 
pared from p-hydroxvpropaldchvde by the addtion of hydrogen 
cyanide and subsequent hydrolysis of thcmtril^ I ^ was re 
solved into its active components by means of ^ “2“ 
of the salts of the active acids were prepared. The conhguraUn 
of the I and d-acids arc shown^v^id^t.on to the^correspondm, 

malic acids to he respectively H-C— C-CmH and HG— C-0'C0,H. 

The d-acid has [.JB 1-14-97°, b. p 9C^/3 mm. ; brucine saU m. p. 
169°; r*R -20-79°; quinine salt, m. p. 1*9 , lu ,° 

cilciuin salt |*K+ 17-08°. The 1-acid has [«]» -I486 , b p 
calcium *-cUx, L Jn ,, lrm 0 - [xYH - 32 ’67 ; quinine salt. 

96 /3 mm.; brucine salt, m. p. IbJ > I; *1" w r 

m. p. 149°; Mf! -122-9°: calcium salt, [*]b -1 ‘ <« ■ »• 

The Aldehyde Acids of the Succinic Series. E. Carsihie 
, t VT a 7 VV) - -In nart, a more detailed account 

(K, «k i, ». m 19H. I, m 

with descriptions of new derivatives. Ethy formylsuccmate gro 
a semkarbLne, m. p. 120°, a 

t yield felhyl anilinoitacomke, m. p. 102°, which undergoes cyd* 
ation in the presence of alcoholic potnss.u.n hydroxirle,^^ 

elhyl \.phtnylpyrroline-~}-on<-'A-carboxylate, ^'^ 1< ^^o-CH 2 

Similarlv with p-toluidino, cthvl toluidinoitaconatc, m. p. 113'- 
t ob& an/this on cyclisation yields ethyl 1-p- 
o-one-3-c arboxylate, m. p. 123 -124°, which cn sapon^cationjicKl 
p-toluidine, sodium formate, and sodium succinate. . 

amine, the products are ethyl benzylammotlaeonate, m. p. 54 , 

ethyl l-benzt/laminopynoline,-o-one-Z-carboxyhte, ni.p. J . ^ 

Ethyl formylsuccinate gives an oxime which 
yields a mixture of etj/,yl-^yanopro]nonate, b. p. 1 ■ isomerie 

and an oW, m. p. 155°, of p-aldchydopropiomc acid, 
with the one previously described [loc. at). 
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Kthylsuccinic acid when warmed with acetyl chloride gives an 
anhydride, b. p. 140°/20 mm., which gives a monoanilide, m. p. 
118°, a dianilide, , m. p. 205°, and an acid chloride , b. p. 94 — 95° /14 
mm., of ethylsuccinic acid. The monoanilide when heated at 180° 

for one and a half hours yields the anil , ^S^^^NPh, m. p. 74°. 

vU 

Derivatives prepared from ethyl formylethylsuccinate are its 
geitiicarbazone, m. p. 113°; its p - nitrophe nylkydrazo we, m. p. 113°; 
its phenylurethane, b. p. 220°/14 mm. With phenylhydrazine, 
it yields ethyl 1 - phenyl - 5 - ethylpyridazi ne, - 6 - one - 5 * carboxylate, 

y<HPk H(C ° 2 CO >CHEt " h - P' 223—240715 mm., which on 

saponification gives the free acid , m. p. 179°. With aniline, ethyl 
formylethylsuccinate yields ethyl a n ilinoethyliiaconate, which on 
saponification gives l -phenyl A-elhylpyrroline-o-one-3-carboxylic acid , 

VPh< CH *V C0 ^ H , m. p. 190°, giving an ethyl ester, ni. p. 99°. 

TJOCHEt 1 * J 

Similarly, ethyl p -tolnidinoetkylitaconate gives 1 - p - tolyl-i - et hylpyrrol - 
ine-o-one-S-carboxylic acid , m. p. 202°, giving an ethyl ester, m. p. 
104°. 

Thionyl chloride or phosphorus pentachloride reacts with fi-alde- 
hydopropionic acid to give chloroh u tyrolaclone, CH 2 <C^q^q/ > CHC1, 

b. p. 101°/15 mm., which with absolute alcohol gives the acetal, 
C0 2 Et-CH 2 'CH 2 -GH(OEt) 2 . 

With pyruvic acid and p-naphthylamine, the ester of [i-alde- 
hydopropionic acid gives ethyl mphthacinchoninylpropionate , m. jj. 
268°. With magnesium ethyl bromide, the aldehyde acid yields 
y-ethjl-yl'OCtandiol, HO*CEt 2 CH 2 *CH. 2 *CHEt‘OH, in. p. 41°, b. p. 
148°/20 mm., giving a wo noacetate, b. p. 140 — 147 2 18 mm. In 
the distillation of the diol, a small amount of material passes over 
at 80 — 90° /20 mm., and if this is boiled with 10% sulphuric acid 

the oxide , V ^ 2 CHEt-^Q p „ ($ — 69°/l8 mm., is obtained. The 

CH 2 ”CEt 2 

diol gives a diphenylur ethane, m. p. 121°. 

Ethyl p-aldehydopropionale condenses with ethyl malonate in 
the presence of diet hyla mine to give triethyl (3 - ca rboxy m e thylbutan- 
i&'dicarboxylate, C0 2 Et ’UH^C H 2 ’C H ( C H 2 *C0 2 Et ).,, b. }). 200°/15 
mm., which on saponification yields the free acid , m. p. 122". The 
acid, when heated on a water-bath with acetyl chloride, gives the 

anhydride, C0 2 H-[CH 2 ] 2 *0H<^ 2 ^>0, m. p. 133°, from which 

a monoanilide, m. p. 151°, and a mono-p-toluidide, m. p. 207°, can 
be prepared. When (3-aldehydopropionic acid, freshly prepared, 
is condensed with malonic acid in the presence of pyridine, adipcnic 
Odd C0 2 H-CII 2 -CII 2 -OH:OH-C0 2 II, in. p. 208—210", is obtained. 

The acetal of p-aldchydo propionic acid {see above) reacts with 
magnesium ethyl bromide, giving 5-(lhoxy-2:2-di(thylUfrahydro - 

jurjuran, CEt 2 v>Q b, p. C9°T2 mm., and yc diethvloctan- 

' CHyCH(OEt) ’ 1 
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tf-diol, b. p. 154°/12 mm. (cf. Valeur, A., 1901, i, 317), from which 

the oxide, , V ^ 2 b. p. 9o — 96°/ 14 mm., is obtained by the 

OH 2 *CEt 2 

action of sulphuric acid. For the purpose of proving the identity 
of the previous diol, y-ethylhexane-y^-diol, HO*CEt 2 *CH 2 , CH 2 *CH Ji , OH ) 
b. p. 144^-rl45°/20 mm., was prepared by the action of magnesium 
ethyl bromide on butyrolactone. It gives a monoacetate, and a 
diphenylurethane, m. p. 100°. 

*-Ethyl-$-aldehydopropionic arid is prepared by hydrolysing 
ethyl formylethylsuceinate with oxalic acid in aqueous solution 
The following derivatives are described : semicarbazone , m. p, 
156°; p * nitrophenylkydrazone , m. p. 164°; oxime , m. p. 70° ■ 
a -ethyl- [3 - naphthac inch) n i nylprop ionic acid, m. p. 260°; a phenyl 
hydrazide-phenylhyd razone , NHPh *N !CH*CH 2 *CHEt*CO , NH , NHPh ) 
no. p. 175° ; and an ethyl ester, b. p. 103 — 104°/20 nun., which 
gives a semicarbazone and a p -nitrophenylkydrazone. During the 
preparation of the ester, ethoxybutyrolactone, b. p. 114 — 115°/20 mm., 
is also obtained. W. G. 

The Rotatory Dispersive Power of Organic Compounds. 
X. The Preparation and Properties of Pure Ethyl Tartrate. 

Thomas Martin Lowry and John Outram Cutter (T., 1922, 121, 
532—544). 

Optical Activation of Racemic Acid by i-Malic Acid. 

Alex. McKenzie and Nellie Walker (T., 1922, 121, 349—357). 

C 18 - Acids. III. Four Tetrahydroxystearic Acids derived 
from Linoleic Acid, and their Significance with Regard to 
the Linoleic Acid of Common Oils. Ben H. Nicolet and 
Henry L. Cox (J. Amer. Ckem. Soc., 1922, 44, 144 — 152; cf. A., 
1921, i, 390; this vol., i, 106). — The linoleic acid used in this work 
was regenerated from the tetrabromide, m. p. 114°, itself prepared 
from the dried fatty acids of cotton-seed oil. The oxidation of 
the acid with cold alkaline permanganate yielded two sativic 
(tetrahydroxystearic) acids, namely, a-sativic acid, in. p. 153°, 
and (S-sativic acid, in. p. 170° (cf. Rollet, A., 1909, i, 759, 760). 
When linoleic acid was treated with hypochlorous or hypobromous 
acid and the products were subsequently converted into sativic 
acids, two other isomcrides were obtained. With hypochlorous 
acid, linoleic acid yielded dichlorodihydroxystearic acid as a viscous 
oil. Similarly, with hypobromous acid the product was dibromo- 
dihydroxy stearic acid, an oil. Either of these compounds when 
heated with anhydrous potassium acetate and acetic anhydride 
gave tetra-aeetoxystearic acid , which on hydrolysis with hot aqueous 
sodium hydroxide gave a mixture of y- sativic acid , m. p. 144*5°, 
and B-sativic acid, m. p. 135°. In the light of the above facts and 
the difference in behaviour between linoleic acid and oleic or elaidic 
acid on bromination and subsequent removal of the bromine by 
zinc, the authors arc "of the opinion that only two of the four 
possible stercoisomeric linoleic acids occur, at least in important 
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afl H 

CH-[CH,],-C0 2 H 


n -Cttj-CH 


amounts, in linoleic acid as usually prepared. The most probable 
structures for this pair of isomerides are shown below. 

CH s -[CH 2 ] 4 -CH CH 3 ‘[CH 2 VCH 

CH-CH 2 -CH H-C " 

C0 2 H-[CH 2 ] 7 -CH 

W. G. 

Chemistry of the Sugars. HI. H. Kiliani (Ber., 1922 
55, [B], 493— 505 ; cf. A., 1921, i, 304; this vol., i, 223).— The 
lengthening of the carbon chain of aldoses by the hydrocyanic 
method has hitherto been possible at only one end of the chain. 
The comparatively ready accessibility of J-mannoliepturonic acid 
has now rendered it possible to lengthen the other end. 

[With Aug. Wingler,]— The lactone of /-mannohepturonic 
acid is converted by hydrocyanic acid and ammonia in aqueous 
solution into the salt, NH 2 -C0‘[CH(0H)J 6 -00 2 'NH 4 , microscopic 
leaflets, m. p. about 192° (decomp.) after darkening at about 180°, 
the yield being about 60% of that theoretically possible. The 
product is hydrolysed by boiling N /2-potassium hydroxide solution, 
thus giving the potassium salt, C0 2 K-[CH(0H)J 6 -(XXTC,H 2 0, micro’ 
scopic, lustrous leaflets, from which the following salts are obtained 
by double decomposition : calcium salt (-f 3*oH 2 0) ? which is 
almost insoluble in water ; zinc salt (-f~2H,,0), microscopic granules * 
cadmium salt (+oH 2 0); lead salt, anhydrous granules; normal 
quinine salt (+3H 2 0), small, lustrous needles, m. p. 201 0> ; normal 
brucine salt (+9H 2 0), m. p. (anhydrous) 170—171° (decomp.). 
The calcium salt is transformed by the calculated quantity of 
oxalic acid into the a-galaoctanehexol-di-acid 

C0 2 H-[CH(0H)] 6 -C0 2 H,2H 2 6, 

well-defined, prismatic plates, decomp. 200° after darkening at 
about 190°. The corresponding monolactone is most readily pre- 
pared by decomposing the lead salt with hydrogen sulphide in 

the presence of water and evaporation of the filtrate at 60 70° ; 

it crystallises in microscopic prisms without definite melting point’ 
The dilactone, short prisms, decomp. 200°, which dissolve sparingly 
m ir iR Walcr ’ is . obtained b y dissolving the calcium salt 
i 2 warm dilute hydrochloric acid and concentrating 
H-O-OH the solution at 55° ; it does not reduce Folding's 
solution. From its mode of production, two eon- 
figurations are possible for the dibasic acid for which, 
by reason of its optical inactivity, the annexed sym- 
metrical formula is adopted. Drastic reduction of "the 
dicarboxylic acid by means of hydriodic acid should 
lead to the formation of sebacie acid, which, up to 
the present, has not been thus isolated, an amorph- 
ous, apparently unsaturated, acid being obtained in its 
place. 

The dilactone gives a diphcmjlhydrmidc, <A 0 H O x colourless, 
“tsar 0 ®* eaHetS ’ p - - S5 - 28r > ®fter ’becoming 4 discoloured 

[With Aug. Wingler.] — The following derivatives of t-maniio- 


H-C-OH 

H0-C-H 

HOC-H 

H-C-OH 

H-C-OH 

CO..H 
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hepturonic acid have been prepared : phmylhydrazme-phenyl 
hydrazide, C 19 H 21 0 6 N 4 , colourless, microscopic leaflets, m. p. 199° 
(from the lactone of 1-mannohepturomc acid and four molecular 
proportions of phenyl hydrazine in aqueous acetic acid solution 
at the atmospheric temperature) ; phmylosazme-phenylhydTa»d ( , 
C ss H 2fl O,N 6 , yellow needles, m. p. 203—204 (from the same 
mixture Is used for the preceding compound, but m boiling solution); 
n.nitrophenylhydrazone, long, intensely yellow, coarse needles, 
m. p. 167° (decornp.) when rapidly heated; seimcarbazone, micro- 
scopic crystals, m. p. 174 — 175° (decomp,). . 

i-Mannohepturonic acid behaves as an aldose towards iodine 
and sodium hydroxide solution; it is interesting to note that 
ketonic sugars which contain a terminal methyl group adjacent 
to CH(OH) or CO appear to react similarly (cf. the production 
of iodoform from lactic or laivulinic acid). . , 

Polyliydroxy-acids are converted into their lactones with very 
varying degrees of readiness; many examples are quoted and 
discussed, but it does not seem possible at. present to give a satis- 
factory explanation of the observed facts. 

S-Galaheptonic acid is oxidised by nitric acid to the monolac- 
tone of &-galaheptanepenloldi-af,id, well defined crystals which darken 
between 145° and ISO” without actually lneltmg. It could not 
be converted into a di-lactone. The salts of the conresponding 
dibasic acid appear to have little tendency towards crystalhsation. 

It is considered that Bergmann’s recently proposed definition 
of a sugar (this vol., i, 227)' lays too great emphasis on osazone 
formation, and it is pointed out that, according to it, ordinary 
sucrose would no longer be regarded as a sugar. it. IV 

Mutarotation of Dextrose under the Influence of Sodiimi 
Chloride. Hass Mpkschhausisk (Bwchcm. Z., 1J21, 125, 

jgg i7gi —Addition of pure sodium chloride to dextrose solution 

undergoing mutarotation causes an increase of the velocity of 
mutarotation inversely proportional to the increase of concen- 
tration of the salt. Impurities in sodium chloride influence the 
velocity constant considerably. Ordinary cooking salt ataos 
doubles the constant, whilst a fused, analytically pure sodium 
chloride showed an eight-fold increase due to development of 
alkali. 

The Influence of Sodium Chloride on the M " tarot ^°“ 
Dextrose in Hydrochloric Acid Solution. I. Hans Mrsscii- 
hI^b (Bmh/m, Z„ 1921, 126, 40-54).-In dccmonuaJ hydro- 
chloric acid solution, the velocity constants for' the r nut™® o 
of dextrose show an increase proportional to the concentro 
of sodium chloride in the .solution. 

The Influence of Dextrose on the Dialysis of Sucrose 
through a Parchment Membrane. The Possibility 
Separation of Dextrose from Sucrose by Dialysis. ; ' 

Congdon and Harry R. Ingersoll (J. Amer. Ch f m J crn ’ the 
43 2588 — 2597).-— In mixtures of dextrose and sucro , 
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influence of dextrose on the dialysis of sucrose is of such a character 
as to keep the ratio of the percentage of original dextrose to per- 
centage of original sucrose dialysed approximately constant at 
about 2*5 : 1, irrespective of the concentration of the sucrose, 
provided that the concentration of the dextrose is not less than 
2% and the time of dialysis has exceeded three hours. In solutions 
containing less than 2% of dextrose, the dextrose dialyses at a 
much greater rate and at a dextrose concentration of 0*125% the 
above ratio becomes 5:1. With such a dilute solution of dextrose 
containing 6*25% of sucrose it was found (hat the whole of the 
dextrose was removed after fifty-one hours' dialysis. W. G. 

An Improved Method for Preparing Raffinose. E. P. 

Clark {J. Amer. Chem. Soc., 1922, 44, 210-213; of. Hudson and 
Harding, A., 1914, i, 1160). — In this improved method the cotton- 
seed meal is extracted by percolation, which must be done quickly. 
The extract is purified by treatment with basic lead acetate and 
the excess of lead is removed by the addition of oxalic acid. The 
sugar is then thrown out of solution as the insoluble calcium 
raffinosate. To regenerate the raflino.se, this compound is decom- 
posed with carbon dioxide as in the manufacture of sucrose. The 
resulting solution is evaporated under diminished pressure until 
it contains 70 — 75% of total solids and then the raflinose is caused 
to crystallise out by the addition of alcohol. A simple stirring 
device for the rapid and convenient carbonalion of the raffinosate 
is described. \y. G. 

Xylan. E. Salkowski (Z. ph^iol. Chan., 1921, 117, 48— 
60)— Improvements in the author's method of preparation of 
xylan (A., 1902, i, 293) are described. The formula. C 10 fl 18 O 9 , 
previously given to xylan, is replaced by C 5 H 8 0 4 . On’ hydrolysis, 
xylan takes up one molecule of water and is converted into xylose. 
A factor is introduced for calculating xylose from the cuprous 
oxide obtained on heating with Fehlings solution. S, S. Z. 

Sulphur in Agar. Carl Xeubeko and Heinz Ohle (Biochem. 
A, 1921, 125, 311 — 313). — Preliminary observations pointing to 
the existence of sulphur in organic combination in agar. Hydrogen 
sulphide is evolved by bacterial action and hydrolysis sets free 
sulphuric acid. " h. K. 

The Change of Glycogen under the Influence of Light. 

Gustav Bayer {Biochan. Z.. 1921, 124, 97 -99).— Glycogen 
exposed to sunlight becomes insoluble in water. Prom its reactions 
the author considers this to be due either to a polymerisation or to 
? Physical alteration of the surface of the glycogen whereby the 
njurophilic sol-forming surface layers are transformed into a 
dehydrated form which can no longer show imbibition. H. K. 

Cellulose Acetate from Wood Cellulose. Erik Hagglund, 
MANN ’ ant * Eduard Barber [Cdhloseckemie, 1922, 3, 
, , ^ .-Cellulose extracted from sawdust by the action of 40° 0 

Jurochlorie acid is not a suitable material for the preparation of 

m* 2 
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cellulose acetate. With sulphite '.vood pulp, satisfactory products 
can be obtained after a suitable preliminary treatment. Dehydr- 
ation of the cellulose by heating with acetic acid and acetic anhydride 
is unfavourable to the acetylation process; traces of water are 
favourable. The best products were obtained by the following 
procedure : 5 grams of sulphite cellulose are subjected to a pre- 
liminary treatment with 20 grams of acetic acid (100%), 0*5 gram 
of water, and 0‘5 gram of sodium hydrogen sulphate at 50 — 7o D 
for seventeen hours ; 25 grams of acetic anhydride are added to 
the cooled mixture, the temperature not being allowed to rise above 
60°. When the cellulose has dissolved, the reaction is completed 
by warming at 70° for about half an hour; 5*5 — 6 c.c. of water 
are then added and the viscous solution is digested at 50° for sixty, 
five to seventy hours in order to obtain a cellulose acetate which 
is soluble in acetone and insoluble in chloroform. J. F. B, 

The Solubility of Cellulose Acetate in the Salts of the Alkali- 
and Alkaline -earth Metals. K. Schweiger (Z. physiol. Chem., 

1921, 117, 61 — 66).- -The solubility of various preparations of 
cellulose acetate in concentrated solutions of a number of the above 
salts is given. With concentrated salt solutions, there is no scission 
of the acetvl groups, but the cellulose molecule is degraded. 

s. s. z. 

Constitution of Pine Lignin. II. Peter Klasok (Bar., 

1922, 55. [5], 448 — 455). — It has been shown previously that 
a-lignin, C 22 H 22 0 7 , is the main constituent of pine wood. Since 
it contains an acetyl group which is eliminated as acetic acid during 
the sulphite treatment, the residue, C^H^Og, must be present in 
a-lignosulphonic acid. The homogeneity of calcium a-ligno* 
sulphonate is established by the uniformity of the specimens of 
the p-naphthylamine salt obtained from it by fractional precipi- 
tation with ^-naphthyl am me hydrochloride. In course of time 
the sulphite liquors deposit gypsum and darken in colour and then 
give a {3-naphthylamine salt containing a less sulphur content 
than is normal, thus confirming the author’s view that the presence 
of calcium inhibits the formation of free lignosulphonic acid during 
the boiling process and that the occurrence of the latter is the 
cause of the so-called “ black boiling.” The following salts have 
been prepared : %-naphlhjlamim a- lignosulphonate, 

C 20 ll2 ft O 6 ,H 2 8O 3 ,C 10 H 7 NH 2 , 

a yellowish -white precipitate which, in contrast If) the p- naphthyl- 
amine derivative, is not a cyclic compound; ^-naphthylamm 
a- mctkylli gnosulphomlc, 0 31 H 31 6 g NS, an internal salt; ^-naphthyl 
amine salt from ammonium a-lignosidphonate, 

C a0 H 20 O fi ,H a SO 3 ,G 10 H 7 *NH 2 ,NH 3 ; 
p-naphthylamine salt from x-ligno-oximesulphonate, 

2C 30 H 20 O 6 ,2H 3 S) 3 ,2C 10 H 7 -x\H jj ,NH 2 *OH,5H 3 O, 

and the corresponding scmicarbazide compound, 

2C 20 H 20 O 6 ,2H 2 SO ? ,2C J0 h: 7 »NH,,NH 2 -CO*NH*NH 8 ,5H 8 0, 
the composition of which indicates" that the acid, at any rate m 
its salt, has double the molecular weight ascribed to it previously- 



ORGANIC CHEMISTRY. 


i. 325 


2 -Lignosulphonic acid is oxidised by hydrogen peroxide at the 
atmospheric temperature, and the product is precipitated as the 
i.napUhyhmine salt, C 40 H 38 0 11 N 3 S, the composition of which 
indicates that the aldehydic has become oxidised to the carboxyl 
group and a methylene to the ketonic group. fi-Naphthylamine 
x-lignosulphonate can be acetylated by means of acetic anhydride, 
two acetyl groups being introduced thereby into the molecule, 
thus proving the presence of two hydroxyl groups one of which 
can be methylated, and is therefore united to the benzenoid nucleus, 
whereas the other is more positive in character and is hence attached 
to a more aliphatic group. These observations, coupled with the 
behaviour of a-lignosulphonie acid towards hydrogen peroxide, lead 
the author to propose the annexed modified formula for a-lignin : 
CH:€(OMe)'C— 0— 0 zCH C-CILCH-CHO 

CK 2 -CH 2 — (>CH 2 -e(OH)' (OAc)‘C(OMe)*CH 

H. W. 

Lignin. I and II. Kart, H. A. Mklander ( Cel lulosech ern ie , 

1921, 2, 41—43, 69—73; cf. A., 1921, i, 849).- Among the pro- 

ducts obtained by the addition of sodium chloride to waste sulphite 
liquors is the sodium salt of an oc-ligninsulphonic acid. One hundred 
grams of the crude product, containing about 27% of sodium 
chloride, yield about 25 grams of the free acid ; the sodium salt 
contains 2*96 -3*78% Na and 4*41 — 5*10% S. The acid is pre- 
cipitated by aromatic bases, the o-toluidine salt being particularly 
examined. Analysis gave results which indicated formulae varying 
from OuH^Ojo to for lignin; the latter substance was 

shown to contain an acetyl group. The products analysed were, 
however, admittedly mixtures. Chemical Abstracts. 

Methylation of Lignin. E. Hecser, R. Schmitt, and L. 
Gunkel ( Cellulosechemie. , 1921, 2, 81— 86).— Lignin obtained by 
the action of hydrochloric acid ( d 1-2) on sawdust, when treated 
with methyl sulphate and sodium hydroxide, gave 96% of rnetkyl- 
ligmn (methoxyl content, 20*65%, increasing by repeated methyl- 
ation to 26*29%). The methoxyl content is completely removed 
only by repeated treatment with hydrochloric acid in a sealed 
tube, when a product is obtained containing 67*45— 69-30% C 
and 4*16 — 4*50% H. Methvllignin prepared from this substance 
contained only 5*79% of methoxyl. A sodium hydroxide solution 
of lignin, prepared at 170° in an autoclave, when methylated with 
methyl sulphate had a methoxyi content of 24*7%. 

Chemical Abstracts. 

i P er ^ va ^ ves Straw Lignin. F. Pasciike (Cellulosechemie, 

1922, 3, 19 — 21; cf. A., 1921, i, 772). — Derivatives have been 
prepared from lignin obtained by the digestion of straw with 
sodiuin carbonate and having a composition corresponding with 

40^45^13* With phenylhydrazine, on heating, a violent reaction 
takes place and formation of aniline, water, gmd ammonia. The 
peld of ligninphenylhydrazone, C M H B7 N 6 0 1#l is 80%; it is soluble 

alcohol, acetone, and tetrachloroethane, the solutions drying in 
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the form of a brown varnish film. With nitrosodimethylanilhw 
(1 part), lignin (1*5 parts), concentrated hydrochloric acid (l party 
and acetic acid (50 parts), on boiling for two hours, a condensation 
product is obtained having the properties of a dyestuff, lignocyanin, 
^ 104 ^ 101 ^ 16 ^ 20 ' analogous to gallocyanin and dyeing silk directly 
from dilute acetic acid solutions, cotton only when mordanted; 
the colour is brownish- violet. By the prolonged action of sulphuryi 
chloride at the ordinary temperature, a product containing 12-22 5 / 
of chlorine and 11-04% of sulphur is obtained; with sulphury] 
chloride at 100° under pressure, the resulting product contains 
38-22% of chlorine and no sulphur; both products arc free from 
methoxyl groups; the solutions of the latter dry as a varnish. 
With phosphorus pentachloride dissolved in excess of tctraehloro- 
ethane, lignin reacts violently with formation of a compound 
containing 19*18% of chlorine, corresponding with the formula 
C 38 H 46 Oi 5 C1 5 . This compound also gives solutions which dry to a 
varnish. J. F, B. 

Synthesis of the Humic Acids. Wilhelm Eller {BrennsM 
Chem 1922, 3, 49—52 and 55—56; cf. A., 1920, i, 733).— Pole- 
mical. The author maintains that the humic acids contain a 
benzene nucleus, are closely related to the substances prepared by 
him by the oxidation of phenols in alkaline solution, and are not 
derivatives of furan as suggested by Marcusson (A., 1921, i, 313; 
ii, 590) and by Jonas. G. F. M. 

Natural and Artificial Humic Acids. K. G. Jonas (Brenn- 
sloff Ckem., 1922, 3, 52 — 55). — Polemical. The author contends 
that Eller’s synthetic products do not resemble the naturally 
occurring humic acids. G. F. AL 

Complex Metallic Ammines. VII. Conductivities of 
Diethylenediaminecobaltic Bromides. James Cooper Duff 
(T., 1922, 121, 450—454). 

Constitution of Glutamine. H. Thierfeldek ( Z . physio!. 
Chem., 1921, 114, 192 — 198; cf. Johnson and Guest, A., 1912, 
i, 316). — l-Acetyl-2-thiohydantoin-o-propionamide prepared from 
d-glutamine and potassium thiocyanate has m. p. 209° and on 
hydrolysis yields 2-thi ohy dantoi n- 5 - pr opioni c acid. The latter 
compound on treatment with chloroacetic acid was converted into 
hydantoin-o-propionic acid. Owing to this reaction, which is 
characteristic of the a- amino- acids, the author ascribes the following 
formula to glutamine : NH 2 *C()-0H 2 *CH 2 *CH(NH 2 )-G0 2 H. 

s. s. z. 

Cystine. Alice R. Thompson Merrill (J. Amer . Chew, Soc,, 
1921, 43, 2688 — 2696). — In the preparation of cystine from wool 
by hydrolysis with hydrochloric acid, the yield is materially in- 
creased by boiling for twelve hours instead of three. The zone of 
hydrogen-ion concentration most favourable for the precipitation 
of the cystine fron> the 'resulting solution is 10" 3 to 10"®, and in 
order to obtain the cystine free from tyrosine it is advisable to 
precipitate it from a solution having a concentration of about 10 ■ 
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Using sodium acetate as a buffer in the hydrolysed wool solution, 
it was found that when the maximum yield of cystine was obtained 
the hydrogen-ion concentration was 1CT 4 . The highest yield of 
cyatine thus obtained was 5*2% of the weight of the wool taken. 
For the purification of crude cystine, its solution may be decolorised 
by norit which ha s been previously boiled with dilute hydrochloric 
acid, and in that case very little of the cystine is absorbed. W. G. 

Synthesis of 2-Hexosamic Acids and 2-Hexos amines. 

P. A. Levene ( Biochem . Z 1921, 124, 37— 83).— A detailed 
summary of work previously published by the author and his 
c0 .workers on this subject (A., 1915, i, ‘601, 782, 944* 1916 
i, 203, 712, 713; ii, 3; 1917, i, 633; 1918, i, 530, 532; 
1919, i, 475, 476; 1921, i, 318). H. K. 


Monochlorocarbamide. Preparation of Chlorohydrins by 
its Action on Ethylenic Hydrocarbons. Andr £ Det<euf 
{Bull Soc. chim., 1922, [iv], 31, 169—176; 176—181; cf. this 
vol., i, 236). The results obtained by using the method previously 
described ( loc . cit.) with different* ethylenic hydrocarbons are 
detailed. With amylene, the product is the chlorohydrin of 
amylene glycol, OH-CMe/CHMeCl, which, when heated at 130° 
with anhydrous oxalic acid, gives chloroamylene and with alcoholic 
potassium hydroxide yields amylene oxide. When warmed with 
aniline, the chlorohydrin gives methyl isopropyl ketone. Py-I)i- 
methylbutylene gives with chlorocarb amide $-ddoro-y -hydroxy - 
Vy-dimethylbutane. A^-Hexene yields fr-cMoro-y-hydroxyhexane. 
(-Methyl-A a -hexene yields a - chloro- ,8 - hydroxy- t-me thylhexane, b. p. 
97 98 /23 mm., dP 1*044; ?i 14 1*45662. On oxidation with chromic 
acid, it gives a-chloro-e-methylhexan-p-one, b. p. 118°/40 mm. 
^-Octene yields fi-chloro-y-hydroxyoctane, b. p. 99— 110°/14 mm.; 
^1*001; n 1 * 1*45232. On oxidation, it yields a -chloroethi/l pentyl 
bdom, b. p. 92°/16 ram, giving a semicarbazone , m. p. 145“. With 
alcoholic sodium hydroxide, this chlorohydrin gives r iy-octenc oxide 

nuiLir. v c 1 ’ 


CH 3 ‘[CH 2 ],‘CH<) 


-75° .'18 mm. ; d 18 0*858 ; 


1*42085. 


With cyclic hydrocarbons, the following results were obtained. 
Styrene yielded x-cMoro-$-hydroxy-$-p}ienyhthane, b. p. 128°/17 
mra.; d° 1*225; n 17 1*55405. which with sodium ethoxide gave 
ethyl Hydroxy.^phenylethyl ether, b. p. 240— 245°/760 mm.; 

1-054. cyctoHexene yielded \-ckloro-2-hydroxycxc\ohexane, b. p. 
84-85 /16 mm.; m. p. 8 C : tf°M38: »» 1*49097, which with 
potassium hydroxide in anhydrous ether gave cydohexyl oxide, 
under similar conditions, menthene gave the chlorohydrin of men- 
mm glycol , b. p. 120 — 125°/14 mm.; 1*063; n 20 1*48422. 
Camphene gave the chlorohydrin of camphene glycol, m. p. 96°; b. p. 
o 130 /14 mm. Its constitution is shown bv its behaviour to be 
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Guanidonium Salts. W. Marckwald and F. Struwe (Ber. f 
1922 55 fSl 457 — 463 ).— Guanidonium chlorate and perchlorate 
have been described by Marckwald (D.R.-P. 309297, 309298) as 
powerful explosives (cf. Mannelli and Bernardini, Brit. Pat. 155627). 
The latter is obtained readily by heating a mixture of equivalent 
amounts of dicyanodiamide and ammonium perchlorate at 160°, 
and thus forms a convenient initial material for the preparation 
of guanidine, the following salts of which are now described, 
Guanidonium thiosulphate (from an alcoholic solution of guard » 
donium perchlorate and saturated aqueous potassium thiosul- 
phate), (CN 3 H 6 ) 2 S 2 0 3 ,H 2 0 ; guanidonium sulphite , (CN 3 H 6 ) 2 S0 3 , a 
colourless, crystalline compound; guanidonium hydrogen sul- 
phide, (CN 3 H 6 )HS,H 2 0, yellow leaflets; guanidonium xanthate , 
CN 3 H 6 ‘S*CS‘OEt, pale yellow' crystals, m. p. 113°; guanidonium 
(CN 3 H 6 ) 2 B 4 0 -, 5 H 20 , colourless crystals; guanidonium stan- 
note, {CN 3 H 6 ) 2 Sn0 3 ,3H 2 0, long, lustrous crystals; guanidonium 
metasilicate, (Ci\ T 3 H 6 ) 2 Si0 3 ,sH 2 0 ; guanidonium formate, m. p. 
70 — 75°; guanidine nitromeihane, CN 3 H 3 ,CH 3 rN0 2 , small, colour- 
less needles; guanidonium phenoxide, CN 3 H 8 "OPh, colourless 
crystals, m. p. 67°; guanidonium p -tolyloxide, m. p. 147 loO ; 
guanidine benzenesulphonamide, CN 3 H 5> NH 2 *S0 2 Ph, m. p. 183 
(decomp.); guanidine phthalimide, CN 3 H 5 *^H.(CO) 2 .C 8 H 4 , m. p. 
176—179° (decomp.). , , . , , 

Guanidine has been obtained in the sobd state by mixing alcoholic 
solutions of guanidonium perchlorate and potassium hydroxide, 
removal of precipitated potassium perchlorate and concentration 
of the solution in a vacuum at 30 — 35 ; the product contains 
90 . 73 — 99 * 55 % of guanidine and melts somew r hat indefinitely at 
about 50°. It has been described by Veley (T., 1908, 93, 652) as 
a weak base, but his observations are not in harmony with those 
of Ostwald or of Morrell and Bellars (T., 1907, 91, 1012). It is 
now found that solutions of guanidonium hydroxide behave like 
those of the alkali hydroxides towards solutions of metallic salts; 
the strength of the base is established in addition by its ability to 
form stable salts with very weak acids. H. W. 

Pyrofulmin, a Decomposition Product of Mercury Ful- 
minate. Langhans (Z. ges. Schiess. u. Sprengstoffw ., 1922, 17 
9—11, 18—21, 26— 28).— Mercury fulminate is completely changed 
into a non-explosive substance by heating at 90 for about one 
hundred hours. The product is yellowish- brown and shows the 
unchanged crystalline form of mercury fulminate. The change 
can be followed by determining the mercury in the substance 
electrolytically. A gradual rise takes place from 70*42% (the 
value for the pure fulminate) to between 74 and 76*6% m the 
non-explosive substance, which is named pyrofulmin. Pyrofulmin 
is insoluble in water and in the usual organic solvents, and is neutral 
to litmus. It swells up on heating, giving off white, choking 
vapours. Its content of mercury is not constant, but never exceeds 
76-6%, nitrogen 9-88%, carbon 6-21%, oxygen 7-51%. The 
of weight of the fulminate on heating therefore consists mainly 01 
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carbon and oxygen. Pyrofulmin is probably not a definite com- 
uod. Its reactions point to its being a mixture of mercuric 
Ly cyanide, Hg{OCN)’CN, with a little mercuric oxide. 

H. C. ft. 

Solubility of Potassium Ferrocyanide in Water. Ice Curve 
and Cryohydric Point. E. Farris (Gazzetta, 1921, 51, ii, 
374—380). — The solubility of potassium ferrocyanide in grams of 
the salt per 100 grams of water between 0° and 100° is represented 
by two almost rectilinear curves meeting at 80°. This temperature 
P given in Landolt’s tables as the transformation point of the 
hydrate, K 4 Fe(CN) 6 ,3H 2 0 into K 4 Fe(CN) 6 ,:rH 2 0, but evidence of 
this transformation is obtainable neither by the dilatometric 
method nor by analysis of the solid phase. The author has traced 
the freezing-point curve, the cryohydric point being —1-58°, 
which corresponds with the concentration 13*1 grams of the 
anhydrous salt per 100 grams of water. T. H. P. 

Symmetrical Diisopropylhydrazine and its Derivatives. 

Harry L. Lochte, James R. Bailey, and William A. Noyes 
(/. Amer. Ghem. Soc 1921, 43, 2597—2603).— Dimethylketazine 
may readily be reduced by means of colloidal platinum, using 
Skita’s method (cf. A., 1913, i, 53, 54), and a yield of more than 
90% of s-diisopropylhydrazine is obtained provided there is 
enough hydrochloric acid present to neutralise the base formed. 
s.Bimpropylhydmzine, CHMe 2 *NH*NH*CHMe 2 , is a pale straw- 
coloured liquid, b. p. 124— 124-5°/740 mm. ; rif> 14087; d? 0-7712, 
giving a hydrochloride, m. p. 198° (corr.), an oxalate, and crystalline 
condensation products with potassium cyanatc and phenylcarb- 
imide. With phenylthiocarbimide, it yields dmopropylpkenylthio- 
semicarbazide, CHMe 2 -NH*N(CS-NHPh)-CHMe 2 , m. p. 129-5° (corr.). 

W. G. 

The Preparation of Mercury Dialkyl Compounds from the 
Grignard Reagent. C. S. Marvel and V. L. Gould ( J . Amer. 
Cbm,. Soc., 1922, 44, 153 — 157). — The reaction between an excess 
of the Grignard reagent and a mercuric haloid furnishes a very 
satisfactory method for the preparation of mercury dialkyl com- 
pounds, provided the proper precautions are observed. Any 
unchanged magnesium must be removed from the Grignard reagent 
before adding the mercuric haloid, and after the whole of the 
mercuric haloid has been added, the mixture must be boiled for 
ten to twelve hours to complete the reaction. The following com- 
pounds have been prepared by this method : mercury dimethyl, 
b. p. 92°/740 mm. (corr.) ; mercury diethyl, b. p. 97 — 99°/ 125 mm. ; 
mercury dipropyl, b. p. 81 — 84°/19 mm. ; mercury dusopropyl, 
b. p. 119 — 121°/125 mm, ; mercury dibutyl, b. p. 120 — 123°/23 mm. 
When a magnesium alkyl bromide reacts with an excess of mercuric 
chloride, a mixture of mercury alkyl chloride and bromide is ob- 
tained. To obtain each of these compounds pure, the halogen of 
the alkyl haloid must be the same as that of, the mercuric salt. 

W.G. 
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Mixed Organometallic Compound of Aluminium, y 

Thomas (Gompt. rend., 1922, 174, 464 — 465). — Aluminium when 
left in contact for a long time with methylene iodide in the absence 
of a solvent reacts with it without any appreciable evolution of 
gas, the mixture ultimately setting solid. A white, crystalline 
compound was obtained which it was not possible to purify, as it 
was highly reactive. Tf the aluminium and methylene iodide are 
allowed to react in the presence of anhydrous ether, a gas is evolved 
which is absorbed by bromine and attacked by permanganate. 
The gas has the formula (CH 2 )„, but apparently is not ethylene. 
The solid product of the reaction in ether is also highly reactive. 

There is sonic indication that other metals, and in particular 
lead, are also capable of attacking methylene iodide in the absence 
of a solvent without any gas being evolved. W. G. 

Kinetics of Open Saturated Chains of Carbon Atoms in 
Relationship to the Baeyer Strain Theory. Z. Wojnicz- 
Sianozencki [Roczniki Chemji, 1921, 1, 244 — 275). — It is shown 
that the kinetics of an open saturated chain of carbon atoms mav 
be treated by the theory of probabilities. If it be admitted that 
the limiting distance over which the carbon atom can exert a 
chemical force is not more than 2T01 times that which is normal 
for the two atoms connected by a single linking, then it is shown 
that the probability of the formation of polvmethylcne rings 
containing various numbers of carbon atoms follows the order 
£ 2 >£ 5 >£ 6 >£ 7 >£ 3 :>£ 4 >£ 8 , where t n is the probability of form- 
ation of an remembered carbon ring. This indicates that the 
double linking is more easily formed than the five-membered ring, 
and this more easily than the six-merabered ring, and so on. This 
appears to be in keeping with experimental work, which is often 
contradictor to the usually adopted hypothesis. J. F, S. 

[Lignite Producer Tar.] Franz Fischer (Ber. } 1922, 55, 
[B], 505 — 506). — A criticism of Ruhemaruris recent communication 
(this vol., i, 22). H. W. 

The Ethylation of Benzene and Naphthalene. C. H. Milli- 
gan and E. Emmet Reid (J. Amer. Chem. Soc., 1922, 44, 21)6-- 
210). — Balsohn’s method (cf. A., 1879, 785) for the ethylation of 
benzene may be modified by the introduct ion of high speed stirring 
so that ethylene can be made to react with benzene in the presence 
of aluminium chloride at 70 — 90° so rapidly and completely that 
this becomes a practical method for the ethylation of benzene. 
A mixture of ethyl-, diethyl-, etc., up to hexaethyl-benzenes is 
obtained, but may fairly readily he separated into its components. 
If the polyethylbenzenes are stirred with benzene in the presence 
of the aluminium chloride from the previous reaction, they will 
give up some of their ethyl groups to the benzene. In a similar 
way, naphthalene may readily be ethylated by stirring it vigorously 
in benzene with polyethyl benzenes and aluminium chloride at 80". 
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The Influence of Nitro-groups on the Reactivity of Substi- 
tuents in the Benzene Nucleus. V. Heteronucleal Dinitro- 
derivatives. Harold Burton and James Kenner [T.. 1922, 
121,489-496). 

The Nitration of m-Nitrotoluene. Oscar Lisle Brady 
(T„ 1922, 121, 328—331). 

Some New Derivatives of Sulphobenzide [Diphenylsul- 
phone]. Bug. Grandmougin {Compt. rend., 1922, 174, 393— 
395) —In P ar t a recapitulation of previous work {this vol., i, 251). 
3 : 3'-DiarainosuIphobenzide can be converted into the corre- 
sponding halogenated derivatives by the Sandmeyer reaction. 
3 : 3'-Dichlorosulphobenzide has m. p. 108°; 3 : Z^di-iodosulpho- 
bendde has m. p. 158°. 2 : 2 , -Dinitromlphobenzide > m. p, 189°, 
was obtained by the oxidation of o-dinitrophenyl sulphide with 
potassium dichromate and sulphuric acid. To obtain unsym- 
metrical derivatives of sulphobenzide, sulphinic acids may be 
condensed with chloronitro-derivatives of aromatic hydrocarbons. 
Thus I-chloro-2 : 4-clinitrobenzene and j3*naphthalenesulphinic acid 
yield 2:4 dinitropKenyl-^mphthyUulphone, m. p. 228°. W. G. 

Theory of Carbonium Compounds. F. Kehrmann ( Ber ., 
1922, 55, [B], 507 — 511). — A reply to Hantzsch (this vol., i, 24, 
25). — The author is not convinced of the superiority of Hantzsch's 
complex formulae over his own quinolide formulae, or of the incor- 
rectness of his theory of the sexavalencv of carbon in carbonium 
salts (A., 1918, i, 311). " H. W. 

Elimination of Hydrogen from Aromatic Nuclei and Union 
of the Latter by means of Aluminium Chloride. V. Ex- 
periments with Benzil, Stilbene, and Phenanthrene. K. 

Scholl and G. Schwarzer {Ber., 1922, 55. [B], 324—330; cf. 
Scholl and Seer, this vol., i, 258). — Phenanthraquinone is formed 
in 25% yield when an intimate mixture of benzil and anhydrous 
aluminium chloride is heated at 120° during one hour; in addition, 
two substances are produced which are soluble in sodium hydroxide 
solution; these have not been examined fully. 

Stilbene is readily converted by aluminium chloride into a 
polymeride which softens at about 165° after previous darkening 
and becomes carbonised at a higher temperature; according to 
determinations of molecular weight in boiling benzene, polymeris- 
ation has not proceeded beyond the trimeric stage (cf. Liebermann 
and Mitter, A., 1912, i, 464). The substance is oxidised by potass. 
ium permanganate or chromic acid in the presence of glacial acetic 
acid without giving well-clmraeterised products; it is converted 
by nitric acid [d ITS) at 150° into a nitrogen-free mixture of acids 

Phenanthrene is converted by aluminium chloride in the presence 
of nitrobenzene at the atmospheric temperature into a black mass. 
In the presence of carbon disulphide, on the other hand, a yellow, 
amorphous product, deromp, about 225*. is obtained which is 
not identical with the substance derived from stilbene. Its nature 
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has not been elucidated fully, but it is possibly a polymeride of 
phenanthrene, although analyses of it agree better with the com. 
position (C U H U ) X ; it is readily converted by nitric acid into an 
amorphous nitro-coni pound. H. W. 

New Preparation of ci/cJoAlkylamines. Alphonse Mauhe 
(Compt. rend., 1922, 174, 465 — 467). — cyc/oHexanone gives with 
hydrazine hydrate a mixture of its hydrazone, b. p. 195°, and its 
ketazine, b. p. 270°. When the mixed vapours of these two 
substances are passed along with hydrogen over nickel at 180° 
an excellent yield of cyc/ohexylamine together with some dkych. 
hexylamine is obtained. Under similar conditions, o-mcthylcycfo- 
hexanone gives its hydrazone and its ketazine, and these when 
hydrogenated together give principally o-methykyclokexylamine, 
b. p. 150°; d} 1 0‘8836; giving a hydrochloride , m. p. 280°. A small 
amount of di-o- metkylcyc 1 ohexylamine, b. p. 268 — 270°, giving a 
hydrochloride , m. p. 226°, is also obtained. m-Methylcyctohexanone 
only gives its hydrazone , b. p. 215 - 220°, which when hydrogenated 
gives almost exclusively the primary amine, m-methylcyc\ohexyl 
amine , b. p. 152°/750 mm. ; d“ 0*8956, giving a phenylcarbamide , 
m. p. 145°. p-Methylcycfohexanonc gives its hydrazone , b. p. 
215°, and its ketazine , b. p. 280 — 285°. The mixture of these two 
substances on hydrogenation yields p-methykyclohexylamine, b. p. 
153°/750 mm. ; d® 0*9057 (giving a hydrochloride , in. p. 245°), together 
with some di-p-inethyloyc\ohexylamine, b. p. 275 278°, giving a 
hydrochloride , m. p. 198°. In all cases, a very good yield of the 
primary amine is obtained and only a small amount of the secondary 
amine. W. G. 

The Dinitrotoluidines. Oscar Lisle Brady, James Nelson 
Edmund Day, and William Joseph Woodgate Rolt (T., 1922, 
121, 526 — 532). 

p-Cymene. III. The Bromination of 2-Amino-p-cymene. 

Alvin S. Wheeler and Ira W. Smithey (J. Amer. Chem. Hoc., 
1921, 43, 2611 — 2618). — 2-Acetylamino-p-cymene on brorain- 
ation in carbon tetrachloride solution yields 3( X)-bromo-2-acety\- 
amino-p-cymene , C 6 H 2 MePrBr*NHAc, m. p. 122*5°. When hydro- 
lysed with concentrated hydrochloric acid, it yields 3 (tybromo- 
2-amino-p-cymene, b. p. 169 — 170°/20mm.; d 21 1*30125; n 30 1*5781, 
giving a hydrochloride , m. p. 205 — 210° (dccomp.), and a hydro- 
bromide, m. p. 200 — 205° (decomp.). In an endeavour to establish 
the position of the bromine atom in the ring, the acetyl derivative 
was oxidised with neutral permanganate, 3( \)-bromo-2-acetylcmino- 
toluic acid , m. p. 215°, being obtained, Avhich on hydrolysis gave 
3( 1 )’bromo-2-aminotoluic acid, in. p. 151°, in the form of its hydro- 
chloride, m. p. 190° (decomp.). This bromoamino toluic acid is 
not identical with the only one known, namely, 5-bromo-2-amino- 
p-toluic acid, m. p. 186 — 187°, and hence the bromine must be 
in position 3 or 6, and the authors prefer the position 3 as repre- 
senting an ortho-compoKnd. 

3-Bromo-2-araino-p-eymene can be diazotised and the product 
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coupled with the original base or other amines, and the following 
compounds are described : 2 -Diazoamino-3 - bromo-p-cymene , ra. p. 
143—146° {decomp.) ; 2-benzenediazaamino-%-bromo-p-cymene,, m. p. 
152 — 154° (decomp.), giving a hydrochloride, m. p. 161 — 162° 
(decomp.); 2-p-nitrobenzenediazoamino-^-bromo-p-cymene, has m. p. 
158° (decomp.). On reversing the process in the last case by 
diazotising the p-nitroaniline and adding the bromoaminocymene, 
a product, m. p. 163° (decomp.), is obtained. These compounds 
of p-nitroaniline are yellow and dissolve in alkaline solutions, 
with the formation of a rich magenta colour which disappears 
when the solution is acidified. There is thus probably formed a 
pseudo or nitronic acid (cf. Hewitt and Mitchell, T., 1907, 91, 
1254). 

In the purification of p-cymenc, isolated from spruce turpentine, 
itself a by-product in the manufacture of paper by the sulphite 
process, it is necessary in addition to the steps previously given 
(cf. A., 1920, i, 751) to extract the cymene with a limited amount 
of concentrated sulphuric acid or it acquires a yellow colour on 
keeping and does not behave satisfactorily when nitrated or 
brominatcd. W. G. 

Derivatives of Aminodiphenyl. A. Garcia Banus and Juan 
Fjekrer Tomas (Anal. Fis. Quint., 1921, 19, 293 — 312). — 4 -Dimethyl- 
aminodiphenyl (Garcia Banus, ibid., 1914, 12, 173), m. p. 119 — 
120°, is prepared by alternate addition of methyl sulphate and 30% 
sodium hydroxide solution to aminodiphenyl in aqueous solution. 
By the action of sodium nitrite on the preceding compound in 
dilute hydrochloric acid solution at —5°, ^-nitroA-dimethylamino- 
diphenyl is obtained, m. p. 119 — 120°. It forms large, garnet-red, 
monoclinic crystals [a : b : c = 1*111 : 1 : 1*0961, (3— 90° 16' 30"]. 
A secondary derivative is also obtained in small quantity, colour- 
less crystals, m. p. 112 — 115°. By passing hydrogen chloride 
into an ethereal solution of the nitroamine, the hydrochloride is 
obtained in white, silky crystals, unstable apart from their mother- 
liquors. Nitration of dimethylaminodiphenyl gives the 3-nitro- 
dcrivative at first, but by further nitration a compound crystallising 
in large, colourless needles, is obtained, in. p. 122°. It is probably 
3:5:2': 4 ' - tetra n itro-4 -rifi metkyla mi nod i phe n yl . Reduction of the 

3- nitro-derivative gives 3 - a m hto-l-di m ethyl am i n odiphenyl ; it forms 
silky crystals, m. p. 59 — 60°; b. p. 200°/ 15 mm. By reduction of 

4- nitrO'3-aminodiphenyl, 3 : 4-di aminodiphenyl is obtained in grey 
plates, m. p. 102 — 103°. The action of nitrous acid on dimethyl 
anilines containing a negative group in the para position is discussed. 

G. W. R. 

Hydrogenation by Formic Acid of some Quaternary Salts 
of Hexamethylenetetramine. Marcel Sommelet and Jean 
Guioth (Compt. rend., 1922, 174, 687 — 689). — When hexamethylene- 
tetramine benzyl chloride is warmed with formic acid, it undergoes 
hydrogenation, carbon dioxide is liberated, qnd one of the principal 
products is benzyldimethylamiue. With other quaternary salts 
of the tetramine, the yields depended on the nature of the salt. 
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Thus acyclic derivatives of the type of the ethiodide or the 
w-butiodide, or salts like the phenylpropiodide gave very poor yields. 
On the other hand, substituted benzyl salts such as the p-cthyl. 
benzylchloride gave satisfactory yields, but in such cases there 
was a secondary reaction producing benzaldehyde. W . G. 


Behaviour of Allyl- and Benzyl-amino-oxides towards 
Sodium Hydroxide Solution. Jakob Meiseniieimer, Hell- 
muth Greeske, and Amalie Willmersdorf (Bar., 1922, 55, [£] ( 
513 — 522). — The rearrangement of methylallylaniline A^-oxide to 
.V-phenyl-A 7 -methyl-0-allylhydroxylamine (A., 1920, i, 35) j s 

reproduced by ethylallylaniline A-oxide, and by benzylmcthyl- 
aniline oxide, but not by dialkylallylamino-oxides. 

[H. Greeske.] — Ethylallylaniline xY-oxide, characterised by it,< 
picrate , C 11 H 15 0 X ) C 6 H 30 7 N 3 , granular crystals, m. p. 120— 122 ; , 
is converted by 7 aqueous sodium hydroxide into N-phenyl-N-ethyl- 
0 -allylhydroxylamine, NMePlrOC 3 H 5 , a yellow oil, b. p. 104°/15 — 
16 mm. 

[A. Willmersdorf.] — Diethylallylamine, b. p. 105 — 113°, is 
obtained from diethylamine and allyl bromide; its picrate t 
C 7 H 15 N,C 6 H 3 0-N 3 , forms irregular prisms, m. p. 94 — 900°. 
Diethylallylamine. oxide picrate , C 7 Hj 5 0N,C 6 H 3 0 7 N 3 , crystallises in 
needles or prisms, ni. p. 138°. Iliniethylallylamiiie, best pre- 
pared by the process of Partheil and von Broich (A., 1897, i, 263), 
furnishes an oxide, of which the picrate , C 5 H x ,0 6 H 3 0 7 N 3> 
forms dark yellow needles, m. p. 136°. Beir/ylmothylaniline 
(Wedekind, A., 1899, i, 351), yields a picrate, C 14 H 15 N,C 6 H 3 0 7 X 3! 
prisms, m. p. 127°, and an oxide ( picrate , C\ 4 H 15 ON,C 6 H 3 0 7 N 3 . 
yellow prisms, m. p. 130°) ; it sutlers rearrangement by alkali 
hydroxide to N -phen yl-O- ben zyl-N-metk ylhyd roxyla m i ne, 
XMePh-0-C 7 H 7 , 

a yellow oil, soluble in cold concentrated hydrochloric acid, and 
reprecipitated on dilution. J* K. 


ci/cioHexene Oxide and o-Methylcycfohexanol. Marcel 
Godchot and Pierre B£dos (Compt. rend., 1922, 174, 461— 
464). — cycioHexene is quantitatively oxidised in chloroform 
solution by pcrbcnzoic acid to cycZohexene oxide. The oxide 
behaves towards magnesium methyl iodide in exactly the same 
manner as does ethylene oxide itself, the product being o-niotliyl- 
cyc/ohexanol. This alcohol, although having the same b. p., 
163 — 164°, as lias the mcthylcyc/ohexanol obtained by Sabatier 
and Mailhe (cf. A., 1905, i, 275) by the hydrogenation of cresol, 
is apparently not the same alcohol, but a position isomeride. It 
gives a phenylurethane , m. p. Si — 82°, and a hydroyen phthalate, 
m. p. 99—100°. The alcohol obtained from cresol gives a phenyl- 
urethane, m. p. 104°, and a hydrogen phthalate, m. p. • 

The two alcohols are apparently cis-trans isomerides. W. G. 


Solubilities and Cooling Curves of the Mononitrophenols. 

L. L. Garrick ( J . Physical Chem 1921, 25, 628 — 659).— j/Uj 
various equations for calculating the solubility have been appbe 
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to the solubility of the three nitrophenols and found to be unsuit- 
able for calculating the solubility of these substances in acetone, 
benzene, ethyl alcohol, or ethyl ether. The solubility of the 
three isomerides has been determined in the solvents named at 
a series of temperatures over the range 0—104-2°, Many of the 
determinations at the higher temperatures were carried out in 
sealed tubes. The experimental values have been compared with 
those calculated by Findlay's equation, R=R , +C{1'— t) (A., 1902, 

h, 386), and by Hildebrand's equation, logA r ~ — L{T m — T) /4*58T . T m 
(A., 1916, ii, 5 18 ; 1918, ii, 30, 65); the agreement is not good in 
either case, but is considerably better ill the case of the former 
equation than in the latter. Cooling curves have been determined 
for the three binary systems made up of pairs of the mono-nitro- 
phenols, and also for the systems made up of the eutectics from 
each binary system and the third nitrophenol. In the system 
o-nitrophenol-p - nitropheno I , the eutectic lies at 34*5° and has a 
composition 27% of the para constituent; the system o-nitrophenoU 

nitrophenol has a eutectic at 31*5° with 70% of o-nitrophenol ; 
the system w-nitrophenol-p-nitrophenol gives a eutectic at 61° 
having a composition 45*5% of ^-nitrophenol. The melting points 
of the various mixtures have been calculated by means of the 
Le Chatclicr and van Laar equation, log, x= - L(T q —T)IRTqT, 
and found to be in good agreement with the observed values. 
It is shown that this law may be used equally well for calculating 
the cooling curves of ternary mixtures. The mononitrophenols 
in the presence of one another behave as ideal solutions. Benzene 
is shown to be a good solvent for tiie extraction of o-nitrophenol 
from aqueous solutions of the mixed mononitrophenols. J. F. S. 

Nitration of 5-Iodo-2-nitrophenetole. C. Apostolo (Gaz- 

:dta , 1921, 51 , ii, m-my—vdodo-'l-nitrophcnetde, 
NCVC 6 H 3 T-OEt, 

obtained by the action of concentrated potassium hydroxide 
solution on alcoholic 5-iodo-l : 2-dinitropheuetole solution, forms 
crystals, m. p. 86 — 87°. When treated with fuming nitric acid 
at the ordinary temperature, it yields o-iodo-2 : 4 -dinitrophe'netole 
(or o-iodo-2 : 6 -dinitrophenetde), 0El-C fl H 2 l(X0 2 ) 2 , which crystallises 
in lustrous, pale yellow needles, m. p. Ill — 112°. T. H. P. 

The Nitration of Halogenated Phenols. L. Chas. Raiford 
{J. Amur . . Cham. Soc., 1922, 44. 158 — 165; cf. Upson, A., 1904, 

i, 734; Zincke and Hedenstrom, A., 1907, i, 124). — When 3 : 5-di- 
bromo-o-cresol is nitrated by the action of sodium nitrite on its 
solution in glacial acetic acid, o-bromo-3-nitro-o-cresol, m. p. 90 — 
91° (cf. Upson, loc . cit.), and 3-bromo-5-nitro-o-eresol, m. p. 120° 
(decomp.) (cf. Robertson, T% 1908, 93, 788), are obtained. When 
3-bromo-5-nitro~o-eresol is reduced by stannous chloride and 
hydrochloric acid, it yields S-bromo-Mi mi no-o-c resol, m. p. 
142° (decomp.), isolated as its hydrochloride. The hydrochloride 
^hen warmed with acetic anhydride and anhydrous sodium 
acetate yields %-br<mo-5-acetylamino‘2-acctoxytoluene, m. p. 169°, 
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which with cold aqueous sodium hydroxide gives Z-bromo-5-acetyl 
amino-o-cresol, m. p. 154 — 155°. The amino-hydrochloride des- 
cribed above, when oxidised with ferric chloride, gives 3-bromo- 
2 : 5-toluquinone {cf. Claus and Jackson, A., 1889, 128). 5-Bromo- 
3-nitro-o-cresol, like its isomeride, when reduced yields 5 -brorm. 
Z-amino-o-cresol, m. p. 113°, giving a hydrochloride, which on 
acetylation yields S-brOMO-Z-dcetyldmino-2-(icetoxytoluene, m. p, 

199—200°. w - G. 

[Tautomerism of Resorcinol.] W. Fuchs (Ber., 1922, 55, 

[ B\ 491 — 492) —Polemical (cf. Fuchs and Eisner, A., 1920, i, 545; 
1921, i, 241 ; Herzig and Zeisel, A., 1920, i, 732). H. W. 

Elimination of Hydrogen from Aromatic Nuclei and Union 
of the Latter by means of Aluminium Chloride. VI. Ex- 
periments with Phenol-ethers and with Diphenylmethane. 

Poland Scholl and Christian Seer (Ber., 1922, 55, [5], 330 — 
341 ; cf. this vol., i, 258).— Elimination of hydrogen and union of 
the aryl residues occur with part icular case in the cases of a-naphthyl 
alkyl ethers, less readily with the corresponding p-naphthyl ethers, 
and, according to preliminary experiments, to a very restricted 
extent with phenolic ethers. Reaction is effected in the presence 
of nitrobenzene and there can be no doubt but that the latter 
exercises a specific iniluence probably by saturating the subsidiary 
valencies of the carbon of the aromatic nucleus, and thus rendering 
the hydrogen atom mobile and also by utilisation of the eliminated 
hydrogen. The aluminium chloride appears to have the dual 
function of activating the aromatically combined hydrogen atom 
and also the nitro-group of nitrobenzene, probably by the form- 
ation of readily dissociable molecular compounds. 

4 : 4' -Diethoxy-l : V -dinaphthyl, colourless, lustrous leaflets, m. p. 
212—213°, is prepared in 70% yield by the gradual addition of 
anhydrous aluminium chloride to a solution of a-naphthyl ethyl 
ether in anhydrous benzeue at the atmospheric temperature ; 
hydrogen chloride is not thereby evolved. The same substance 
is obtained when ethyl chloroformate is added to the mixture, 
thus showing that the union of the naphthyl residues occurs with 
much greater rapidity than the fission of the ester . 4:4- Dimethoxy- 
1 : 1' -dinaphthyl crystallises in colourless, lustrous needles, m. p- 
252 — 253°. 2 : 2'-l)imethoxy-l : 1'- dinaphthyl, in. p. 190—191', 
and diresorcinyl tetramethyl ether, long, brown needles, m. p 
124°, arc also described. 

[With Heinrich Neumann.) — The behaviour of aromatic hydro- 
carbons having mobile hydrogen atoms towards aluminium chloride 
has also been investigated. Anthracene anil phcnanthrenc aie 
very readily attacked in the presence of nitrobenzene, but the 
isolation of homogeneous products of the reaction has not been 
found possible. On the other hand, diphenylmethane reacts 
readily with aluminiuyi chloride at the atmospheric temperature 
and in the absence of solvent without formation of resinous products; 
in this case, however, union of the benzene nuclei does not occur, 
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benzene and anthracene being the only substances isolable. The 
change appears to proceed in accordance with the scheme : 

CH 2 Ph‘:CeH 6 ±H r C 6 H 4 *CH 2 Ph CH 2 Ph*C 6 H 4 -CH 2 Ph+C 6 H 6 : 


Ce H 4 <»SXH, ^ C,H 4 «>C 6 H 4 


sCR 9 ' 


-2H 

^ Ci 4H11 


Th e isolation of 0 - or p-dibenzylbenzene which are presumed 
to be formed intermediately has not been effected. On the other 
hand, it is shown that wesodihydroanthracene is dehydrogen- 
ated by aluminium chloride at the atmospheric temperature to 
anthracene, probably with simultaneous formation of a correspond- 
ing quantity of more fully hydrogenated products, and that 
anthracene readily yields a molecular compound with aluminium 
chloride (cf. Lavaux and Lombard, A., 1910, i, 548). H. W. 


Catalytic Preparation of ci/cfoHexanetriols. J. B. Sen- 
derens and J. Aboulenc ( Compt . rend 1922, 174, 016 — 618). — 
f/ydoHexanetriols may readily be prepared by catalytic reduction 
in the presence of nickel in alcohol or water at about 140° under 
pressure of the corresponding trihydroxybenzenes (cf. this vol., 
i 136). Under these conditions, pyrogallol gives a mixture of two 
isomeric cydohexfineA : 2 : 3-triols, of which one has m. p. 145°, 
b. p. 290°, and gives a triacetate, m. p. 47°, b. p. 288°, and the 
other has m. p. 95°, b. p. 225°, and gives a triacetate, b. p. 238°. 
Under similar conditions, phloroglucinol gives a mixture of isomeric 
f(/dohexane-l : 3 : 5-triols, b. p. 245 — 260°; and 1:2: 4-tri- 
hydioxybcnzene gives a mixture of isomeric cydohexane-1 : 2 : 4- 
tnols, b. p. 260—280°. W. G. 


The Transfer of Hydrogen from an Alcohol to an Aldehyde. 

C, H. Milligan and E. Emmet Reid ( J . Amer . Chan. Soc ., 1922, 
44, 202 — 205). — By passing the vapours of an aldehyde mixed 
with ethyl alcohol over cerium oxide at 300 — 380°, the aldehyde 
is hydrogenated to the corresponding alcohol and the ethyl alcohol 
oxidised to acetaldehyde. In this way, benzyl, phenylethyl, and 
heptyl alcohols and citronellol have been prepared from the corre- 
sponding aldehydes. The yields are low and the life of the catalyst 
is short as it becomes foul owing to the production of gummy 
products, probably arising from the condensation of the aldehydes. 
If the cerium oxide is replaced by copper on an inert support 
benzaldehyde is reduced to toluene. W. G. 

Phenyldi-a-naphthylcarbinol and Phenyldi-oc-naphthyl- 
methyl. 0. S. Schoepfle (J. Amer. Chem. Soc., 1922, 44, 188 — 
194; cf. Gomberg and Schoepfle, A., 1917, i, 551; 1920, i, 26). — 
Phenyldi-a-naphthylcarbinol (cf. Elbs, A., 1887, 943) is best 
prepared by the interaction of ethyl benzoate and magnesium 
i-naphthyl bromide in toluene at 110 — 115°. The carbinol has 
in. p. 166 — 167° and gives additive compounds with ether, ethyl 
acetate, acetone, and ethyl alcohol of the 'type C 27 H 20 O,EtOH, 
and with benzene, 2C g7 H 2e O,3C a H 6 . With acetyl chloride, it 
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yields phenyldi-x.-mpkthylchloromethane t m. p. 165 — 167° (decomp) 
and with acetyl bromide phenyldi-ix-naphthylbromomf thane, m. * 
125—127° (decomp,). Both these compounds give additive 
compounds with mercuric , stannic, ferric, aluminium , and zir,c 
chlorides , all of which arc unstable, decomposing in a short time to 
give phenyldi-a-naphthafluorene, which was also obtained tv 
boiling an acetic acid solution of phenyldi-a-naphthylcarbinol 
Phenyldi-x-naphthylmethane, m. p. 204° (cf. Elbs, loc. cit.) ^ 
prepared by reducing the carbinol with zinc dust and acetic acid 
at 75 — S0°. Phenyldi-<x-napkthylmdhyl was obtained by shaking 
a benzene solution of the above chloromethane with molecular 
silver in the absence of air. It was very unstable and could only 
be obtained in solution. It readily undergoes auto-reduction 
giving phenyldi-a-naphthylmethane and phenyldi-a-naphtha- 
fluorene. It also absorbs oxygen, but attempts to prepare a 
peroxide were not successful. With hydrochloric acid in th e 
absence of air, it gives phenyldi-a-naphthylmethane and phenyldi. 
a-naphthylchloromethane. W. G. 

Influence of Substitution in the Ortho-, Meta-, and Para- 
positions on the Absolute Affinity of Benzoic Acid. 1, 

H. N. K. Rs>rt)am (Z. phjsikal. Chem., 1021, 99, 474 — 498).— 
The absolute affinities (free energy changes) between silver oxide 
and benzoic, o-, m-, and p-toluic acids, and cinnamic acid, were 
mcavsured by an electromotive method. Silver oxide exists in 
two modifications : (a) the electrolytically precipitated oxide, 

unstable at the ordinary temperature but stable at higher tem- 
peratures; (6) the ordinary precipitated oxide, stable at the 
ordinary temperature but unstable at higher temperatures. The 
transition temperature was calculated as 132°. The affinity of 
benzoic acid is reduced by the introduction of methyl into the 
benzene nucleus, the effect being greatest in the o-position. The 
effects in the »?- and p -positions were weaker and approximately 
equal. The absolute affinity of cinnamic acid towards silver oxide 
is 37% greater than that of benzoic acid, whereas the conductivity 
measurements would, on the assumption that the strength is 
proportional to the ionisation, make benzoic acid almost twice 
as strong as cinnamic acid. The E.M.F. of the oxy-hydrogen cell 
was calculated as T227 volts at 25° , in agreement with the results 
of Nemst and Wartenberg and of Bronsted. The lower value 
calculated by 7 Louis arises from the fact that the dissociation 
pressures of silver oxide, measured at higher temperatures, referred 
to one form, whilst the E.M.F. measurements, carried out at lower 
temperatures, referred to the second form, of silver oxide. If 
account is taken of this, all the results are in agreement. A method 
for the determination of hydrogen ions is indicated. 4. R. P. 

The Reduction of Ethyl Benzoate and some other Benzene 
Derivatives by Sodium and Absolute Alcohol. Herve de 
Pommereau {Compt. rend., 1922, 174, 685— 687).— When ethyl 
benzoate is reduced *oy sodium in absolute alcohol, the main pro- 
duct is cyc/ohexanecarboxylic acid together with a little cycle- 
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hexylcarbinyl alcohol, b. p. 188°/760 mm., giving a urethane, m. p. 
53 °. Under similar conditions, benz«aldehyde gives toluene and 
fi/c/ohexanecarboxylie acid, but phenol, phenetole, and aniline do 
n ot undergo reduction. Nitrobenzene gives aniline with a little 
hydrazobenzene. W. G. 

Solubility of the Isomeric Toluic Acids in the Three 
Xylenes. Chapas {Compt. rend., 1922, 174, 610— 611).— The 
solubilities of the three toiuie acids in the three xylenes expressed 
aS grams of the acid dissolved in 100 grams of the xylene at 14° 
are 

O'Xylone. m-Xvlene. p -Xylene. 


o-Toluicacid 7-1 1 .V78 7-39 

w-Toluic acid 8 -63 8*57 10'32 

p-Toluic acid 1*05 0*91 1*47 

W. G. 


The Action of Light on the Cinnamic Acids and the Con- 
stitution of the Truxillic Acids. A. W. K. de Jong (Ber., 
1922, 55, [B], 463 — 474). — During recent years, a number of 
papers on these subjects have been published by Stobbc and Stormer, 
in which the author’s work has not been taken into account; the 
latter is now published in a more extended form. 

The conversion of oftocinnamic into ^-truxillic acid is perferably 
effected by the action of direct sunlight on the cooled acid; the 
presence of benzoic, a- or ^-truxillic acids in the alio - acid is in- 
hibitivo, whereas that of fra -cinnamic acid is highly favourable. 
Further experiment shows that tra ns-cinnamic acid can form 
«♦ and [} -truxillic acids, that the production of ^-truxillic acid from 
rtltocinnamic acid does not take place directly but indirectly 7 
through the trails - acid and that ji-truxillic acid is not formed by 
the union of molar quantities of the alio- and trans-acid. Illumin- 
ation of non -recrystallised fran* -cinnamic acid yields solely a-truxillic 
acid, but, if illumination is interrupted and the acid is recrystallised, 
Mruxillic acid is produced to a greater or less extent. The latter 
acid appears to be produced from ^-cinnamic acid, which is readily 
formed by pouring a solution of the a-acid in alcohol, nearly satur- 
ated at the atmospheric temperature, into a large volume of water 
or by dissolving the a-acid in ammonia and adding an excess of 
hydrochloric acid to the solution. It may be noted that alio-, 
X-, and ^ -cinnamic acids are not converted into truxillic acids by 
exposure to red, yellow, or green light. 

btobnc and Stormer have observed the production of {J-truxillic 
acid, but seldom of a-truxillic acid, when aHocinnamic acid is 
illuminated, whereas the author has found that the a-acid is formed 
in considerable quantity ; the discrepancy is to be ascribed to the 
differing temperatures used during the exjmriment, rise in tempera- 
ture favouring the formation of the a-acid. 

The presence of 8-truxillic and 'i-oocaic acids in the natural 
truxillic acid (Stormer, A., 1921, i, 179) has been established 
previously by the author (A., 1911, ii, 552). ' 

The constitutions assigned to a-, y-, 8-, and c-truxillie acids by 
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Stormer and Forster (A., 1919, i, 444) are in agreement with those 
proposed previously by de Jong (A., 1918, i, 172), but this is not 
the case with p-truxillic and (3-cocaic acids. 

Stormer's proposal (A., 1921, i, 179) to divide the acids into the 
truxillic and truxinic series is criticised adversely , it appears 
preferable to retain the original names until the structure of the 
compounds is definitely elucidated. W. 

Preparation of ar-Tetrahydronaphthylthiolacetic Acids. 

Tetralin G. m. b. H. (Brit. Pat. 148419)— Tetrahydronaphthahe 
is sulphonated with chlorosulphonic acid at a temperature not 
exceeding 5 °; the resulting sulphonyl chlorides are reduced with 
zinc dust and hydrochloric acid to a mixture of 1 - and Uetra- 
hydronaphthylthiols , and after purification by distillation under 
reduced pressure (b. p. 143 — 147°/15 mm.) they are condensed in 
alkaline solution with monochloroacetic acid with the formation 
of 1- and 2 .tetrahydronaphlhylthiolacetic acids, C 1 oH 11 , S*CH 2 -C0 2 H. 
The two acids are separated by adding a concentrated ammonimn 
chloride solution to the reaction mixture when the ammonium 
salt of the 2 -acid separates in crystalline flakes. Irom the mother- 
liquors, the l -acid is precipitated with hydrochloric acid as a 
voluminous, white precipitate, which after crystallisation from 
benzene melts at 133—135°. The 2-acid, precipitated from the 
solution of its ammonium salt, melts at 69—70°. Both acids are 
easily converted into “ tetrahydronaphthylthioindigo. 


Friedel and Crafts’ Reaction. Some Substituted Phthalic 
Anhydrides with Toluene and Aluminium Chloride. Walter 
A Lawrance (J. Amer . Chem. Soc., 1921, 43, 2577 2581; cf. 
A., 1920, i, 741). — When toluene is condensed with unsymmetrical 
phthalic anhydrides in the presence of aluminium chloride, it gives, 
in some cases, two acid products and in others only one. The 
physical properties of the toluoylnitrobenzoic acids are very similar 
to those of the benzoylnitrobenzoic acids ( loc . cit). 

With 3 -nitrophthalic anhydride, toluene gives 2 -wi fro- 6 -p-fomo?/- 
benzoic acid , m. p. 262—265° (decomp.), and ^nitro^-pdoluoijl 
benzoic acid, m. p. 123—126° (decomp.). With 4 -mtrophthalie 
anhydride, the products are 4 -nitro- 2 -\i-toluoylbenzoic acid , m. p. 
101—105° (decomp.), and a small amount of a compound, m. p. 
211 218° (decomp.). With 3 -acetylaminophthalic anhydride, the 

products are two pdoluoylawinobenzoic acids , m. p. 256— --»>7 aii 
206°, respectively, in which the toluoyl group is, in each case, m 
position 2 or 6 and the amino-group in position 3 or With 
4 -acetylaminophthalic anhydride, practically the whole of the 
yield consisted of one p-toluoylaminobenzoic acid, m. p. 13o 
the toluoyl group being in position 2 or 6 and the ammo-group 
in position 4 or 3. A small amount of an unidentified compound, 
ra p 180—183°, was also obtained. Tetrachlorophthalic anhydride 
gave with toluene 2:3:4: 5 -tctrachloro- 6 -p-toluoylbenzoic acid, 

m. p. 174-175° (corr') (cf. 1914, Brit. Pat. 8917), giving a methyl 
ester, m. p. 96 — 97° (corr.). 
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Tetrabromophthalic anhydride gave 2:3:4: 5-teira6romo*6-p- 
toluoylbenzoic acid , m. p. 212° (corr.), giving a methyl ester, m. p. 
162*5° (corr.); and tetraiodophthalic anhydride gave 2 : 3 : 4 : 5- 
ietraiodo-Q-ip-toluoylbenzoic acid, m. p. 266° (corr.), giving a methyl 
ester, m. p. 199° (corr.). W. G. 

Homogentisic Acid. II. The Behaviour of Homogentisic 
Acid when Boiled with Ferric Chloride. Carl Th. Morner 
(#. physiol Chm 1921, 117, 07— 84; cf. A., 1912, i, 459).— 
When homogentisic acid is distilled with a concentrated solution 
of ferric chloride, the distillate contains a substance which crystallises 
in leaflets, m. p. 89- -90°, and when heated on the water- bath 
sublimes, yielding thin, broad, iridescent needles. S. S. Z. 

Homogentisic Acid. III. Carl Th. Morner [Z. physiol. 
Chem ., 1921, 117, 85 90). — Homogentisic acid crystallises with 
one molecule of water in monoclinic prisms. It forms a lactone 
at 130°, at which temperature it partly sublimes. At about 17*5°, 
its solubility in water is 1 : 1*8. S. S. Z. 

Quinhydrones of the Maleic Anhydride Series. Paul 

Pfeiffer [with E. Plater] { Ber .. 1922, 55, [B], 413 — 429). — In 
a previous communication (Pfeiffer and Bottler, A., 1919, i, 62), 
it has been shown that maleic anhydride and analogous substances 
give more or less deeply coloured solutions in hydrocarbons, phenols, 
amines, etc., although, in general, the isolation of the additive 
compounds in the solid state was not found possible. The close 
analogy of maleic anhydride to the quinones was thus demon- 
strated, and it was pointed out that the relationship between maleic 
anhydride and furan is the same as that between p-benzoquinone 
and benzene. The work has now been extended in a variety of 
directions which show that the presence of the group, CO*0*.C*CO-,. 
is necessary for the formation of quinhydrones and that it is largely 
a matter of indifference whether it is present in a closed ring, as 
in p-benzoquinone or maleic anhydride, or in an open chain, as in 
phthalaldehyde or s-phthalyl chloride. In particular, tetrahaio- 
genated phthalic anhydrides exhibit a great power of forming solid 
additive products with many classes of compounds and are to be 
classed in this respect with s-trinitrobenzene and picric acid. The 
precise role of the halogen atoms has not been elucidated (cf. 
Pratt and Perkins, A., 1918, i, 167 ; Pratt and Young, A., 1918, 
i f 540). Since the anhydrides unite with aromatic hydrocarbons 
as well as with the corresponding phenols, amines, etc., it is evident 
that the compounds are formed by saturation of affinity between 
one or both oxygen atoms of the anhydride component and the 
unsaturated carbon atoms of the benzenoid component, thus 

wyv-.c n H„, 

The following com}K>uiuU are derived from tctrachlorophthalic 
anhydride, and contain the components in equimoleeular ratio. 
In general, they arc formed by allowing a solution of the requisite 
constituents in hot glacial acetic acid to cool slowly. With mesitv- 
kne, the substance 0 6 C1 4 I(CO) 2 IO,( ' 6 H 3 Me 3 , pale yellow needles which 
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evolve the hydrocarbon slowly at the atmospheric temperature; 
with naphthalene, greenish-yeliow, silky needles; with 1 -methyl, 
naphthalene, greenish-yellow needles; with acenaphthene, golden, 
yellow, slender needles, m. p. 237 — 240° ; with anthracene, golden, 
yellow, lustrous needles, m. p. 195°; with phenanthrene, long, 
yellow needles, m. p. 190° ; with a-bromonaphthalenc, pale yellow 
needles which’ dissociate when heated gently ; with a-naphtho], 
orange-coloured, lustrous needles, m. p. 250 ; with p-naphthol, 
small, yellow needles, m. p. 210°; with a-naphthyl ethyl ether, 
deep yellow' needles which dissociate when heated gently , with 
p -naphthyl methyl ether, greenish -yellow needles which dissociate 
when heated ; with diphenylene oxide, long, greenish-yellow, lustrous 
needles; with carbazole, yellow 7 , lustrous needles, m. p. 210 . 

Tetrachlorophthalic anhydride does not appear to unite with 
stilbene ; its additive product with 2 : 4 : 5 : 2' : 4 : 5 -hexamcthyl- 
stilbenc has been described previously (Pfeiffer and Bottler, loc. 
cit.). Maleic anhydride does not give crystalline additive com- 
pounds with a-naphthyl ethyl ether or fJ-naphthyl methyl ether, 
and bromomaleic anhydride does not give solid products with 
P-naphthol or [1-naphthyl methyl ether. Solid compounds were 
not prepared from phthalic anhydride and a-naphthyl ethyl ether, 
from tetrachlorophthalic anhydride and diphenylamine, or from 
phthalic anhydride and acenaphthene. 

3 • 6-Dichlorophthalic anhvdridc gives a crystalline compound. 
with acenaphthene, 0 c H,('l 2 f(CO) 2 :O,C J2 U I0! lemon-yellow needles, 
m. p. 119 — 120°, but not with carbazole. 

Tetrachlorophthalimide gives the substance, 
C 6 Cl 4 :(CO) 2 ;O,0 10 H 7 *OMe, 

lemon- vcllow crystals with a-naphthyl methyl ether and a similar 
compound, small, lemon-yellow needles, with a-naphthyl etlid 
ether; both substances lose the ethereal component when heated 


gently. 

Tetrabromophthalic anhydride yields crystalline additive com- 
pounds with naphthalene, pale greenish-yellow 7 needles, acenaph- 
thene, long, dark yellow needles, and a-naphthyl ethyl ether, small, 
dark yellow needles ; the compounds dissociate into their components 
when heated. 

Chloranil and acenaphthene yield the substance , CgCl^C^vj^iO' 
black, lustrous needles. 

Solid, additive compounds were not obtained from cnloraml 
and fluorene, diphenylene oxide and carbazole, or 2 : 2'-dihydro\\- 
diphenyl, from bromanil and acenaphthene, from 2 : 5-dichloru- 
quinone and diphenylene oxide, p-naphthol, a-bromonaphthalene. 
or |S-naphthyi methyl ether. 

Phthalaldehyde gives an orange-yellow solution in dimethyl- 
aniline in which phthalide dissolves with development of colour; 
on the other hand, the solutions of the aldehyde and phthalide ui 
concentrated sulphuric acid are colourless and pale greenish-yellow 
respectively. . . , _ 

Terephthalyl chloride gives a coloured solution in guaiacoi o 
acenaphthene, whereas the similar solutions of isophthalyl chloride 
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are colourless. Both chlorides yield yellow solutions in dimethyl- 
aniline. H.W. 

The Formation and Stability of spiro- Compounds. VII. 
The Application of the Dieckmann Reaction to Esters of the 
Glutaric Series. George Armand Robert Kon (T., 1922, 121, 
513-526). 

The Preparation and Properties of Several Phenylalkyl- 
succinic Acids. Fred W. Upson and T. J. Thompson ( J . 
Amt. Chew,. Soc., 1922, 44, 181 — 188). — Two methods are sug- 
gested for the preparation of phenylalkylsucc^nic acids. In the 
first, alkyl cyanohydrins are condensed with benzyl cyanide by 
means of sodium mcthoxide or ethoxide (cf. Avery and Upson, 
A., 1908, i, 343) and in the second, the esters of a-bromo-fatty 
acids are condensed with benzyl cyanide by means of sodamide. 
The resulting nitriles are, in each method, saponified. The follow- 
ing new succinic acids are described : Pkenylmethylsuccinic acid, 
C0 2 H*CHMe*CHPh’C0 2 H, m. p. 182°; phenyldhylsuccinic acid , 
m. p. 196°; phcnybn-propyU uccini c acid, in. p. 213°; and phenyl - 
iso bntylsuccinic acid, m. p. 183 4°, In the second method of pre- 
paration, the intermediate product is in each case a half nitrile, 
half ester of the required succinic acid, the nitrile group being 
adjacent to the phenyl group. The complete hydrolysis of the 
nitriles or nitrile esters of phenyl isopropyl- and phenyl isobutyl- 
succinic acids cannot be brought about by the usual acid or alkali 
methods, but these substances must be heated in a scaled tube at 
130—140° for from twenty-four to thirty hours. 

It was found that when the sodium phenyiacelonitrile obtained 
hv the action of sodamide on phenyiacelonitrile was left exposed 
to the air after the evaporation of the solvent ether, the material 
underwent vigorous auto -oxidation. From an examination of the 
products of this oxidation, the authors suggest that the constitution 
of this sodium derivative is best represented bv CHPhX'INXa. 

W. G. 

Stilbene-2 : 2 / -dicarboxylic Acid. Paul Ruggli and R. 
Eexest Meyer (Ilelv. Chim. Acta, 1922. 5, 28 — 39). — A number of 
derivatives of st.iibene-2 : 2'-diearboxyJic acid have been examined 
with the object of preparing tolane-2 : 2'-dicarboxylic acid; the 
great readiness with which these substances pass into compounds 
containing the lactone ring has prevented the fulfilment of the 
original purpose. 

KphthalyUactonic acid, CO<l^l>€H-CO-C 0 H 1 -CO 2 H (cf. 

Reissert, A., 1913, i, 622), is prepared by the reduction of phthalic 
anhydride by zinc dust in neutral, aqueous-alcoholic solution and 
is characterised by its conversion by 
C CH phenythydrazine in alcoholic solution 

/\/\ into 3-pkcnyl - 1 -pkthalidoph tkalazone (an- 
j I iv.pu 0 | | nexed formula), colourless, silky needles, 

\/\/ \/\/ m, p. 207°. It is reduced by zinc dust 

CO CO ill alkaline solution to hydrodiphthal- 
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lactonic acid, C0<£^^>CH-CH 3 *C 6 H 4 -C0 2 H, m. p. 198*5° [methyl 

ester, colourless needles, m. p. 115°, ethyl ester, m. p. 76°, amid? 
minute needles, m. p. 227 — 228°). Hydrodiphthalyl-lactonic acid i$ 
converted by potassium cyanide at 215 — 230° into stilbene-2 : 2'. 
dicarboxylic acid, (J0 2 H*C 6 H 4 *CH;CH-C 6 H 4 ‘C0 2 H, m. p. 263 — 26o 3 f 
when heated rapidly. 

[With P. Hubert.] — The chlorination of stilbene-2 : 2'-dicarb. 
oxylic acid suspended in chloroform does not proceed uniformly- 
in addition to considerable quantities of resinous matter, a suh. 

stance, possibly, C 0 <^^^i>CCl*CHCl*C 6 H 4 ‘C 02 H, m. p. 177°, ^ 

formed. Sodium stilbene-2 : 2'-carboxylate is very readily brom. 
inated in aqueous solution, but the primary dibromide lo^ 
sodium bromide immediately and passes into hydrodiphthaly], 

00< C > 0 H i>CH-CH<^i>00, m. p. 255-257° after softening 

at 240°. In the hope of avoiding ring closure, the behaviour of 
the esters of stilbene-2 : 2'-dicarboxylic acid towards halogens has 
been examined (the diethyl ester has m. p. 79 — 80°, the ethyl 
hydrogen ester, m. p. 138 — 139°, and the dimethyl ester, long, colour- 
less needles, m. p. 101 — 102°). The methyl ester combines very 
readily with chlorine, but, even at 0°, the primary product loses 
methyl chloride and passes into the methyl ester of chlorohydro- 

pkthalyl-Iadonic acid, CO<^i>CH<!HCl-C 6 H 4 -CO,Me, coarse, 

glassy crystals, m. p. 136*5 — 137 o°. In a similar manner, the 
ethyl ester gives ethyl chlorohydrophfhalyl-lactonate, colourless rods, 
m. p. 143°. The methyl ester is converted by a molecular propor- 
tion of potassium hydroxide in alcoholic solution into methyl benzyl 

C H J 

idenephthalide-o- car boxy late, CO<C_q _!^CiCH*C 6 H 4 ‘C0 2 Me, colour- 
less needles, m. p. 123*5 — 125° {dibromide, m. p. 221 — 222°), which 
is converted by an excess of potassium carbonate into deoxy- 
benzoin-2 : 2' -dicarboxylic acid (the latter may be similarly pre- 
pared directly from the chloro-ester). Ethyl stilbene-2 : 2'-dicarb- 
oxylate is converted by bromine in carbon tetrachloride solution 
into the dibromide , m. p. 162°, but the corresponding compound, 
m. p. 198° (deeomp.), from the methyl ester is obtained in better 
yield ; in the latter case, elimination of methyl bromide occurs to 
some extent with the formation of the methyl ester of bromohydro- 

diphthalyl-lactonic acid, CO<C^ ^^>CH , CHBr , C 6 H 4 *C0 2 Me ) m. p. 

133°. The latter loses hydrogen bromide when heated somewhat 
above its melting point and yields a compound , C 17 H 12 0 4 (probably 

methylhydrodiphthalyl, CO<C^^f^>CH*CMe<^^^>CO), which 

appears to pass under the influence of alkali into meikyldeoif 
benzoin-2 : 2 ' -dicarboxylic acid, m. p. 275 — 277°. 

Jhe behaviour of •the normal dibromides of the stilbene-2 : - • 
dicarboxylic esters towards alkalis and amines has been examined. 
With one, two, or four molecular proportions of alcoholic potash* 
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t [ ie ester groups are hydrolysed and potassium salts of brominated 
icids are produced which are protected against further action by 
their insolubility. Reaction proceeds most smoothly when an 
excess of potassium carbonate is used in boiling aqueous-alcoholic 
■olution and then leads to the formation of deoxy benzoin -2 : 2'- 
^{carboxylic acid which has m. p. 193° (decomp.) after softening 

180°, and, after resolidification, m. p. 222 — 245° (indefinite) 
after softening at 216°. (The acid is characterised further by its 
transformation into 3-phenyl- 1 -o-carboxybejizylpklhalazone, colour- 
less needles, m . p. 206°, and 3 -carbamido- l-o-ccirboxybenzylphthalazone , 
pale yellow needles, m. p. [indefinite] 232 s , to a red liquid.) With 
four molecular proportions of sodium ethoxide, the ester dibromides 
erh-e the sodium salts of a mixture of acids which can only be 
separated from one another with considerable difficulty, in part 
owing to the ease with which some of them pass into lactones; 
it was found possible, however, to isolate deoxy benzoin-2 : 2'- 
dicarboxylic acid and an acid, m. p. 2.50°, which gave analytical 
results in agreement with those required by tolane-2 : 2'-diearb- 
oxylic acid (the amount obtained was too small to permit further 
investigation). Pyridine causes the removal of bromine from 
sti!bene-2 : 2'-diearboxylie ester bromides with re-formation of the 
parent stilbene-2 : 2'-diearboxyIic esters ; triethylaminc has a 
similar effect at 170°. Since, according to Pfeiffer (A,, 1912, i, 
618), this behaviour is characteristic of the a-stilbenedibromides, 
and in the present instance it was not found possible to isolate 
the second isomerides, it appeared useless to study the bromides 
further, and the work was therefore continued with the diehlorides, 
attempts to avoid the undesired ring closure observed with the 
methyl and ethyl esters (see above) being made by suitable 
substitution in the carboxyl groups. 

Amyl stilbene-2 : 2'-dicarboxylate, colourless, matted needles, 
in. p. 60 — 62°, yields resinous substances when treated with chlorine ; 
amyl chloride is thereby eliminated. Phenyl stilbene-2 : 2'-dimrb- 
oxyMe. transparent prisms, m. p. 206°, does not give crystalline 
chloro-derivatives ; the corresponding dibrom ide , colourless granules, 
m. p. 222° (decomp.), is decomposed with difficulty by pyridine 
with regeneration of the parent ester. Stilbene-2 : 2 '-dkmboxyl 
chloride, pale y f elIow needles, m. p. 159°. is prepared from the acid 
and thionyl chloride; in spite of its relative stability towards 
water, it appears to have the symmetrical structure. When 
chlorinated in the presence of warm chloroform, it gives 7 : 7'- 
(UcMorostilbene-2 : 2' -dicarboxyl chloride , which is isolated in the 
form of the corresponding methyl ester, C w H M 0 4 CI a , colourless 
crystals, m. p. 183°; in cold solution, the methyl ester of chloro- 
liydrodiphthalyl-Iactonic acid is the main product of the change. 
SliIhene-2 : 2' -dicarboxyl chloride is transformed by ammonia into 
the di-amide, small, colourless crystals, m. p. 31 9°, by aniline into 
the di-anilide , m. p. 299 s , and a substance. C 16 H 9 0 2 C1, long, slender 
needles, m. p. 203°, by methvlaniline into the di-methylanilide, 

m - P- 175°, and a product, probably C 6 H 4 <5^Q^C'C 6 HyXMePb, 

^ P< 196°, and by p-biomomethylaniline into the di-p-bromo- 

vol. cxxii. i, n 
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methylanilide , C^H^O^NgBrg, a colourless, crystalline powder 
m. p. 200°; the latter substance gives additive products with a 
molecular proportion of benzene or ethyl alcohol, m. p. 167° and 
104°, respectively. Treatment of the nitrogenous compounds with 
chlorine gives resinous products. 

The action of phosphorus pcntachloride on deoxybenzoin-2 : 2'. 
dicar boxy lie acid and subsequent treatment of the initial product 
with methyl alcohol, leads to the isolation of methyl benzyliden e . 
phthaiide-o-carboxylate instead of the desired 7-chlorostilbene- 
2 : 2'-dicarboxyl chloride. 

4-Nitro-2-cyanotoluene, m. p. 105°, is condensed with benz. 
aldehyde to 4-nitro-2-c.yanostilbene, which is converted by bromine 
in carbon tetrachloride solution into i-nitro-2-cyarmtilbene di . 
bromide, colourless needles, m. p. 195 — 197°. The latter is trans- 
formed by pyridine or potassium carbonate into 4-nitro-2-cyano- 
stilbene, by sodium ethoxide into resinous products. II. W. 

Bile Salts. X. The Further Degradation of Deoxycholic 
Acid. Heinrich Wielaxd and Wilhelm Schulemburg (2 
physiol Chem 1921, 114, 167—191; cf. A., 1921, i, 112, 
178). — To prepare the ketotricarboxylic acids, ^23^340 7, pyro. 
choloidanic acid is dissolved in alkali hydroxide in the cold 
and after thirty minutes the solution is made acid to Congo red 
with hydrochloric acid. The precipitate contains a mixture of 
the two isomeridcs. The 3-acid is obtained by extracting the 
precipitate with ether and by further extracting the ethereal solu- 
tion with alkali and acidifying. The 3-acid crystallises as the 
hydrate, m. p. 110 — 115°. The anhydrous acid after crystallisa- 
tion has m. p. 180 — 185'’, and [ x] 1 /,’ —56*3° in alcohol. The same 
pyrocholoidanic acid is obtained from it as from the a-acid. Pro- 
sotannellic acid , 0 23 H 34 0 9 , is obtained by dissolving the a-keto- 
tricarboxylic acid in alkali hydroxide, oxidising with potassium 
permanganate, and precipitating with acid. The hydrated acid 
crystallises in spherical aggregates of lustrous needles, m. p. 220 , 
but on exposure in a vacuum it loses 3*45% of water and then 
has m. p. 180°, [a] 1 , 5 -|-75*o s in alcohol. Pyroprosolan neUic acid , 
0 22 H 3( |0 6 , prepared from prosolannellic acid by distillation hi a 
vacuum at 300° , crystallises in colourless prisms, m. p. 172°. The 
diketo-dicarboxylic acid, C 22 H 32 0 6 , was obtained from this pyro- 
acid by boiling in alcoholic solution with sodium ethoxide. The 
sodium salt crystallises in needles. The free acid crystallises in 
large, colourless plates, m. p. 173°. Sotannellic acid w as prepared 
both by the oxidation of prosolannellic acid and of the a-keto- 
tricarboxylic acid, C 23 H 34 0 7 , with fuming nitric acid; it crystallises 
in white rosettes of needles, m. p. 202 — 203° (decomp.), [a]i> 4 -f 3£>T 
in alcohol. Pyrosolannellic add , C 22 H 32 0 9 , prepared by heating 
solannellic acid at 270° in a vacuum, crystallises as whetstone- 
shaped crystals, m. p. 272°. Korsolannellic acid , C 2? H 32 0 12> 
obtained by oxidising the pyro-acid with fuming nitric acid, 
crystallises in lustrous needles, m. p. 228—229° (decomp.), [«S 
-f- 9‘9° in 1% alcohol. This acid is also obtained together with 
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another acid by oxidising pyrodeoxybilianic acid with fuming 
nitric acid. S. S. Z. 

Sulphite Liquor Lactone. S. V. IIintikka (Pampers- Trav&rii- 
och Indudritidskrifi for Finland , 1921, .No. 10, 150; Cellulose- 
chewie, 1921, 2, 87 — 88). — The author has repeated Holmberg s 
experiment (A., 1921, i, 25) using birch and aspen woods, but failed 
to obtain the crystalline lactone reported by Holmberg. It may 
be that this compound is characteristic of the sulphite waste liquor 
from pine wood. Chemical Abstracts. 

Cubebin. IV. Derivatives of Cubebinolide. EfisioMameli 
(Gazzetta, 1921, 51, ii, 353—374; of. A., 1908, i, 20; 1909, i, 503; 
1913, i } 47), When subjected to oxidation under various con- 
ditions, cubebin always yields a greater or less proportion of cubeb- 
inolide, together with other products. Thus, the action of light, 
mercuric acetate, hydrogen peroxide, silver oxide, dichromate 
arid sulphuric acid, permanganate, etc., on cubebin yields cubeb- 
inolide ; nitric acid and bromine yield respectively dinitro- and 
dibromo -cubebinolide, the central grouping undergoing no oxidation. 
Just as was observed with cubebin, cubebinic esters, and cubcbinol, 
the action of the more energetic oxidising agents, such as potass- 
ium permanganate, on cubebinolide or its derivatives results in 
complete combustion of the alicyclic grouping, with formation of 
piperonylio acid. 

These results show that the non-primary alcoholic group is the 
point most readily attacked in the cubebin molecule. The forma- 
tion of a y-laetone, like the property of yielding internal ethers 
with a pentagonal nucleus when treated with a dehydrating agent, 
represents one of the fundamental chemical characters of cubebin. 

The compound, m. p. 183— 184 s , obtained by the action of nitric 
acid on cubebinolide, is found to be a ' dinit roc ubebinolide, 
an(i t0 he identical with the compound erroneously 
described by Peinemann {A., 1896, i, 494) as dinitrocubcbin, 
1'he two nitro -groups pass one into each of the 
two piperonyiic nuclei existing in cubebin ; oxidation of dinitro- 
cubebinolide by means of potassium permanganate yields nitro- 

piperonylic acid, CH 2 <Q~f \c() 2 [V m ‘ P* 17 — 

In the formation of the two bromo -derivatives of cubebin de- 
scribed by Weidel (A., 1878, 80) and by Angeii and ilola (A., 1895, 
i, -4), respectively, two of the six oxygen atoms present in the 
cubebin molecule are displaced, so that the molecule undergoes 
transformation more profound than mere bromination, this being 
due to the dehydrating action of the hydrobromic acid evolved 
curing the reaction. Treatment of cubebin with bromine in acetic 
acid solution containing finely divided calcium carbonate yields : 
U) A compound, in. p. 177—178°, which contains two bromine 
atoms m the molecule, exhibits no lactonie* properties, and is to 
oe investigated later, and (2) the compound, C 20 H li; O 6 Br ? , m. p. 

U 2 



i. 348 


abstracts op chemical papers. 


137°, which was obtained previously by the action of bromine on 
cubebinolide in alcoholic solution and may be regarded as the 
dibromo- derivative of cubebinolide or as the lactone of dibromo- 
hydroxycubebinic acid. 

Cubebinolide forms monoclinic crystals, m. p. bd— b 4 [Viola 
and Ferrari : a : b : c -0*20367 : 1 : 0*19998 ; p=109° 4']. Ckm- 
centrated sulphuric acid colours cubebinolide reddish-violet or 
black and becomes green or greenish -red; if water is added, the 
acid is completely decolorised, whilst the solid remains dark violet. 

Dinitrocubebinolide , C 20 H 16 O 6 (NO a ) 2 , crystallises in microscopic, 
canary-yellow, acicular prisms, m. p. 183 — 184°, and with con- 
centrated sulphuric acid gives a deep orange-yellow solution which 
slowly turns yellow and, on dilution with water, gradually becomes 
decolorised and deposits a straw-yellow precipitate. In chloroform 
solution it is unaffected by bromine. 

With concentrated sulphuric acid, dibromocubebinolide gives a 
reddish-yellow coloration, which changes immediately to violet- 
brown and then to dirty green, addition of water causing gradual 
decolorisation of the solution and deposition of a dirty green 


precipitate. 

The amide of hydrorycubebinic acid , (v 20 H 21 U 6 JN, forms stellate 
aggregates of white, acicular crystals, m. p. 129—130°, decomposing 
at 165°, and exhibits chemical behaviour analogous to that of 
the amide of d tbromohyd roxyc ubebinic acid , C 20 H 19 O 6 NBr 2 , which 
crystallises in tufts or fan-shaped aggregates of silky, white needles, 
m. p. 164—167°, and decomposes at 170°^ with benzene, it forms 
an additive compound, 6 C 20 H 19 0 6 A Br 2 , -r 5C$H 6 . T. H. P. 


Reactivity of the Nitrobenzaldehydes. Gustav Heller, 
Hilde Lauth, and Arnold Buchwaldt (Ber., 1922, 55, [B} t 

483 489) — o-Nitrobenzaldehyde condenses readily with pyruvic 

acid in the presence of hydrogen chloride to give o-nitrociimamoyl- 
fonnic acid, but similar" compounds cannot be obtained from Al- 
and p-nitrobenzaldehyde. A review of the literature does not 
indicate any great difference between the reactivities of the three 
compounds,' and this view is confirmed by a series of experiments 
now recorded. The peculiar action of the o-nitroaldehyde towards 
pyruvic acid is attributed to the intimate relationship of the nitio 
group to the ortho-side chain which cannot be easily expressed by 


a formula. . , 

The action of sodium hydroxide on a solution of p-mtrooenz- 
aldehyde and propaldehyde in alcohol gives p-mtro-x-mdhyt- 
cinmmaldekijdc, pale yellow needles, m. p. 112—113 ; the corre- 
sponding in - ro- compound has m. p. 83°. o-A itroslyryl dicfdoro- 

nif'thd ketone (from o-nitrobenzaldehydo and aa-dichloroacetoiie) 
crystallises in colourless prisms, m. p. 106-107° ; the correspondmg 
p- and rn-ni/ro- compounds have m. p. 125° and 116— 11/ > res l’ . 
tively. Ethyl a-p- a itrobenzylukneacdoacda te (from an aconou 
solution of the components in the presence of piperidine) lonn* 
colourless needles, iifc p. 164°, whereas the corresponding ort 
derivative could not be caused to crystallise, o-ft tlro-a-me J 



ORGANIC CHEMISTRY, 


i. 349 


styryl methyl ketme, N0 2 *C 5 H 4 *CH!CMe*C0Me, clusters of pale 
yellow needles, m. p. 62 — 63°, is obtained from o-nitrobenzaldehyde 
and methyl ethyl ketone. It is reduced by zinc dust and con- 
centrated hydrochloric acid in ice-cold alcoholic solution to o -amino- 
a - rnethylstyryl methyl ketone, m. p., anhydrous, 124° (rlecomp.), 
hydrated, m. p. 82° ( benzoyl derivative, long needles, m. p. 86°); 
if reduction is effected without cooling, 2 : 3-dimothylquinoline, 
m. p. 68°, is produced. It is remarkable that ring closure of the 
isolated amino-compound cannot be effected by warming with 
water or acids, o - N itro - ot-methylstyryl methyl ketone , slender, pale 
vcllow needles, m. p. 95 — 96° (corresponding a mi no -com pound, 
pale yellow prisms, m. p. 120°), and m-niiro-rt-methylslyryl methyl 
ketone, ni. p. 78°, are also described. H. W. 

preparation of Phenylacetaldehyde. Shintaro Kodama 
{Jap. Pat. 37212). — One part of phenylalanine is dissolved in excess 
0 f pj — 25% sulphuric acid and about 0*5 part of 25 — 30% sodium 
nitrite is gradually added at the ordinary temperature; part of 
the a-hydroxy-p-phenylpropionic acid formed crystallises, the 
remainder being separated in 90% yield as the calcium salt by 
boiling with calcium carbonate and adding calcium chloride solu- 
tion. When heated at- 120 140° for two to three hours, a-hydroxy- 
^•phenylpropionic acid is converted into its anhydride, and in a 
vacuum at 250 — 300° it produces phenylacetaldehyde in 60% yield. 
The latter substance is isolated as the compound with sodium 
hydrogen sulphite. Cinnamic acid is produced as a by-product in 
the second treatment. Chemical Abstracts. 

Reduction of Substituted Salicylic Acids. Hugo Weil 
and Karl Brimmer {Ber., 1922, 55, [2?], 301 — 305). — Sulpho- 
salicylic acid is reduced by sodium amalgam in the presence of 
boric acid to sulphosalieylaldehyde in good yield if the latter is 
protected by a suitable mixture of sulphite and hydrogen sulphite. 
The aldehyde is precipitated by the addition of aniline, and the 
compound thus produced is decomposed by steam in alkaline 
solution, whereby sodium salicylaldehydesulphonate, 
C 7 H 5 0 2 *S0 3 Na,l 5H 2 0, 

is obtained. Sulphosalieylaldehyde condenses with dimethyl- 
aniline in the presence of concentrated sulphuric acid, and the 
product is converted by sodium hydroxide into the sodium salt, 
C^H^OXj-SOjNajSITjjO, silvery leaflets, which is oxidised to a 
bluish-green dye. Disulphosalievlic acid is reduced similarly to 
imlphosalicylaldehyde, the potassium ( ! 2H 2 0) and barium 
(r- 5H 2 0) salts of which are described. Potassium salicyl- 
aldehydedisulphonate is converted by a small amount of p-toluidine 
into the salt, C 14 H ll 0 N(S 03 K) 2 ,H 2 0 , whereas the disulphoaldehvde 
yields the corresponding p -toluidine salt, 

C 14 H 11 0N(S0 3 H,C 7 H 7 -NH 2 ) 2 , 

with a relatively larger amount of the base, ‘The aldehyde gives 
a phenylhydrazone which was isolated in the form of its barium 
salt, C 13 H 10 ON 2 (SO 3 ) 2 Ba. 
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2-HydroxybenzeneA : 3 -dialdehyde, long, colourless, hairdik e 
crystals, is obtained by the reduction of o-aldehydosalicylic acid' 
the corresponding pkenylhydrazom, C 2 qH 18 ON 4 , forms yellow 
crystals. 4 - H ydroxybe, nzene - 1 : 2 -dialdehyde, slender, yellow needles 
is prepared similarly from p - aldehy dosalicy lie acid; the corre- 
sponding phenylkydrazom is a yellow, crystalline precipitate. The 
aldehyde condenses with dimethylaniline in the presence of con- 
centrated sulphuric acid at 110° to form the substance, C 40 H 46 OX 
which is oxidised by lead peroxide to a blue dye. H. W. 

Some Derivatives of Suberone. Marcel Godchot and 
Pierre Brux ( Compt . rend., 1922, 174, 618 — 620). — Suberone 
condenses with itself under the influence of calcium hydride (rf. 
A., 1919, i, 447) to give cycloA e pt tjl idenecyclofieptanona, 

c 7 h 12 :c 7 h 10 o, 

b. p. 143 — 145*/8 mm.; a u 0*9936; n’,1 1*5144. When reduced 
by sodium in absolute alcohol, this ketone gives cycloA&pfyJeyclo- 
heptanol, C 7 H ia *C 7 H 12 , OH, b. p. 158 — 161 c /20 mm.; (f 13 0 9908; 
n l iy 1'5133, which gives an allophanic ester, Ci 4 H 25 0*C0*NH*C0*NH. 1( 
m. p. 183°. 

When brominated in solution in carbon tetrachloride, suberone 
yields ( ?)2 : 7 -dibromosuberone f m. p. 68°, which possesses intense 
sternutatory and blistering properties. With dilute sodium hydr- 
oxide in the cold, it gives a compound , obtained as a syrup, which 
is probably a d i by drox y n/dohept a none . W. G. 

Syntheses by means of Sodamide. XI. Substitution 
Derivatives of Benzoylcycfopropane. Albix Haller and 
EugAxe Bexoist (Ann. Chirn., 1922, [ix], 17, 25 — 37).— Ethyl 
benzovlacetate condenses with ethylene bromide in the presence of 
sodium ethoxide to give ethyl l-benzoyln/ctopropane-l-carboxylati 1 
(cf. Perkin, T., 1883, 47. 840), giving an oxime, m. p. 152°. The ester 
on saponification gives the free acid, which on heating at 130 s is 
decomposed, giving benzovln/ftopropane. A bcttc;r yield of this 
compound is obtained by the action of cydopropanecarboxyl 
chloride on benzene in the presence of aluminium chloride. Benzovl- 
rydopropane is decomposed by sodamide in moist benzene, giving 
cyclopropane and benzamide, l)ut in dry benzene, in the presence 
of this condensing agent, it reacts with alkyl haloids, giving alkyl- 
benzoyl cyclop ro pa nes . In this way, the authors have prepared 
1 -benzoyl - 1 - metkyhyc] op ro pa n e , b. p. 127 — 128°/18 mm.; cf 25 1 038; 
ri* 1*53650; nf t 1-54171 ; giving an oxime, m, p. 115° (decomp.), and 
a p-nit rophe nylhyd rnzon e , m. p. 112° ; \ -benzoyl A -allylayclopropatic, 
b. p. 136 — 137 0 /16 mm.; and l-benzoylbenzyleyalopropanc, m. p- 
33'5°; dr' 10795; nf 1-57229; nf, 1*57782; nf 1 -59231; K 
1-90469. With sodamide in moist benzene, these three compounds 
behave differently. The methyl derivative gives benzamide and 
raethylcydopropiinc, the ally! derivative is undecomposed, and the 
benzyl derivative gores 1 -be nzytcyc \vtpropa ?ie- 1 - carboxybimide , m. p 
84°, from which the free acid, m. p. 103°, is obtained on hydrolysis. 
On oxidation, benzoylbenzylcydopropane gives a compound. 
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0 rH 14 0 2 > m • P- 86 — 87°, on which molecular weight determinations 
do not give results corresponding with dibenzoylcycZopropane. 

The following physical constants are recorded : Benzoylcycto- 
propane, d* 10453; < 5 1*53798; »5 1*54335; nf 1*55701 »* 
15699^ ; ethyl 1-benzoylcycZopropanecarboxylate, d 25 1*1355; nj 
1-52899; nf? i 53525 ; «| 1*54862; ri* 1*55674. W. G. 

The Synthesis of p-Keto-bases from Acetophenone, Form- 
aldehyde, and Amine Salts. C. Mannich and G. Heilner 
(Ber.t 1922, 55, [B], 356 — 365). — The synthesis, previously applied 
to aliphatic ketones (A., 1917, i, 634) and to cydo hexanone (A., 
1920, i, 850), has now been extended to acetophenone as a typical 
fatty- aromatic ketone. 

^-Bimethylawiinopropiophcnone hydrochloride , leaflets or needles, 
m p. 156°, is readily obtained when equivalent quantities of aceto- 
phenone, paraformaldehyde, and dimctbylamine hydrochloride are 
heated to boiling in concentrated alcoholic solution : COMePh-j- 
CH 2 04 NHMe 2 ,HCl C0Ph-CH 2 *CH 2 -XMe 2 ,HCl+H 2 0. The cor- 
responding base is a colourless liquid, b. p. 110 — 112°/11 mm. (oxime, 
plates, m. p. 108°). It is oxidised by potassium permanganate to 
benzoic acid, carbon dioxide, and dimethvlamine. It is very 
readily hydrolysed (by treating the hydrochloride with steam) to 
dimetliylamine and phenyl vinyl ketone. Reduction leads to the 
formation of different substances according to the experimental 
conditions. Hydrogenation of the hydrochloride with palladium 
and hydrogen generally gives ci.-phenyl-y-dimethylaminopropane-'x-ol 
hydrochloride , 0II*CHPlrCH 2 *0H 2 *Xile 2 ,H01, leaflets, m. p. 135 — 
136° (the corresponding free base is a liquid; the hydrochloride of 
the benzoate has m. p. 170°), but, on one occasion, proceeded to 
the production of y-dimethylainino-n-propylbenzene. Treatment 
of u)-dimethyiarainopropiophenone with activated aluminium in 
ethereal solution only gives the corresponding secondary alcohol 
in minor amount, the main product being a mixture of a (-bis- 
d i mdhylami no-yh-dipheni/l hem n e - y^diols , 

‘ NMe 2 *CII 2 *CH*CPh(OH)*CPh(()H)-CH 2 -CH 2 *XMe 2 , 

[x-form, m. p. 146°, {S- variety, m. p. (indefinite) 107°, after softening 
at about 100°]. 

The action of methylaniine hydrochloride on formaldehyde and 
acetophenone leads to the production of -bisphenacyl methyl- 

mdkylamine, (COPlrCH 2 *CH 2 ) 2 NMc, and w methyhrn i nopropiophen- 
om, COPh*CH 2 , CH 2 , XHMe. The former, w*hich is formed in larger 
quantity, crystallises in small rods or needles, m. p. 142°, and 
yields a hydrochloride , needles grouped in rosettes, m. p. 162°. 
The latter is a very unstable liquid, which is most conveniently 
obtained by the action of a current of steam on the hydrochloride 
of the tertiary base; its hydrochloride crystallises in leaflets, m. p. 
139—141°. The reduction of xx'-bisphonaeylomcthylrocthylamine 
by activated aluminium in the presence of moist ether does not 
proceed uniformly; it w : as found possible with some difficulty to 
isolate two crystalline substances [leaflets, m. p. 205°, and slender 
needles, m, p. (indefinite) 180°, after softening at about 170"] la 
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which, on the results of analysis, the formula 

assigned. Probably they represent the racemic and meso-form& 

* r . /CH 2 -CH 2 -CPh-OH 

of the cychc pinacone, NMe< ^ CH , CH .^ph-OH' H. W. 

Glyoximes and Peroxides. D. Bigiavi ( Gazzetta , 1921, 51. 
ii, 324 — 329).— Angeli, Alessandri, and Aiazzi-Mancini (A., 1911 s 
[* 544) found that the action of magnesium phenyl bromide on the 
peroxide of piperylmethylglyoxime yields piperonylonitrile and 
acetophenone, the latter probably resulting from decomposition 
of a nitronic acid. The author has now extended this reaction 
to other peroxides and investigated the conditions in which nitriles 
yield ketones when treated with magnesium alkyl derivatives. 

The action of magnesium phenyl bromide on benzonitrile in 
ethereal solution yields an appreciable proportion of benzophenone, 
and piperonylonitrile, under similar conditions, gives a compound 
which melts indistinctly at about 50°, but could not be identified 
with phenyl piperonyl ketone. 

The interaction of magnesium methyl iodide and piperylmethyl- 
glyoxime peroxide in benzene solution gives piperonylonitrile and 
acetopiperone, CH 2 :0 2 :0 6 H 3 Ac, the latter being undoubtedly 
formed by further action of the magnesium derivative on the 
nitrile. The action of magnesium phenyl bromide on anisylmethyl* 
glyoxime peroxide in benzene solution yields anisomtrile and, by 
treatment of the aqueous liquid with dilute sulphuric acid, a green 
oil which is probably the nitroso-alcohol derived from the isomeric 
nitronic acid, CPhMeTNOOH -> NOCPhMe-OH; this nitroso- 
alcohol decomposes rapidly, giving a brown oil, consisting principally 
of acetophenone. 

Closely related to the structure of the peroxides is that of the 
dioximes obtained when the former are reduced by means of zinc 
and the calculated proportion of acetic acid. Beckmann and 
Koster's conclusion that such dioximes are amphi - dioximes (A., 


1893, i, 474), ^*ii m'"’ , is of doubtful accuracy, since in the 

reaction on which it is based phosphorus pentachloride is used, 
and preference may be given to the ay/i-dioxime structure corre- 
sponding with Koreff’s formula for the peroxides, jj (A., 


1886, 363). These dioximes exhibit, indeed, properties distin- 
guishing them from their isomerides : they have lower melting 
points and are unstable, undergoing isomerisation when heated; 
when their diacetyl derivatives are hydrolysed and, in some cases, 
when the dioximes themselves are heated, furazans arc formed 


more readily than from the isomeric dioximes. 

Extension of Tschugaev’s experiments (A., 1908, i, 554) shows 
that syn - glyoximes with both radicles aliphatic form complex 
nickel compounds, whereas those with one or two aromatic radicles 
do not form such compounds. Dimethylglyoxime, obtained by 
reduction pf the peroxide, forms the red nickel complex salt . . v 
the two piperylmethylgly oximes, the y-compound, m. p- 1°^ » 
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formed on reduction of the peroxide, forms no complex, but the 
R.dioxime, m. p. 209° , prepared by heating the y-isomeride at 160°, 
forms a dark red nickel complex, C O0 H 18 O 8 N 4 Ni. Of the four dioximes 
of camphor (Forster, T. } 1903, 83. 519), only the a-isomeride, m. p. 
199°, obtained by reduction of the peroxide, forms a nickel complex, 
C H^OflNgNig; this result is in agreement with the conclusions 
J?en above, since in the camphordioximes the two aliphatic radicles 
united to the group -C(NOH)!C(NOH)- are joined to form a ring. 

Benzoylglyoxime peroxide gives the same dioxime when reduced 
by means of zinc and the calculated amount of acetic acid as by 
reduction with platinum black and hydrogen, and the same is 
the case with camphordioxime peroxide. T. H. P. 

Crystallography of Derivatives of Benzophenone. F. M. 

Jaeger (Z. Kryst. Min., 1921, 56, 46 — 61 ; from Chem. Zentr., 1921, 
iii 1 159 — 1 160). — Crystallographic descriptions are given of a 
number of derivatives of benzophenone. Benzophenone, m. p. 36° 
and 48*5°; rhombic bipyramidal (a : b : c=0*8511 : 1 : 0-6644). 
2 -Xitrobenzophenone, m. p. 105° ; monoclinic prismatic (a : b : c— 
0*8961 : 1 : 0-4706, (3 =87° 42*5'). 2-Chlorobenzophenone, lustrous, 
colourless needles, m. p. 45-5°; monoclinic prismatic (a : b : c= 
0*4985 : 1 : 0-4706, $ = 83° 8'). 2-Iodobenzophenone, colourless 
crystals, m. p. 32°; triclinic pinacoidal (a : b : c— 1*0966 : 1 : 1-4193, 
x — 98° 57', (3 — 83° 22-5', y = 93° 9'). 2 : 4-Dibromobenzophenone, 
colourless plates, m. p. 55° ; rhombic bipyramidal (a : b : 
0-7168 : 1 : 0*2945). 2 : 4'-Dibromobenzophenone, prisms and tab- 
lets, in. p. 62°; monoclinic prismatic (a: b: c— 1*0962 : 1 : 0-5951, 
3 — 68° 25-5'). 2-Bromobenzophenone, m. p. 42°; monoclinic 
prismatic (a : 6 : c = 0-5045 : 1 : 0-9322, (3 - 83° 24-5'). 2 : 4'-Di- 
chlorobenzophenone, m. p. 66°; ‘monoclinic prismatic (a : b : c— 

0- 5139 : 1 : 0-4654, (3 = 81° 21'). 2:4:6 - Trichlorobenzophenone, 
in. p. 102°; triclinic pinacoidal (a : 6 : c— 1-3908 : 1 : 1-1537, 
z = 120° 41', (3 — 110° 27-5', y--77° 20'). 2:4: 6-Tribromobenzo- 
phenone, m. p. 147° ; triclinic pinacoidal (a : 6 : c— 1-3939 : 1 : 1*1065, 
a = 120° 59-5', (3 = 108° 44', y — 75° 20'). 2-Chloro-4'-nitrobenzo- 
pbenone, yellow tablets from benzene, thick plates or prisms from 
ethyl acetate, m. p. 107*5° ; rhombic bipyramidal (a : b : c— 
2*68o7 : 1 : 1-7153). 2- Chloro- 4' -amino benzophenone, yellow crys- 
tals, m. p. 112°; monoclinic prismatic (o : 6 : c=0*5141 : 1 : 0-4824, 
[5-81° 5'). 4-Chloro-3-nitrobenzophenone, short, light yellow 
prisms, m. p. 105° ; rhombic bipyramidal (« : b : c —0-9363 : 1 : 0-5740). 
4-Chloro-4'-nitrobenzophenone, light yellow, flat needles, m. p. 
100-8°; triclinic pinacoidal (a : b ; c— 1*166 : 1 : 0-995, a = 119° 27', 
£ = 122° 36', y — 89° 40'). 4-Bromo-3*nitrobenzophenone, light 
yellow, flat needles or prisms, m. p. 113°; rhombic bipyramidal 
(a : 6 : c= 1-5453 : 1 : 0*3847). 4-Bromo-3-aminobenzophenone, light 
yellow tablets, m. p. 85°; monoclinic prismatic (a : 6 : c— 

1- 9883 : 1 : 1-1745, [3 — 86° 58'). 4 : 4'-Dibromo-3-nitrobenzophen- 

wie, yellow needles, m. p. 119-5°; monoclinic sphenoidic ( ?) 
(a : 6 : c =>2-6352 : 1 : 4-4498, 89° 10-75' j. 4-Bromo-3 : 4'-dinitro- 

benzophenone, long, light yellow needles, m. p. 139-5°; rhombic 
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bipyramidal {a : 6 : c= 1*6350 : 1 : 1-288). 4-Methylbenzophenone, 

monoclinic prismatic {a : b : c — 1-0117 : 1 : 04118, p— 84°46'); a 
second form is rkombohedral and hemimorphic (a : c==l : 1-2254). 
3 : 4'-Dimethylbenzophenone, m. p. 82° ; monoclinic prismatic 

(a : b : c= 1-0409 : 1 : 0-4154, p=88° 15'). 2 : 5-Dimethylbenzophen- 
one, m. p. 36°; rhombic bipyramidal [a : 6 : c—0-8371 : 1 : 0-4048). 
2:4: 6-Trimethylbenzophcnone, m. p. 35° ; rhombic bisphenoidic 
(a : 6 : c=0-7682 : 1 : 0-2243). 2-Bromo-4-ethoxy benzophcnone, prisms, 
m. p. 79-5°; rhombic bipyramidal (a: b : c— 0-6907 : 1 : 0-6915). 

G. W, R. 

Hydroxynaphthaquinone. IV. New Derivatives of 2 : 3 : 8- 
Tr ibr omo - 5 - hydroxy -1:4- naphthaquinone . Alvix 

Wheeler and T. M. Andrews ( J . Amer. Chem. Soc ., 1921, 43, 
2582—2587; cf. A., 1919, i, 490).— Further evidence is given of 
the marked reactivity of the bromine atom in position 8 in 2 : 3 : 8. 
tribromo-5-hydroxy-l : 4-napkthaquinone. It can be replaced by 
chlorine or by hydroxyl, phcnylamino-, o-tolylamino-, p-tolyl* 
amino-, or p-bromophenylamino-groups. If the bromine atom in 
position 8 is first replaced by a hydroxyl group and the product 
then reduced by zinc dust in acid solution, a dibromotetrahydroxy* 
naphthalene is obtained, but if zinc dust in alkaline solution is 
used, a tetrahydroxynaphthalene is obtained. Reduction of the 
original tribronionaphthacjuinonc with zinc dust in acid solution 
gives a tribromotrihydroxynaphthalenc. The sodium salt of 
2:3: 8-tribromo-5-hydroxy-l : 4-naphthaquinone gives ethers when 
boiled with alkyl haloids. 

The following new compounds are described : 

1:4:5: 8 - Telrahydrox y naphthalene, m. p. 224°. 2 : 3-Dibromo- 
1:4:5: 8 -tetrahydroxynaphthalene, C 10 H 2 Br 2 (OH) 4 , nn p. 164— - 
166°, giving a tetra-acetyl derivative, m. p. 149 — 150°. 2 : 3 -Di- 
bromoS-hydroxy-o-acetoxy-l : 4- naphthoquinone, in. p 197°. 2:3:8* 
TribromoA : 4 : o-trihydroxyruipJUhaleiie , m. p. 106—107°, giving a 
triaedyl derivative, m. p. 219—220°; and with water a compound, 
m. p. 168°. 2 : 3-Dibwmo-S-hydroxy-5-methoxyA : ^-naphthaquinone, 

m. p. 209—2105 and 2 : S-dibromo-S-hydroxy-S-etiwxy-l : 4-naphtha- 
quinone , m. p. 134 — 136°, giving a sodium salt, which dyes silk a 
champagne colour. S-CMoro-2 ; S-dibroino-o-acetoxyA : ^-naphtha- 
quitione , m. p. 159-5 — 160°. 

By boiling tribromojuglone in alcoholic solution with certain 
aromatic bases, the following aryiamino-derivatives were obtained : 
2 : 3 - D ibr omo - 5 - hydvox yS-auilinoA : 4 -naphthoquinone, m. p. 234-5— 
235-5°; 2 : 'S-dibromo-o-hydroxy-S-o-toluidinoA : 4 - naphthaquinone, 

m. p. 187-5—189°; 2 : Z-dibromo-o-hydroxy-S^-toluidiMAA' 

naphthaquinone, m. p. 216 — 217°; 2 : 3-dibromo-5-hydT0xy-$- 1 p' 

bromoanilinoA ^-naphthaquinone, m. p. 254 — 256°. With p-nitro* 
aniline a compound , m. p. 159*5 — 160°, containing a high percentage 
of bromine was obtained. 

Production of Hydroxy-derivatives of Anthraquinone. 
Arthtjr Hugh DaVies and Scottish Dyes, Ltd. (Brit. Pat- 
174101). — Dihydroxy anthraquinones are obtained by heating m 
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an autoclave monochloroanthraquinones and solutions of alkali 
hydroxides in presence of oxidising agents such as chlorates or 
nitrates, ior example, alizarin is obtained by heating a mixture 
of 78 parts of 2-chloroanthraquinone, 275 parts of sodium hydroxide, 
11*3 parts of sodium chlorate, and 850 parts of water for twenty- 
four hours at 170°. The reaction mixture is diluted with 2000 
parts of water, boiled, filtered, and the residue again extracted 
with boiling sodium hydroxide solution. From the combined 
filtrates, the alizarin is precipitated by the addition of hydrochloric 
acid. G. F. M. 

Alizarin-iron Lakes. Arthur W. Bull and J. R. Adams 
(J. Physical Chem 1921, 25, 660 — 664),- The adsorption isotherm 
of iV/ 10-sodium ^hydroxide by hydrated ferric oxide has been 
determined at 22°. The adsorption of sodium alizarin by hydrated 
ferric oxide suspensions was also determined at the same tempera- 
ture and the amount of sodium hydroxide set free ascertained; this 
quantity was found to be small in all cases. The influence of 
alizarin on the adsorption of sodium hydroxide by ferric hydroxide 
is also found to be very small. The experimental data "indicate 
that the iron-alizarin lake described by Biltz (A., 1906, ii, 78) is 
not a true chemical compound ferric alizaratc, but an adsorption 
complex of ferric hydroxide and sodium alizarin. J. F. S. 

Arylaminoanthraquinone Derivatives. A. LCttringijaus 
and L. Kifflaender {U.S. Pat. 1394851). — The preparation is 
effected by treating an aminoanihraquinonc compound containing 
one or more amino-groups (substituted or unsubstituted) with 
metal arylamides in the presence of primary amino-compounds 
such as aniline. For example, l-amino-4-anilino-2-methylanthra- 
quinone is obtained when magnesium shavings are boiled with 
aniline and sodamide, and the magnesium anilide caused to react 
with l-amino-2-methylanthraquinone, the product being extracted 
with acetone and recrystallised from glacial acetic acid. " Variations 
of the process are described by means of which the following may 
be prepared : l-amino-4-anilino-2-methylanthraquinone (violet- 
black prisms, m. p. 244°), ( ?) l-amino-4-anilinoanthraquinone 
(ra, p. 232), l-amino-4-p-toluidi uo-2- met hvlanthraquinone, di- 
ainiinoanthraq uinone (dark violet crystals, m. p. 152°). The last- 
named compound, when oxidised with air in aniline solution at 90° 
containing some sodium or potassium hydroxide, yields anthra- 
quinonedihydro- A -pheuylphenazinc , in. p. 233\ 

Similar reactions may be applied to the aminochloroanthra 
* umones - Chemical Abstracts. 


A New Class of Coloured Reduction Products of 1-Benzoyl- 
* ra <Iuinones or of 2 : 3-Phthaloylbenzophenones. Alfred 

m tTZT D \ {Bcr P 19 ~’ 55 ^ <*■ A.. 1915, i, 566, 696 ; 

i, 408).— A reply to Scholl (A., 1921, i, 872). H. \Y. 

and AnHino-phenanthraquinone^. Kurt Brass and 

<*'•’ mi ’ 55. m M1-55B). Vat dyes cannot 
P pared by interaction of phenanthraquinone with p-diamines 
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: n sa me wav as from a-naphthaquinone (Pummerer and Brass, 
mSTaaTf Brass and Papp, AT, 1920, i, 39? i ; Brass, A., 1912, 
i 1874) or anthraquinone (D.R.-P. 230409, 243489). Instead, 
valueless, dark coloured products of high melting point are obtained. 
After attempts to prepare 2-anilinophenaidhraqatnone, t, 20 ii 13 ( ) 2 .\. 
a black powder, by interaction of 2-bromophenanthraquinone with 
aniline, or acetanilide, or derivatives, had failed, this compound 
was obtained by heating 2 -aminophcnanthraqumone (best obtained 
from the liitro-derivative by means of sodium hyposulphite or 
sodium hydrogen sulphide) with bromobenzenc and pyndinc at 
160 — 170° in presence of copper. From ^XyUmwwhemrahm. 
auimnt C,,H 11 0,N, reddish-violet needles, m. p. 324 (decomp.), 
ethyl bromide and pyridine at 180°, Udhylaminophenanthraqum- 
one, C 15 H 13 0 2 N, crystallising in violet-black nodules is ob- 
tained. 2-Acetvhmiru)-V : IQ-phenanthraqumyl duuztate, Uo“iA«. 
needles m p 228°, results from the acetylating reduction of 
2-aminophenanth raquinone . i.op-Dinilroanilinophenurdhraqm^me, 
r H ON m p 280°, from chloro-2 : 4-dimtrobcnzene, is easily 
eonvertecl into 2 -op -dinilroanilinodiphenyleneg lycdUc acid a brown, 
amorphous powder [lead salt (C 20 H, 2 O 7 Nj) 2 Pbi. Similar y, --oo p- 
trimlTOaniUnophenanlhraquinone, CjjHjoOjNi. minute reddish-brown 
nlntes m d 304—305°, furnishes 2 -oo’p-tnntroamhnodiphenylm. 
ijlycollic acid. [lead salt (C’^HjiOjNAjPb]. 4-Amino- 

phenanthraquinone is best prepared from the mtro-derivative by 
means of sodium hydrogen sulphide. 2-Bromo-9 . 10-phenan 
thraquinyl dibenzoate (D.R.-P. 151981) is best prepared by 
benzoylation of a solution of the 2 -bromophenanthraqmiione in 
sodium hyposulphite solution in presence of hydrogen, and doesmit 
react with aniline. 

Syntheses by means of Sodamide. X. The p-Amino- 
benzyiidene- and p-Aminobenzyl-camphors and some of their 
Derivatives. AutiN Haller and Paul Boudin (Ann. C/m, 

1 ( )°2 rixl 17 5 25). — Depoly me rised p-ami nobenzaldehyue con* 

dcrises with d-camphor in the presence of sodamide, giving ; d-|'- 
a mi nobe ikijI ideneai mphor, m. p. 133°; r*]o + 7 4o (in alcmhol), ^ 
"ives an alelul derivative, m. p. 208° ; l«| D +427° ; a hydro? htmdc, 
m p. 184“ (decomp.), a hydrobromide, m. p. 208 (decompd, an ■ 
sulphate. When ( he sulphate is treated with potassium mtnte and 
sulphuric acid in alcoholic solution, it yields benzylidenecamphor, 
but in aqueous solution the product is p-hydroxy lenzy 

phor m. p. 207°. When p-aminohenzylidenecamphor is diazoteol 

and the product submitted to the Sandmeyer re^tion p- M- 
bemylidcLamphor,m. p. 109° ; Nd +385° ; p-bromohenzy dene .u 
nhnr m. n. 134°, or u-cmnoberizylidencaimphor, m. p. lb- , ■ 

251716 mm. (decomp.) ; [>] D +425°, are obtained. If t e ’ 1 ^" 1 “ j; 
salt is coupled with p-naphthol, 
idenecamphor, m. p. 220°, is the product, 

m p 82°; [»]„ +^14°, is obtained hv reducing the benzylule 

compound in alcoholic solution with sodium 

following compounds derived from it are described. P*A«V 
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m inobenzykamphor , m. p. 172°; [«] D -|- 176° ; benzylcamphor, 
m. p- 5 2 0 ; p-hydroxybenzylcamphor, m. p. 184°; [a) D +400°; 
p .chlorobenzylcamphor, m. p. 73°; [a] D 92‘9°; p-bromobenzykamphor , 
m. p. 90°; [a]i> +S7*9°; p-cyanobenzylcamphor f m. p. 145°; [a] D 
-j-334*o°, and $-hydroxynaphthalene~ 1 •azo-p-benzylcamphor, m. p. 
129°. W. G. 

Biogenesis of Oil of Peppermint. R. E. Kremers (J. Hiol. 
Chan 1922, 50, 31—34). — An investigation of the eohobated oils 
of American and Japanese peppermints showed that the latter 
consisted almost wholly of pulegone, whilst the former contained 
menthone and menthol as main constituents, and, in addition, 
l-methylcycfohexan-3-one. Acetone was present in the eohobated 
aqueous distillate. 

Schemes for the possible biogenesis of the main constituents 
of the oils of peppermint {Mentha piperita) and spearmint {Mentha 
spicafa) are outlined. E. S. 

Oil of Satureja montana of Italian Origin. P. Leone and 
E. Angelescu ( GazzeUa , 1921, 51, ii, 386 — 390). — This oil contains 
28% of carvacrol, 1'58% of esters, 10% of alcohols which have 
not been identified, 27% of eymene, and 14% of dipentene (cf. 
J. Soc . Chem. Ind 1922, 269a). T. H. P. 

Oil of Thymus vulgaris of Italian Origin. P. Leone and 
E. Angelescu (i GazzeUa , 1921, 51, ii, 391-395).— This oil contains 
38% of phenols consisting almost solely of thymol, 19% of free 
alcohols probably composed mostly of borneol and linalool, 18% 
of cymenc, and small proportions of esters and free acids (cf . J. Soc. . 
Chem. Ind., 1922, 269a). T. H. P. 

The Composition of the Essential Oil of Turpentine from 
Aleppo. Georges Dupont {Compt. rend., 1922, 174, 395—398). - 
The essential oil of turpentine from Aleppo contains a small amount 
of material which does not distil over except at a temperature 
much higher than the boiling point of pinene. This fraction is 
found to consist of a-bomyl acetate and a sesquiterpene not identified, 
the composition of the fresh essence being approximately d- pinene 
95%, i-bomyl acetate 114%, sesquiterpene 3*8%. W. G. 

Estimation of the Molecular Magnitude of Caoutchouc by 
Chemical Methods. C. Harries and Fritz Evers 
Verdffentl. Siemens- Konzern, 1921, 1, 87 — 95). — Reduction of the 
dihydrochloride of caoutchouc in ethylene dichloride solution by 
means of zinc dust, yields a large amount of x-hydrocaoutchouc 
as a light yellow, amorphous, somewhat elastic mass melting 
between 120° and 130°. From its molecular weight in bromoform, 
it appears to be a polymeride of C 35 H 62 or C 40 H 70 . a-Hydro- 
caoutchouc is readily converted into an ozonide and yields a hydro- 
chloride (m. p. 190 — 195°) and a bromide. The conclusion is 
drawn that the caoutchouc molecule contains 35 or 40 carbon 
atoms, most probably the latter, and that th<5 structural formula 
contams eight CH 2 ’C<CH,):CILCH, groups joined together in a 
'W-atom ring. " ARP 
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„»*. <*** srssst [ffS-Srs 

SSKwEtai 4 _l*OT. lie: M« 

j TTphpr \ 1908 i, 906, 1003). — The interest in the bemso- 

pvrvUum dy^ ’hL 9 been enhanced greatly by the discovery of the 
in Plants. Examination has now been made 
wide distnbut P , nvranol which does not contain a 

hvdroxTgmup Asuitable initUvTmaterial is found in the product 
of the condensation of deoxybenzoin with salicylaldehyde Ihe 
changes which have been realised are expressed by the following 

scheme: C 6 H 4 <« dO - C.H^^ 

OH 

H‘C'C 6 H 4 -OH (lIL) 

PlrC*CO?h 


h-c|*o 6 h 4 *oh 

COrh-C-Ph 


(IV.) 


OH 

// 


ho! 


3H 
)Ph 

O 

hich have 


nH.(' P H C CH0+CH 4 Ph-C0Ph. The phenomena are very closely 
Skr to those observed when coumarin is treated with solutions 

of alkali hydroxides. ( t0 the anthocyanidanoles is 

The relationships oftlm of ^ lat ,er appears to he 

also discussed. 7 . t rihydroxy- 2 -phenylbenzopyran (annexed 

formula) which may be expected to pass by fission 
of the ring into the derivative of vinyl alcohol, 
p rr fOHl •CH:C(OH)-COPh, and subsequently 
S 2 netonc; C 6 H’(OH)yCH.CO;COPh.The 
latter would decompose into benzoic and formic 
• , i, hive been observed frequently, and methylphloro- 

7*" & Wto or acetic acid when 

is arrested by^cadiuo j colour> O . cou marophenone i 

the mixture has attainea 2 . ^Biphenylbenzopyran- 2 o 

precipitated in. quantitat ^ p>3_ is obtained 

(formula II). salt of feme 

by the ^iai!ua a ie nvlbenzopyrylium chloride in glacial acetic 

SfgSrTwff’Sir ""V" {"■>“' 

/iti /'CH.CPh (ethyl ether , ffi- P- 
the corresponding ethers, C — OPh-OAik 

77 — 78° ; methyl ethtr, m. p. 70-76 , coa^ P j 

Of colour is developed and T kienedenxybenzoinl (found 

— * * 
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red, lustrous needles (-j~3H 2 0), from which the free substance, 
pale red needles, m. p. 154 — 155°, is liberated by carbon dioxide! 
The latter. is re-converted by hydrochloric acid into 2 : 3-diphenyl- 
benzopyrylium . chloride, which is identified as the additive com- 
pound with ferric chloride. a-Phenyl-o-coumarophenone is isomerised 
when heated at its melting point or in the presence of boiling 
toluene to phenylbenzopyranol, m. p. 123 — 124°. It is hydrolysed 
by boiling alcoholic sodium hydroxide solution to deoxybenzoin 
and salicylaldchyde. It is converted by methyl sulphate in the 
presence of sodium hydroxide into the corresponding ether, 
OMe-CgH^CH.’CPhBz, pale yellow, lustrous needles, m. p. 141°. 

The analogy of phenylbenzopyranol with coumarin suggests 
that, under the action of alkali hydroxide, the sodium salt of an 
unstable ch-phenyl-o-cmmarophenone, is initially formed which 
passes into the more stable Anna- variety. This appears to be the 
case, since an emulsion of the carbinol is dissolved immediately 
by sodium hydroxide with the formation of a yellow solution 
from which concentrated sodium hydroxide precipitates an amor- 
phous yellow salt. Attempts to "isolate the free os-phenyl-o- 
coumarophenone (formula III) were unsuccessful owing to its 
immediate . re-conversion into phenylbenzopyranol. Its inter- 
mediate existence is, however, placed beyond doubt by the isolation 
of its methyl ether, irregular hexagonal platelets, m. p ill 112°. 

The action of sodium hydroxide on an alcoholic solution of 
deoxybenzoin and salicylaldchyde leads to the formation of a 
polymeride of the latter, colourless leaflets, m. p. 120—121°, in 
place of the desired diphenylcoumaroketone 

It appeared desirable to follow the sequence of changes with 
a benzopyrylium salt which leads to the production of a ketone 
of established constitution. This is effected with 2-phenvlbcnzo- 
pyranol. The colourless emulsion of the latter is slowly dissolved 
by sodium hydroxide, probably with initial formation of the 
cw-ketone; when, however, the solution has attained its maximal 
intensity of colour, it yields /wns-coumarophenone when treated 
with carbon dioxide or the sodium salt of this compound when 
treated with concentrated sodium hydroxide. Protracted warming 
of the alkaline solution of toms -coumarophen one leads to the almost 
quantitative production of acetophenone and salicylaldehyde. 

H.W. 

The Xanthone Series. Anna Marie v. hem Knesebeek and 
Fritz Ullmann (Ber., 1922, 55, [£], 306— 316).— A con- 
tmuation of the work of Ullmann and Schmidt (A., 1920 i, 53). 

o : 6-Dichlorophthalic anhydride condenses with p-cresol in the 
presence of aluminium chloride and acetylene tetrachloride to form 
4 ■ ^ckhro^-p-hydroxy-m-toluoylbenzoic acid , 
OH-C 6 H 3 Me*C6'C 6 H 2 CI 2 -CO,H, 

pale brown needles, m. p. 187°. The latter is transformed by 
oomng potassium carbonate solution (20^%) into 1-chloro-i- 

m&ylxanthom-H-mrboxylk acid, C0 2 H-0 6 H 2 Cl<°Q>C c H 3 Me, 
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pale yellow needles, m. p. 286° (coir., decomp.), the potassium 
salt of which is described. When heated above its melting point, 
the acid loses carbon dioxide and gives l-chloro-2-methylxanth<m(, 
colourless needles, m. p. 169° (corr.). The acid contains a mobile 
halogen atom, and is therefore converted by potassium phenoxide 
in the presence of copper powder into 7 .pheno^-2-methyhanthane.t 
carboxylic acid , colourless needles, m p. 270— (coir.), according 
to the rate of heating (the sodium salt is described). The phenoxy. 
acid is transformed by concentrated sulphuric acid or preferably, 
by successive treatment with phosphorus pentachionde and 
aluminium chloride into 2-Tnethyldixaiithouc, 

C,H 3 Me<Q^>C 8 H 2 <Q_>C 6 H 4 , 
pale yellow needles, m. p. 349-352° (decomp.), which is converted 
bv hydrazine hydrate into the corresponding azme , C 21 tt 12 0 2 Y, 
long vivid yellow, matted needles, m. p. 273° (dccomp ), whicl 
givis a hydrochloride, C 21 H 1? 0 2 N 2 C1 red needles, m. p. about 274" 

fdecomp.). 7 -Chloro- 2 -methylxanthone- 8 -carboxylic acid yields 
only traces of mcthylanilinoxanthonecarboxyhc acid when heated 
with aniline and copper powder, the chief product being 1-amlm- 
2-methylxanthone , yellowish-green needles, 
m. p. 255—259° (corr.). 1-CMoro-N -phenyl}, 
melhylpyridazonexanthone (annexed formula), 
yellow needles, m. p. 264 — 266° (corr.), is 
readily obtained by heating 7-chloro-2- 

methylxanthone-8-carboxylic acid with 
phenylhydrazine ; it is converted by boiling 
aniline in the presence of potassium and 

i.anilim-N-phenyl-l-methylpyrulazonexantkjiie, 

unusually slender, yellowish-green crystals, m. p. 2o7 58 (coit.J. 

3 : ±.Dichlvro-2-\>hydroxy-m-toluoylbeiizoic acid, m.p. 

(corr ), is prepared from 3 : 4-dichlorophthalic anhydride in the 

' i * i li, /4inhlAi»n_iQAr«orifl0 


NPh 


CO 


Cl 


I I 


V%\le 


copper acetates into ' 


NPh 


L O */ 

manner described for the 3 : 6-dichloro-isomende. 
It is converted readily by boiling alkalis into 
5-chloro-2‘methylxa7itkone-8-carboxylic acid , pale 

brown needles, m. p. 289 — 295° (corr.), in which 
Me the halogen atom is not replaced by boiling 
I* aniline in the presence of copper powder. The 
acid is transformed by boiling phenylhydrazine 

into 5 -chloro-?i‘phenyl- 2 -mdhylpyrMazoMxan- 

tkone (annexed formula), long, thin needles, m. p. 266— 271^(corr.). 



Some Reactions of Benzanthrone. Arthur Georoe Perkin 
and George Douglas Spencer (T. 7 1922, 121, 474—482). 


Cinchona Alkaloids. XXIII. Nomenclature and Isomerism 
Phenomena. Paul Rabe ( Ber., 1922, 55, 

A., 1921, i, 438). — Ft»r the parent substance (I) of the cinchona- 
alkaloids’ the name “ruban" is suggested, as a basis o 



ORGANIC CHEMISTRY. 


I 361 


riSfflfenclature, indicative of their occurrence in the Rubiacece , 

whilst the compound (II) 




' 71 CH,- 


-CH w ‘CH 2 ,w -<^ 


^CH-CH 2 (3) -CH 2 (2 '-N^ 

■»ch 2 CH 


(h) 


*CH 2 


CH/-CH, 1 


i4 CE , CH 2 3l *CH 2 (S!, NH l " 


, 5 i CH 2 


\ii 


V ./' 1 


— 0H 2 ' 
(II.) 


from which the toxins are 
derived is termed ruba- 
toxan. Objection is taken 
to the extension of the term 
“ quinatoxin ” to those 4- 
quinolyl ketones (Ruzicka, 
A., 1921,1, 585) not derived 
from 9-rubatoxanone. Of 
the thirty -two stereoisome- 
rides of 3-vinyl-9-rubanol 
(cinchonine) to be antici- 
pated from the presence of 


four asymmetric carbon atoms, with an asymmetric tervalent nitrogen 
atom, only sixteen are actually capable of existence, owing to the 
fact that the nitrogen atom and one of the carbon atoms constitute 
the terminals of the quinuclidine bridge. Similarly, only those 
9 -rubatoxanones in which the configuration of the atoms and groups 
attached to the nitrogen atom of the piperidine ring is suitable 
can give rise to 9-rubanones. Probably for this reason, the yield 
of 9-rubanone from 9-rubatoxanonc (see following abstract) is 
only 50% (a methoxyrubatoxanone gave a similar result), although 
those rubatoxanones derived from the alkaloids themselves by the 
Pasteur rearrangement, and therefore having the necessary con- 
figuration, under similar conditions furnish yields of at least 
80%. J. K. 


Cinchona Alkaloids. XXIV. Synthesis of Vinyl-free 
Quinatoxins and Quinaketones. Paul Rabe, Kakl Kind- 
ler, and Otto Wagnek (Ber., 1922, 55, [B], 532— 541).— An 
account of the synthesis, previously foreshadowed (A., 1920, i, 
78), of 6 / -methoxy-9-r\ibatoxanone and of G'-methoxy ^-rubanone. 
Ethyl (3-4-piperidylpropionate, for the preparation of which 
improvements are described, furnishes a \-benzoyl derivative, 
C^HgjOgN, a yellow oil, b. p. 240° /8 mm., from which, by con- 
densation with ethyl cinchonate and subsequent hydrolysis, 9-ruba- 
toxamne is obtained as a viscid, yellow oil, with a bitter taste, 
and showing the reactions of the cinchotoxins {platinichloride, 
^i7H2oON 2 ,H 2 PtCl 6 ,2H 2 0). From its 8 -6ro mo -derivative (i dihydro - 
bromide, yellow crystals, m. p. 184°), 9-rubanone is obtained in 
50% yield by the action of sodium carbonate solution; it forms 
a viscid, yellow oil, with a bitter taste ( picrate , C^H^OaNs, yellow 
needles, m. p. 170 — 180°). A similar series of compounds follows 
from the replacement of ethyl cinchonate by ethyl quinate in 
the above reactions. & -Methozy-9-rubatoxanone (platini chloride, 
n8H2202N 2 ,H 2 Pt€l 6 ,2H 2 O, sinters at 265 11 and melts at 278 — 285° 
after drying in a vacuum; monopicrolonate, C 28 H 30 O 7 N 6 , m. p. 
152°; monopicrate, an oil) is a viscid, reddish-yellow oil, with a 
bitter taste, and exhibits the reactions of the quinatoxins. 
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& -Methoxy-d-rubarione, from 8-bromo-6 -methoxy-9-rubatoxanone 
in 40% yield, is an oil with a bitter taste and showing the reactions 
of quininone; it gives a picrate , C 24 H 23 0 B N 5 , sintering at 168°, 
m p 173—174°. The monopicrolomte, C 28 H 28 0 7 N 6 , m. p. 148— 
150°, the platinicUoride , C 18 H 20 O 2 N 2 ,H 2 PtCl 6 ,2H 2 O, needles m, p , 
300°, preceded by sintering at 260°. K. 

Strychnos Alkaloids. XXX. Reactions of Cacotheline. 
Hermann Leuchs, Fritz Osterburg, and Hans Kaehrn (Ber., 
1922, 55, [B], 564—572; cf. A., 1921, i, 883).— The preparation of 
cacotheline [a name unfortunately given to the nitrate of a base] is 
described. Like methylcacotheline (A., 1920, i, 178), it contains the 
quinone grouping, CO . . . CO, a nitro-group, secondary and 
tertiary nitrogen atoms {the latter as nitrate), a carboxylic, and a 
secondary alcoholic group. Cacotheline base methyl ester hydro- 
chloride, CmH* 4 0 7 N 3 C1,H 2 0 , forms reddish-brown needles; the 
ethyl ester “hydrochloride, C 23 H 2 6 0 7 "N 3 C 1 . 3 H 2 0 , crystallises m small 
needles The oxim& of cftcothc Iviic has 6 > Og 1 ^ 22 ^ 7^4 > ^ ^ 2 ^ > forms 
yellow ' needles [sulphate, (C 21 H 22 0,N 1 ) 2 ,H»S0 1 ,rH ,0, yellow 
needles; acetate, C 2 ,H, 2 0 7 N 4t C 2 H 4 0 2. 4H 2°. >’ ellow needles ; 
C,,H, 0 6 7 N 4 ,HN0 3 .H,0, prisms ; hydrobromide, 
‘C 21 H 22 0 7 N 4 ,HBr,3H 2 0; 

methyl ester, C 2 . 2 H, 4 0 7 N 4 , brown needles ; eihyl ester, gelatinous). 
The oxime hydrochloride, C 2l H 23 0,N 4 C!,3H 2 0, prepared from 
cacotheline and hydroxylamine hydrochloride, crystalbses in yellow 
needles and yields a methyl ester, C 22 H 25 0 7 N 4 t l,4Ho0, yellow prisms 
or needles, and a gelatinous ethyl ester. The oxime is recon- 
verted by nitric, acid into cacotheline, and by reduction into a 
diaminophenol (i trihydrobromide , C 21 H 27 0 3 N 4 Br 3 , brown l needles or 
leaflets). The methyl ester of a nitrosoamine, C 22 H 25 0 6 £s 5 , green 
prisms, results from the action of methyl alcoholic ammonia on 
the methyl ester of the oxime hydrochloride. Cacotheline base 
monophe n ylhydra zone . , 0 27 TI 27 O 6 N 5 ,4H 2 O, brownish-yellow prisms, is 
prepared from its hydrochloride, C 27 H 28 0 6 X 5 C1,3H 2 0, yellow leaflets, 
which is obtained from the corresponding oxime. Cacotheline mono- 
semicarbazone , C 22 H 24 0 7 N 6 ,HN0 3 ,3H 2 0, yellow needles is con- 
verted by alkali into the monosemicarbazone of the free base, 
C 22 H 24 CLN 6 ,4H 2 0, yellow needles or prisms. Cacotheline base 
methylmethosulphale, C 23 H 27 O n N 3 S, yellowish-brown leaflets^ ^ 


Some Compounds of Piperidine with Haloids. Clifford 
8. Leonard ( J . Amer, Chem. Soc ., 1921, 43, 2618 2626).-— A 
new series of haloid compounds may be prepared from piperidine 
by reaction with haloids of tervalent arsenic, antimony, and p os- 
phorus and of quadrivalent silicon, tin, and titanium in norma 
heptane as solvent. These new compounds are considered to be 
piperidinium compounds and to correspond with Werner s prinian 
compounds. Confirmation of this belief is afforded by the jact 
that they themselves further unite with metallic salts as doe;, 
ammonium chloride. # Thus the piperidine-arsenic compound gnj* 
a crystalline additive complex with lead iodide and a pale yellowbn- 
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green compound with mercuric iodide. The following compounds 
are described : Arsinetri-l-piperidinium chloride, As(C 5 H 10 N,HC]) 3 , 
crystallising in white needles, m. p. 238°, giving additive compounds 
with lead iodide, mercuric iodide, and arsenic tri-iodide. Stibine- 
{r i.l-piperidinium chloride, Sb(C 5 H 10 N,HCl) 3 , m. p. 235°. Silica, ne. 
tdra-l-piperidinium chloride , Si(C 5 Ii 1(y N,HCl) 4 , m. p. 238°. IHchloro- 
xtannanedi-l-piperidinium chloride , SnCl 2 (C 5 H 10 N,HCl) 2 , m. p. 201°. 
fitananetelra - 1 -piperidinium chloride, Ti(C 5 H 10 N,HCl) 4 , which was 
very unstable and could not be obtained pure. A phosphorus 
compound was also prepared, but could not be isolated in a sufficiently 
pure state for analysis. 

r These compounds could be hydrolysed with dilute alkali and the 
tree piperidine distilled into standard acid and estimated. This, 
coupled with the estimation of chlorine in the distillation residues* 
served as the method of analysis, as carbon could not be estimated 
by the combustion method. 

‘ a-Methylamyl iodide reacts with piperidine in heptane to give 
ft- methylamylp iperidinium iodide, m. p. 133°. 

This is considered to be analogous in structure to the piperidine- 
metalloid compounds described above. W. G. 


The Constitution of some Ferri-chloride (-thiocyanate, 
-nitrate) Compounds with Pyridine or Quinoline. R. F. 

Weinland and A. Kissling (Z. anorg . Cham., 1921, 120, 209— 
231).— A large number of new complex compounds containing ferric 
chloride and pyridine or quinoline, with or without other con- 
stituents, have been prepared and formulae suggested for them. 
It is pointed out that the constitution of such compounds is much 
more difficult to decide than that of similar cobalt and chromium 
compounds on account of the greater mobility of the constituents 
and the necessity for working in non -aqueous solutions. To account 
for the composition of the majority of the compounds under con- 
sideration, it is necessary to assume a complex anion containing 
two atoms of metal, each having the co-ordination number 6. 
Assuming that one, two, or three chlorine atoms may form a bridge 
between the two atoms of iron, complex anions of the following 
types are possible : 


a ch 

f-Kv /Cl 

Cl-Fe • Cl-Fe/ Cl 
Cl/ Cl 

CV ClJ 


C1 V /I : 

Cl/., AKp ,/Cl 
CK Fe Cl >Po : Cl : 
Cl Cl:, 


ck ck ,a 

Cl/Fe Cl/Fe: Cl 
Cl/ CV Cl 


The chlorine atoms can be replaced by other groups in the usual 
way. The following compounds are described. 

(1) Pyridinium tetmchlorofcrrate, [FeCl 4 ]HC 6 H 5 X, crystallises 
from a concentrated hydrochloric acid solution of its constituents 
in bright yellow needles, stable in dry air. 

(-2) -lripyridinium-/t-trichloro*hexachlorodiferrate, 
2FeCl 3 ,3HCl,3C 5 H 5 X\ 

n °t Iiew > and is the most readily prepared of these compounds, 
ihe formula suggested is [Cl 3 :FeiCi 3 :Fe:Cl 3 ]H 3 (C 6 H 5 N) 3 . 
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(3) Telmquinolinium- dichloro - octachlorodiferraie , 

[Fe 2 CI 10 ]H 4 ((lH 7 N) 4> 

forms olive-green crystals of rhombohedral habit from alcoholic 
or aqueous hydrochloric acid solution. 

(4) Tetrapyri(Hnium-fi~dichlorodinitratohexachlorodi ferrate, 

[Fe 2 Cl 8 (N0 3 ) 2 ]H 4 (C 5 H 5 N) 4 , 

crystallises from an aqueous solution of ferric nitrate and pyridine 
hydrochloride in yellow needles. The corresponding quinoline salt 
is similar, and both are stable in dry air. 

(5) Pentapyridiniu m-ii-chlorodecachlorodiferrate, 

[Fe 2 Cl u ]H 6 (C 5 H,N) 5> 

was obtained in the form of green leaflets from an alcoholic solution 
of (2) and pyridine hydrochloride in the mol. ratio 1 : 10 to 1 : 20. 
It is very hygroscopic and unstable. 

(6) Tripyridininm - hexacMoroferrate, [FeCl 6 ]H 3 (C 5 H 5 N) 3 , is ob- 
tained instead of (5) when a greater proportion of pyridine hydro- 
chloride is used, and forms unstable pale green leaflets. 

(7) Tripyridininm - ^-dichloro - heptachloropyridinedi ferrate , 

[Fe 2 C4C 5 H 5 N]H 3 (C 5 H 5 N) 3 , 

is obtained by triturating (2) with 1 mol. proportion of pyridine in 
ether ; it forms an orange, crystalline powder. The orange colour is 
characteristic of compounds containing pyridine in the complex anion. 

(8) Dipyridinium-p-dicMaro-hexacJdorodipyridiriediferrate, 

[Fc 2 C1 9 (C 5 H 5 N) 2 ]H 2 (C 5 H 5 N) 2 ,HC1, 
can be obtained from (7) by crystallisation from alcohol, together 
with (10), and is closely related constitutionally to (11); it forms 
square, orange leaflets. 

(9) Dipyridinmm’iJL-dichhro4etr(KMorQdinitrat<xlipyridinediJenak, 
[Fe 2 Cl 6 (N0 3 ) 2 (C 5 H 5 N) 2 ]H 2 (C 5 H 5 N) 2 , from an alcoholic solution of 
ferric chloride, pyridine, and lithium nitrate; brown aggregates of 
needles and prisms. By recrystallisation from alcohol, it reverts to (B). 

(10) Pyridinium-ix-dichloro-peiitachlorotnpyridinediferrate, 

[Fe 2 Cl,(C 6 H 5 N) s ]H-C 5 H 5 N,Ha, 

is obtained in orange crusts from an alcoholic solution of (8) with 
pyridine. 

(11) Hexapyridine-fx~dichlorodiferridi(tetrachloroferrate) 

[Fe 2 Cl 4 (C 5 H 5 N) 6 ][FeCl 4 ] 2 , 

is obtained- from a dry alcoholic solution of (2) with pyridine. 
It forms irregular, six-sided leaflets or tablets, deep brown in colour, 
and when freshly prepared can be recrystallised unchanged from 
alcohol, ethyl acetate, or acetone. Its probable constitution is 
discussed at length and the conclusion is that it probably contains 
a complex kation containing pyridine combined with two [FeClJ 
anions. 

(12) D ikydroxytetrapyridineferritetrachloroferrate , 

[Fe(OH) 2 (C 5 H 5 N) 4 ][FeCl 4 ], 

garnet-red, thick crystals from an alcoholic solution of ferric chloride 
(1 mol.) and pyridine (10 mols.). 

(13) Hydroxy methoxutetrap yridi neferr itetnwhlorof errate , 

[Fe(OH)(OMe)(0 5 H 5 N) 4 ][FeCl 4 ], 

forms a heavy, yellow, crystalline powder when (11) is crystallised 
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from methyl alcohol, or it can be prepared from its constituents 
in methyl alcohol. 

(14) Hydroo^metkoxytetrapyridw^fernktraihiocyanatoferrate is con- 
stituted analogously to (13). It forms a heavy, reddish-black, 
crystalline powder. 

(15) (Fe 2 Cl 2 (C 5 H 5 N) 8 ]€l 4 , 
obtained from a solution of anhydrous ferric chloride in pyridine, 
forms deep red crystals, decomposed by alcohol. 

The electrical conductivities of some of the compounds in alcohol 
were determined and confirmed, in the case of those compounds 
stable in alcohol, the constitutions given above. E. H. R. 

Preparation of Hydrogenated JV-Alkylpyridine-3-carboxyl- 

ates. Richard Woeefenstein {D.R.-P. 340873; from Chem . 
Zentr., 1921, iv, 1102). — JY-Alkylhaloids of alkylpyridme-3-earb- 
oxylates are treated with metals and hydrogen haloids in the 
presence of non-hydrolysing solvents. For example, methyl 
pyridine-3-carboxylate-A T -methochloride is dissolved in methyl 
alcohol Tin is added and a current of hydrogen chloride is passed 
for three to four hours at 100°, whereby methyl l-meihylkexahydro- 
pyridine-Z-carboxylate is formed as a liquid, b. p. 86— 89° /2 1*5 mm. 
The 1-methochloride of methyl pyridine-3-carboxylate can also 
be reduced without warming by tin and hydrogen chloride, using 
formic acid as a solvent. Ethyl pyridine-i-cmboxylate-ls-ethiodide 
dissolved in alcohol may be similarly reduced by magnesium and 
hydrogen chloride. The products have therapeutic uses. 

G. W. R. 

Preparation of ]V-Alkylhc.loids of Methyl Pyridine- 
3-carboxylate [Methyl Nicotinatej. Richard Wolffenstein 
(D.R.-P. 340874; from Chem. Zentr 1921, iv, 1102).— Methyl 
pyridine-3-carboxylate is treated with alkyl haloids. For example, 
methyl pyridine-3-carboxylate is heated' at 100° under pressure 
with methyl bromide and methyl alcohol for forty-eight hours. 
After removal of methyl alcohol by distillation, the 'K-metkobromide 
is obtained from the residue; it forms crystals, m. p. 71°. The 
N -metkiodide forms light yellow crystals, m. p. 130°. The N -metho- 
chloride forms white crystals, in. p. 98°. The compounds have 
therapeutic uses. G. W. R. 

Free Ammonium Radicles. III. Existence of A’-Benzyl- 
pyridinium. Ernst Weitz and Richard Ludwig {Ber.. 1922. 
55, [B], 395 — 413). — In a previous communication (A., 1921, i, 
801), Weitz, Nelken, and Ludwig have described the isolation of 
a red, crystalline substance which gives deep blue solutions in 
methyl and ethyl alcohols from 1 : l'-dibenzyltetrahvdro-4 : 4'- 
flipyridyl ( c f. Hofmann, A., 1881, 921 ; Emmert, A.. 1919, i, 455; 
19~0, i, 331), which they considered to be 1-benzylpyridinium. 
unis conception has been found to require modification, since the 
Product formed by the iodination of the blue solution, C 24 H 22 N 2 I 2 , 
short, red needles, m. p. 232°, lias been comtrted into a sparingly 
soluble perchlorate, slender needles, w. p. 257°, which is not identical 
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with 1-benzylpyridinium perchlorate, as the melting points of the 
the compounds difler by about 100°. Also, it has now been found 
possible to prepare the crystalline iodide (see above) by titration 
of solutions of the radicle, preferably in acetone or chloroform, with 
iodine * the compound contains the halogen in completely lotiisable 
form but is distinguished from 1-benzylpyridinium iodide by it s 
much smaller solubility in water. Each pyridine nucleus requires 
approximately one atom of iodine. Formation of the deep blue, 
oxidisable solution from the iodide is effected readily by zinc dust 
(preferably in the presence of alcohol or glacial acetic acid) ; under 
these conditions, 1-benzylpyridinium chloride is known to remain 
unchanged. The phenomena are thus closely analogous to those 
observed with benzoylpyridinium (Wcitz, Roth, and Nelken, 
A 1921, i, 804), and the probability thus suggested that the 
radicle is a dipyridyl compound is confirmed by its production 
from 1 * T-dibenzyl-4 : 4'-dipyridinium dichloride and zinc dust; 
on the assumption, therefore, that the substance is a radicle, it 
must be regarded as 1 : l'-dibenzyl-4 : ^-dipyridimum, 


(An alternative quinoid formula, C 7 H 7 }h 


/=i \=/ = 


)N*C 7 H 7 , i s 


discussed which, although appearing rather less probable, cannot 
be discarded completely.) The new conception explains the 
necessity of the presence of oxygen for the production of the radicle 
from Hofmann’s dibenzyltetrahydrodipyridyl. The ready removal 
of two atoms of hydrogen from the latter appears nearly as difficult 
to explain as is its oxidation by silver nitrate to the um molecular 
pvridinium salt as recorded by Hofmann; this observation is 
confirmed, but, on the other hand, it is shown that the new radicle 
oives exclusively a dibenzyldipyridinium salt when treated with 
silver nitrate. In addition, it is found that the freshly-prepared 
solution of Hofmann's product is only moderately oxidisable and 
that only such solutions as have been heated in the absence of 
air are brownish-yellow and successively become immediately deep 
blue and ultimately colourless when treated gradually with air, 
Similarly, a cold, freshly-prepared solution of Hofmann s com- 
pound immediately decolorises iodine in the absence of air, a pale 
green coloration being developed which is discharged by further 
addition of the halogen ; that portion of the product of the leaci^ 
which is soluble in water consists almost entirely of unimoltcuia 
A-benzylpyridinium iodide which contains only the merest trac 
of dipvridvl derivative. When, on the other hand, a solution ol 
iodine is added gradually to a boiling solution of Hofmann s com- 
pound in the absence of air, a deep blue colour is developed vhic 
disappears on further addition of the halogen ihe react o i 
not smooth or quantitative. The; product of the change, which 
is soluble in water, contains the iodides of dibenzyldipyndm 
and of benzylpyridinium. The former is never produced ex d 
from solutions which* have become blue, and therefore j 
origin to the formation of the radicle under the influence of halog 
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Since the formation of the di-iodide is invariably accompanied by 
that of the mono-iodide, it is clear that the original Hofmann’s 
compound is converted only gradually in hot solution into the 
parent substance of the bimolecular radicle ; the constitution of the 
latter and of Hofmann’s compound is not yet definitely elucidated. 

The authors’ experience with benzylpyridinium indicates that, 
in spite of the results of determinations of the molecular weight^ 
benzoylpyridinium (A., 1921, i, 804) is really a bimolecular product* 
particularly in view of its ready convertibility into 4 : 4'-dipyridyl. 

1 ; r-Diacetyltetrahydro-4 : 4 / -dipyridyl (cf. Himroth and Heenc’ 
this vol., i, 48) appears to resemble the benzyl derivative in requiring 
oxygen for the development of the blue colour in its solutions. 

H. W. 

Condensation of Acetophenone. III. C. Cast Audi [Gazzdta, 
1921, 51, ii, 289— 306; cf. A., 1916, i, 31).— The hydrocarbon, 
^ 25 ^ 22 ’ obtained by condensation of acetophenone under the 
agency of potassium hydroxide (A. , 1900, i, 603 ; 1901, i, 604 ; ] 904, 
i, 32) reacts with benzoyl chloride in presence of aluminium chloride, 

yielding 2:4: 6-triphenylpyrylium chloride, CPh<^*.^p^O*01. 

Similar pyrylium derivatives are obtained also in the same way 
from the ho?nologous hydrocarbon, G> fl ll 28 , obtained from p-tolyl 
methyl ketone, and from the interaction of either of these 
hydrocarbons with other acid chlorides; certain of the latter, 
however, fail to react in this way, and in no case is the reaction 
quantitative. Sublimed aluminium chloride, but not ferric chloride 
or zinc chloride, serves as condensing agent. As diluent, carbon 
disulphide gives the best results and nitrobenzene may be used, 
but light petToleum cannot be employed. The results obtained 
are explainable according to Helacre’s suggestion that the hydro- 
carbon C 25 H 22 is 1:3: o-triphenvl-A 1 ’-cydoheptadiene (A., 1920, 
i, 165, 236). 

The hydrocarbon, C 28 H 28 , crystallises in colourless cubes, m. p. 
122°, and dissolves in concentrated sulphuric acid to a red solution 
showing green fluorescence. 

2 : 4 : 6-Triphenylpyrylium chloride gives : (1) with nitric acid, 
the corresponding nitrate , O^H^O-NOg, golden-yellow needles, 
m. p. 149° (decomp.), (2) with sodium acetate, a-hydroxy-e- 
keto-xy€-triphenyl-A*v-pentadienc, and (3) with ammonia, 2:4:6- 
triphenylpyridine. 

4 : 6-Hiphenyl- 2 -p-ehlorophenyl pyrylium chloride, obtained from 
the hydrocarbon C 2 5 H 22 and p-ehloro benzoyl chloride (1) forms the 

nitrak, CPh 0 3 , which crystallises in slender, 

yellow needles, in. p, 161" (decomp.), and dissolves in acetic acid, 
giving a solution showing green lluoresccncc and in concentrated 
? riC ac ^ a non-fluorescent, orange-yellow solution; 

when treated with ammonia solution, yields 4 : ii-dipkenyl-2-ji- 

‘Momphnylpyridine, which crystallises 
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, , ™ n 1T7 a and in concentrated sulphuric 

in colourless needles, m. {>• » m when treated 

st tsrtss^f r jars-w 

which was not obtained crystalhne. /C(C 6 H 4 Br)*CH^ m 

4 : ^Dipkenyl-^p-bromophenylpyridine, N<CPh=^CH " h ’ 

^ irnm 4 ■ 6 - diphenyl * 2 -p-bromopheny lpyrylium chloride, 
prepared from 4 . 0 aipneny ^ ^ d yields a non-fluores* 

forms colourless laminae, m. p. lo* ioo , ^ J 

Cph<CH-C^H4 Me )>°.N 0 s , which crystallises in lustrous, orange. 

CH- CPi Mpconit) 1. and in acetic acid gives a 

yellow larnin®, m . P- fl * ence P an( i in concentrated sulphuric 
solution showing gree - , ; faint green fluorescence; 

S d A“X™ « ir A -t?S” PSwWSt ~ t 

crystallises in colourless needles, m. p. ill , ana 

action of the hydrocarbon C 28 H 28 Mld CH H Mf 

the ferric chloride compound, FeCl^O ^ 6 * , 

which crystallises in brownish-yellow needles,^ ^ 284 ^ , W » 
converted by ammonia solution into i-pnenyt, * - » v » 

pyridine, C 26 H 2l N, which ‘forms octog* lam 

and in ^"^rted^y^m acetate into the pseudo-base, 
which'separates in pale yellow flocks, but undergoes almost immediate 

al ^^Qdorophcnyl-4 : (i-di-y^lylp^yM ttn }?J , * < J^®J^^ the^conr- 
carbon C 28 H 28 wd in bundles of 

spending ! p)f(2) is converted by ammonia into 

prisms, m. p. faeoomp.; , v /. n T . wu which forms 
2 -\>-cMorophtnyl ‘^ : Mi-p-foWpy ri ^ ,ne > 25 20 * 

colourless needles, m. p. 188°. . 1 u j n w colour- 

j isrs^^'asflssi. 

shows blue fluorescence. 

SJPfe I ~«e- r tsfsstsfE* 

in acetic acid solution by chromic a cd ^emd 

solved in warm dilute alkali to free nrtfcom ™« ndg J d , 

&TZ 86 && « a 
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phenylhtjdrazone, m. p. 265°. 4-Chloro-5-bromoisatin, m. p. 273— 
274 °, its oxime, m. p. 253 — 254° (decomp.), and phenylhydrazone , 
p. 278°. 5 : 7-Dibromoisatin, m. p. 250°, its oxime , m. p. 272° 
(decomp.), and phemjlhydrazone, m. p. 297 — 298°. 4:5: 7-Tn- 
bromoisatin, m. p. 257 — 258°. 4:5:6: 7 -Tetrachloroisatin, m. p. 
294—295 0 , and its phenylhydrazone, m. p. 293°. The oximes and 
phenylhydrazones are in all cases ^-substituted derivatives. The 
absorption of these compounds in the ultra-violet has been studied 
and some of the results arc given,' indicating that the absorption 
in the ultra-violet of these substituted derivatives is essentially 
of the same character as that of the parent substance. W. G. 




Isatogens. Gustav Hktj.er and Werner Bo ess neck (Ber., 
1922, 55, [B], 474 — 482). — Treatment of certain highly-coloured 
isatogens (cf . Pfeiffer, A., 1916, i, 327) with alcoholic hydrogen 
chloride has led to the formation of less intensely coloured com- 
pounds, which, according to Ruggli (A., 1919, i, 221), can only be 

*■ Q 

formulated in Baeyer’s original manner, 0 ^ *i i 6 4 . Further 

CR*CO 

investigation, however, has shown that they are additive com- 

QQ OK 

pounds of the isatogen and the alcohol, C 6 H 4 <^qjj^C<qq R’ 

and that they are also formed in the complete absence of halogen 
acid. 

Methyl isatogenate is transformed by methyl alcoholic hydrogen 
chloride (1%) at the atmospheric temperature into methyl 1 -hydroxy- 
)‘keto-2-melfu)xydihydroindole-2-carboxylate, 

.OMe 
‘'COgMc* 

pale, lemon-yellow crystals, m. p. 171° (decomp.), after previous 
darkening. In the presence of pyridine, it is converted by acetyl 
chloride into the acetyl derivative, almost colourless crystals, m. p. 
95—96°, and by benzoyl chloride into the benzoyl compound, 
Ci 8 Hi 3 O fl N, colourless crystals, m. p. 141° (decomp.). It is reduced 
by zinc dust and acetic acid to methyl indoxylate, 

C « H ‘ < NH?- >C-C °2 Me - 

which is obtained more readily from methyl isatogenate. Reduc- 
tion of the two substances by zinc dust and acetic acid in the 
presence of methyl alcohol gives a polymeride of methyl indoxylate 
of unknown molecular weight, prisms, m. p. about 245° (decomp.) 
after darkening at 225°. The 1 -hydroxy-ester is converted by 
hydroxylamine hydrochloride into the oxime of methyl isatogenate, 
m - P- 221°, from which the corresponding acid , C 9 H e 0 4 N 2 , pale 
yellow crystals, m. p. 187° (decomp.), is obtained by hydrolysis 
jrith cold sodium hydroxide solution. The 1 -hydroxy-compound 
P isomerised by sodium hydroxide to A-oxalylanthranilic acid, 


F- P* 199 — 200° (decomp.) : 


p 2 H-C e H 4 -N(OH)'CH(OMe)-CO,Me- 
r* 0 OjH-C 6 H 4 -NH’CO-CO 2 H. 


p H CO— 


>C< 


OMe 


C0 2 Me 

C0 2 H-C 6 HvN(0H)-C-C0 2 H 
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Ethyl isatogenate and ethyl alcoholic hydrogen chloride give 
ethyl 1 .hydroxt,.3-keto.2-elh^dmroi^^ca^^f’ y* 1 J«* 
prisma in p. 158—159°, with subsequent evolution of gas, after 
darkening at 150°; like ethyl isatogenate, it is converted hy 
hydroxylaraine hydrochloride into ethyl isatogenate oxime, yellowish 
brown octahedral m. p. 187° (decomp.). Ethyl isatogenate and 
mpfhvl alcohol "ive ethyl i-hydroxy-i-keto-2-methoxydihydromddk. 

isatogenate and ethyl alcohol yield me ^ ^ 

2 .ettoxydikydroiM, 2 -carboxyhte, lemon-yellow crystals m p. 1.6 
with subsequent evolution of gas. Either compound is isomensed 
by sodium hydroxide to JV-oxalylanthramhc acid. » ■ 

Equilibrium in the System : Lithium Chloride-Quinoline. 
Juues H Walton and Clarence R. Wise ( J . Amer. Chan. So c 
iq“r 44 103—104) —The solubility of lithium chloride in quinol- 
ine has been determined from 0° to 96°; measurements were not 
possible beyond this temperature, for the very long time required 
for saturation at high temperatures brought about a decomposition 
of the quinoline. The following solubilities in grams of lithium 
chloride per 100 grams of solvent are recorded. : 0 0 -ioto o 
oS 40°, 0-6175 ; 45°, 1 0328; 50°_, M1OT; 564°, M7S4: 
fi 7 ° 1*2353' 7 5° 0*8180; and 96°, 0*4588. lhe solid phase in 
equilibrium' with 'the solution is 2 C„H,N,LiCl. This compound is 
very stable at all temperatures within the range measured Then, 
is evidence of the formation of a second solid phase above 10 1 , 
but this was not investigated because of the decomposition of the 
quinoUnc. The solubility curve of lithium chloride is shaped like 
an irregular inverted U with the maximum at 67 . • * L -* 

The Three Aminotriphenylamines. Jean Piccabi. mid Raj 
Q. Brewster (J. Amer. Chem. Soc., 1921, 43 _630— -631). 
o- and m-Nitrotriphenylamines (cf. Piccard and Larsen A. 191 
i 644) were reduced by adding them gradually in acetic acid solution 
to a mixture of zinc and alcohol. o-Ammotnphmylamne m. p. 
145^, gives an acetyl derivative, m. p. 130°. m-Muphenylomn, 
m v> 116° gives a hydrochloride and an acetyl denvatrv e, m. [ . '■ 

/ttem P is S to reduce the nitrotnphcnylamincs to thcnr corre. 

spending aminophenols by the electrolytic method werejiot 
successful. 

Tetra-substituted Carbamides. T. J. Albert, jun. M- 
1393597} — Tetra- substituted carbamides, for example, dipnrnj 
dfmethylcarbamide arc prepared by treating a secondary mm 
for example, monomcthylaniline, with carbonyl chloride n 
nresencc of an aqueous solution of a basic inorganic compound 
such as sodium carbonate capable of neutralisnig the iydiOc 
chloride which results from the reaction. The reacUon .s condmt> 
at 95—99° and is complete in two hours. Chemical ABsrRAC • • 

Synthesis of Indigo tin from FumaricAcid and Anita* 
G. G Bailey and IC 8. Potter (J. Amer. Chem . hoc , 

2^5 216). — Fumarie acid is brommated in acetic acid 
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1 xVg resulting dibromosuccinic acid is converted into dianilino- 
pciniG acid (cf. Reassert, A., 1893, i, 565). An equimolecular 
SU 'ture of potassium and sodium hydroxides is dehydrated in a 
Tsed iron pot at 450° with stirring. Sodamide is then added and 
C tream of dry ammonia passed through the pot, and the sodium 
a u 0 { dianilinosuecinic acid is slowly added, the mixture being 
f rit at 230—240° for one and a half hours. The fused mass is 
.Solved in water and air is blown through. The yield of indigotin 
is 60-4% and its purity is 96*5%. W. G. 

New Syntheses in the Indole Group. VIII. B. Onco and 
r Rcjha (Gazzetta, 1921, 51, ii, 337— 342).— It has been shown 
a 1911 i, 488; 1912, i, 721) that pyrrole, in the form of its 
magnesium derivative, reacts readily with chlorides of dibasic 
ids giving pyrrole derivatives with a double ketonic function 
analogous to benzil, benzoylaeetophcnone, and diphenacyl. The 
indole and methylketole analogues of benzil have now been obtained. 
Thp action of oxalyl chloride on magnesium indolyl bromide 
yields : (1 ) Bis- 1 : 3 -indyl {his- 1 : 3- 
C y-CO— CO-^C x di-indoyl) (annexed formula) , which 

C fl / yCH CH/ ;C f H 4 forms almost colourless, prismatic 
B CO-N 7 crystals, m. p. 200°; (2) prin- 

cipally 3 : 3 -indyl (3 : S-di-indoyl), 

NH< C f! i i f>C*CO-CO*G<^ 4 >NH, which forms yellow needles 

)r prismatic plates, contracting at about 200°, in. p. 235° (decomp.), 
md is resistant to the action of boiling alkali hydroxide solution, 
but yields indole-3-carboxylic acid when fused with potassium 
hydroxide; (3) a small proportion of 1 : \ -indyl (1 : \ -di-indoyl), 

( l H<C^ 6 ? 4 " > N‘CO'CO’N<^^J}J'CH, which crystallises in colourless 
Cn.~~ Oil 

prisms, in. p. 218 — 220°, and yields indole when boiled with 10% 
potassium hydroxide solution. 

3 : 3 -MethyUcetyl (3 : S' -dimethyl fodoyl), 

NH <<?Me >C-C0 ' C0 ' C H ’ 


prepared by the action of oxalyl chloride on inagnesylmethylketole, 
crystallises in colourless prisms, m. p. 256 — 257° (decomp.), and 
gives with phenylhydrazinc a condensation product which crystallises 
in silky, yellow needles, m. p. 192°, and with o-phenylenediamine a 
condensation product, m. p. (crude) 149°. T. H. P. 


Transformations of a Secondary Keto-base. I 1 . Mannich 
and G. Heilner ( Ber 1922, 55, [tf], 365- 374).— Few secondary 
keto-bases have been prepared previously and their properties 
have been little studied. The comparatively ready availability 
of w-inethylaminopropiophenone (this vol., i, 351) has led the 
authors to make an extended study of its reactions. 

w-Metliylaminopropiophenone hydrochloride is converted by 
nitrous acid into the corresponding nit rosoa mine, 
GH 2 Bz-CH 2 -N(Nt)Me, 

large, colourless, prismatic rods or needles, m. p. 66°, which is 
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reduced by zinc dust and acetic acid in methyl alcoholic solution 

CH *CH 1 

to 3 -p henyl - 1 - methylpyrazo line , unctuous leaflets, 

m. p. 37° ( hydrochloride , needles, m. p. 162°), the hydrazine, 
CH 2 Bz*CH 2 ‘NMe‘NH 2 , 
being probably formed intermediately. 

w-Methylaminopropiophenone hydrochloride reacts normally 
with potassium cyanate, giving ^-phenacylmethylmethylcarbamide 
COPh-CH 2 >CH 2 ‘NMe*CO-NH 25 colourless needles, m. p. 123—124°’ 
which is insoluble in cold dilute acids, but readily soluble in solu. 
tions of alkali hydroxide, pointing thus to its existence in the 
enolic form, OH*CPh;CH*CH 2 *NMe“CO*NH 2 . It is converted slowly 
in alkaline solution, more rapidly by regulated treatment with 
warm dilute acid into '2-keto -i- phenyl - 1 -methyl - 1 : 2 : 5 : 6 -tetrahydro- 

pyrimidine, ^^^CPh, in. p, 152 — 154°, after previous 

softening. The latter is transformed rapidly by an excess of warm 
dilute mineral acid into a mixture of equivalent amounts of 2 -falo- 

-'CO— Nv, 


l-phenyLl-methyl-l : '2-dihydropyrimidine, NMe< 


ch:ch 


>CPh, 


matted needles, m. p. 217°, and '2-ketoA-phenyL 1 -methylhexahydro- 


pyrimidine , NMe^Q^ t ^^^>CHPh ; m. p. 115 — 116°, the pheno- 
menon being thus similar to that observed by Knoevenagel and 
Fuchs in the case of dihydrolutidinedicarboxylic ester. The 
relationship of the di- and tetra-hydropyrimidine derivatives to 
the hexahydro-compound is placed beyond doubt by the observ- 
ation that the latter is produced w r hen either of the others is 
treated with hydrogen in the presence of palladised animal char- 
coal. The hexahydro-compound does not decolorise bromine. On 
the other hand, 2-keto-4-phenyl- 1 -methyl 1 : 2-dihydropyrimidiiu? 
is converted smoothly by bromine in glacial acetic acid solution 
into 2-keto A-phenyl - 1 -methyl - 1 : 2 -dihydropyrimidine 5 : ft-dibromidt, 


NMe<CQ^g r> Qj£^^CPh, pale yellow, lustrous leaflets, m. p. 260° 

(decomp.). The tetrahydropyrimidine derivative is transformed 
by two molecular proportions of bromine in glacial acetic arid 
solution into a colourless, unstable crystalline substance, decomp. 

260°, to which the constitution NMe<Q££ r< Qj^^]>CBrPh 


assigned; it is considered that the initial action of the bromine 
consists in the conversion of the tetra- to the di- hydro -derivative 
which then unites with a molecular proportion of hydrogen bromide 
and bromine with formation of the tribromide. The yellow di- 
bromide readily loses hydrogen bromide under the action of sodium 
hydrogen carbonate, and passes into Gtffy-bromo^-keto-i-phnyl- 
\-methyl-l : 2-dihydropyrimidine } colourless, slender needles, m. p- 
177°. This monobromide is converted by bromine in glacial 
acetic acid solution into a highly unstable, orange-coloured tetra- 
bromide, but the reaction appears to be complicated and not 
entirely due to simple addition of bromine. 
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As the salt of a secondary base, ai-methylaminopropiophenone 
Hydrochloride is able to condense with formaldehyde and ketones 
jr substances with reactive hydrogen atoms; thus with anti- 
ovrine it gives ^-phenacylmethyl-cc'-antipyrino-i-methylmethylamine, 
rJ -.NPh 

CH 2 Bz*CH 2 *NMe*CH 2 *C< CMet ^ Me , thin, slender needles, m. p. 
§6°; the corresponding hydrochloride has m. p. 164°. H. W. 


Some Ketones of the Pyrazole Series. <J. A. Kojahn ( Ber ., 
1922, 55, [B], 291 — 294). — It has been shown previously that very 
varying yields of ketones are obtained by the application of 
the Friedel-Crafts method to o-chIoro-l-phenyl-3-methylpyrazole 
(Michaelis and Rojahn, A., 1917, i, 480). The influence of substi- 
tuents in the pyrazole ring on the reactivity of the hydrogen atom 
in position 4 with respect to the ketone synthesis has been 
investigated in greater detail, and it is found that only those 
chloropyrazoles which have an aryl group in position 1 yield 
ketones, whereas it is not very material whether the substituent 
in position 3 is an aryl or alkyl group. The synthesis cannot 
he effected with 5-pyrazolones which yield 0- or 0 - and A T -benzoyl 
derivatives. 

The following individual substances are described : 6-Chloro- 


4- benzoyl- l-p-tolyl-3- methyl p yr azole , 


X{C 6 H 4 Me)|;*Cl 
Hflle CBz 


(from 


5-chloro-l-p*tolyl-3-methylpyrazole, benzoyl chloride, and aluminium 
chloride in the presence of carbon disulphide), colourless, hexagonal 
dates, m. p. 70°. o-Chloro-4-benzoyl-\ : 3-diphenylpyrazole (from 
i-chloro-1 : 3-diphenylpyrazole, m. p. 56° instead of 49° recorded 
n the literature), needles, m. p. 127°, b. p. 340 — 345°/25 mm. 

.NBz*lOBz 

)-Benzoxy-l-benzoyl-3-metkylpyrazole, (from 3- 

nethyl-5-pyrazolone and benzoyl chloride in the presence of 
iluminium chloride or by the Sehotten- Baumann method), long 
icedles, m. p. 128°, which is converted by bromine in glacial 
acetic acid solution into 4 -bromo-o-benzoxy- 1 -ben zoyl -3 -met kylpyrazole , 
ong needles, m. p. 167°. -i- Phenyl- 1 -p -tolyl-3 - m eth yldipyrazole , 

^ v)Me W (from 5-chloro-4-benzoyl-l-/>-toiyl-3- 

methylpyr azole and hydrazine hydrate at 160 — 175°), colour- 
less, matted needles, m, p, 244°. 1:3: 4-Triphenuldipurazole, 

v JfPh*C-NEL 

^ ^CPh-C’CPh^^’ nee( ^ cs > P* -33°. H. W. 


The Action of Diazomethane on tlie Ureides and Uric Acid. 

J. Herzig ( Z . physiol. Chem., 1921, 117, 13—27). — A number of 
ureides and uric acids were methylated w ith diazomethane. Alloxan 
ndded a syrupy substance, C 4 N 2 0 3 Me 2 ‘0Me. From barbituric acid, 

1 crystalline substance, NMe< rQ. K y^>C-0 Jly, m. p. 164—166°, 
obtained. Diethylbarbituric acid yielded an oily substance, 
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C 8 H ll N 2 0 3 Me } which, after several months, crystallised in needles 
m, p. 33 — 36°. Phenylethylbarbituric acid gave a compound, 1 
Ci 2 H 10 O 3 N 2 Me 2f 

a crystalline mass, m. p. 88 — 90°, di propyl barbituric acid gave a 
crystalline compound, C 10 H, 4 O 3 N 2 Me 2 , m. p. 80—83°, uric acid 
gave a tetramethyl uric acid, CLOjNjke* the four methyl g roups 
being attached to nitrogen. On. treating barbituric acid witt 
methyl sulphate in sodium hydroxide, a compound, C 4 H 2 0 3 N 2 M ei> 

probably CO<^®^>CH s m. p. 119—121°, was obtained. 

S. S. z. 

Pyrimidines from Alkylmalonic Esters and Aromatic 
Amidines. Arthur W. Dox and Lester Yoder (J, Amo- 
Ckem. Soc., 1922, 44, 361 — 366). — Alkyl malonic esters readilv 
condense with aromatic amidines in the presence of sodium cthoxide 
the. monoalkylmalonic esters yielding insoluble yellow pyrimidine 
derivatives and the dialkyl esters giving soluble colourless deriv 
atives. The colour of the derivatives from the monoalkyl esters 
is thought to be due to a tautomeric rearrangement to a compound 

of the structure With two exceptions, the 

o -monoalkyl derivatives of pyrimidine ail melt at above 300*. 
whereas the 5 : 5-dialkyl derivatives melt considerably below 300 . 
The pyrimidine derivatives described are allanalogous to 4 : 6-dLUcto* 
2 -phenyl- 5 : 5-diethyltetrahydropyrimidine and are : 



Substituents. 


Substituents, 

o- Carbon. 

2 -Carbon. 

M. 1>. 

£> -Carbon. 

2-Carbon, M, p. 

Phenyl 

Methyl 

>300" 

Ethvl 

p-Tolyl >;i(ni : 

Methyl 

>300 a 

Ethyl 

p- Ethoxy phenyl >Mf 

Benzyl 

Methyl 

>300' 

Dimethyl 

Phenyl 184 

Methyl 

Phenyl 

>300' 

Diethyl 

Phenyl 20? 

Phenyl 

>300° 

Dipropyl 

Phenyl Ifip 

Ethyl 

Phenyl 

>300“ 

Dibutyl 

Phenyl D4 : 

Aliyl 

Phenyl 

288-280° 

Dibenzyl 

Phenyl 2:U r 

Butyl 

Phenyl 

298-207° 

Diethvl 

p-Tolyl m : 

iso Amyl 

Phenyl 

>300° 

Diethyl 

V -Ethoxy phenyl l(i.r 

Benzyl 

Phenyl 

>300' 

Diethyl 

£ -Naphthyl " 17b 

Dimethyl 

Phenyl 

203' 

W. G. 


Pyrimidines. XCI. Alkylation of 2-Thiolpyrimidines. 

William John Horn {J. Arrnr. Chan . Soc., 1921, 43, 2603—20111 
—Experiments are described showing further abnormalities in the 
alkylation of 2-thiolpyrimidines (cf. Johnson and Haggard, A. 
1915, i, 88 ; Johnson and .Moran, 1916, i, 78). A study has no* 
been made of the alkylation of 2 -j5-nitr obenzylthiol-4- methyl- 
dihydro-6-pyriraidone. With methyl iodide substitution in the 
1 -position first occurs, and then this compound apparently forms 
an additive product with another molecule of methyl iodide. With 
ethyl bromide or aliyl bromide, however, the action is quite different, 
oxygen ethers beinj formed in each case and there is no indication 
of substitution of the alkyl groups on a nitrogen atom of the ring. 
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2-p - xY itrobenzyltkiol-^-melhyldihydro-Q -pyrimidone, 

CH< CMe^ >C ' S ' CH 2' C « H ‘-N0 2> 

m p. 220°, is obtained by the action of p-nitrobenzyl chloride on 
the sodium salt of 2 -thio -4 -methyl uracil. When treated with the 
calculated amount of methyl iodide in the presence of sodium 
methoxide, it yields 2-p-nitrobenzylthiol- 1 : 4-dimethyldihydro-Q- 

Pyrimidone, CH<^|'^>C'S-CH 2 -0 6 H 4 -N0 2 , m. p. 136°, which 

i 8 hydrolysed by hydrochloric acid, giving 1 : 4-dimethyluracil 
and jj-nitrobenzylmercaptan, m. p. 58°. By further alkylation, 
his dimethyl derivative gave an additive compound, some of 
hich was also isolated from the products of the first alkylation. Its 

onstitution is apparently CH<^ Ale ) ‘ N ^ >C-S-CH 3 -C 6 H 1 -NO ; , 

nd on hydrolysis it gives 1 : 4-dimethyluracil and p -intro benzyl 
isulphide, m. p. 126*5°, the latter being formed by oxidation due 
) the presence of a trace of free iodine. 

With ethyl bromide the sodium salt of 2-p-nitrobenzylthiol-4- 
icthyldihydro-6-pyrimidone gives Q-etJioxy-'2-p-nitrobenzylthiolA- 

i ethylpyrimidine, C < S > CH 2 > C 6 H 1 < X 0 2 , m. p. 104°; 

n hydrolysis, this yields 4-methyluracil. In a similar manner 
ith allyl bromide, (\-allyloxy~%p-niirobcnzylthiolA-methylpyrimidine y 
i. p. 77 — 78°, is obtained. 

Strakosch’s observation ( Ber 1872, 5, 698) giving the m. p. 140° 
)rp-nitrobenzyl mercaptan is incorrect (see above) and a repetition 
f his work did not yield any of this mercaptan. W. G. 

Colouring Matters from 1:2:4: 5-Tetrahydroxybenzene 
nd Related Substances. Dhirendra Nath Mukerji (T., 
922, 121, 545 — 552). 

The Cyanine Dyes. TV. Cyanine Dyes of the Benzothi-' 
zole Series. William Hobson Mills (T., 1922, 121, 455 — 
66 ). 

Ring Closure with Hydrazinedicarbonamides containing 
Sulphur. II. Thiourazole. F. Arndt, E. Milde, and F. 
’schenscher (Ber., 1922, 55, [B], 341 — 356; cf. Arndt and Milde, 
b, 1921, i, 813). — Further investigation has established the genera 1 
alidity of the rule that ring closure with hydrazinedicarbonamides 
ontaining sulphur takes place in neutral or acid media by meais 
f the sulphur atom, with formation of thiodiazoles, whereas in 
lkaline solution it occurs through the nitrogen atom, thus giung 
riazoles. 

The hydrazide, NHPh*CO*NH*NH‘GS*NH 2 , loses success/elv 
■niline, ammonia, and hydrogen sulphide when boiled with solum 
ydroxide solution. The first change constitutes the main region 

nd leads to the production of thiourazole, -NH’ mall, 

olourless crystals, m. p. 206° (decomp,). The substanoe i most 
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conveniently isolated from the products of the reaction as the 
monosodium salt (the tri hydrate and anhydrous substance are 
described) from which free thiourazole is readily obtained by 
addition of acid. Elimination of ammonia gives 1-phenyllhii 

urazole, NPh<^|^ (see later), but the product derived by 

loss of hydrogen sulphide has not been isolated in this connexion. The 
constitution of thiourazole is established by the formation of a dark 
vellow tri-silver salt, C 2 ON 3 SAg 3 , by its oxidation by iodine in alco. 

NH— N*. 

holic solution to thiourazole, disulphide, CO-NH >0 ’k* b#U< -;NH-CO’ 

colourless, lustrous needles, m. p. 246° (decomp.) (the dihydmk 
is also described), and by the conversion of its monosodium salt 
by means of methyl sulphate into thiourazole methyl ether, 

J riQ NJJT 

NH< n/ n U . J T , colourless, anhydrous plates, m. p. 192—11)3°. 
C(biVLe)»N 

The substance described by Freund (A., 1894, i, 97; 1895, i, 400) 

-CO NH 

as thiourazole is actually iminothiodiazolone, 

(cf. Busch and Schmidt, A., 1913, i, 907 ; Busch and Lotz, A, 
1915, i, 317). . . 

[With Frl. Bielich.] — Thiourazole is more conveniently pre- 
pared by the action of boiling sodium hydroxide solution on the 
hydrazide , SMe*CO'NH*NH-CS-NH 2 ; the latter, a colourless, 
crystalline powder, m. p. 208° (decomp.), is obtained by the action 
of methyl chlorothioformate on thiosemicarbazide in warm aqueous 
solution. ^ ^ 

3 -IminoA -phenylurazole , jj, colourless, lustrous 

leaflets, m. p. 231—232°, is obtained readily and exclusively by the 
action of boiling alkali hydroxide on pkenylhydrazothiodicarbon- 
amide 8-methyl ether, NHPh-CO-NH*NH-C(:NH)-SMe, colourless, 
silky needles, m. p. indefinite 147° (decomp.). 

The hydrazide , NHPh-CSOv T H-NH-CO-NH 2 , small, lustrous needles, 
m. p. 198°, is prepared by the action of semicarbazide hydrochloride 
on phenvlthiocarbimide in aqueous alcoholic solution ; it is con- 
verted by boiling alkali hydroxide solution almost exclusively 
into 4-phenyl thiourazole (see above), long, coarse, colourless prisms 
(T-1H 2 0), m. p. (anhydrous) 196°. 4 -Pkenylthiourazole disulphide , 
needles, m. p. 284 - "285°, is most conveniently prepared by the 
oxidation of 4-phenylthiourazole with iodine in alcoholic solution. 
4 -Phenylthiourazole methyl ether crystallises in colourless, lustrous 
needles, m. p . 207 — 208°. The hydrazide, N H Ph * CS *NH *NH *CO 1 A H 2 , 
is transformed by methyl sulphate and sodium hydroxhle into the 
corresponding 8 -methyl ether which could not be obtained in 1 ( - 
crystalline form ; it is converted by boiling hydrochloric acid into 
phenylthiourazole methyl ether and by boiling sodium hydroxue 


solution into anilyiourazole, NH< 
anhydrous crystals, in. p. 238°. 


.CpjPh)*NH 


I , small, colourless 
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The hydrazide, NHPh-CS-NH-NH-CS-NH* lustrous leaflets 
m. p. 180** is prepared from thiosemicarbazide and phenylthio- 
carbimide in aqueous-alcoholic solution. It is converted by boiling 
alkali hydroxide solutions with loss of ammonia and hydrogen 

CS*NH J & 

sulphide into i-phenyldilhiourazole, NPh< cg ^ H , colourless, coarse 

crystals, m. p. 216° (decomp. } (the substance described previously 
in the literature as 4-phenyldithiourazole is anilinothiodiazolethiol) 
an d UminoA-phenylthiourazote, m. p. 267—268° (the monohydrate] 
colourless needles, is also described). Both substances arc acidic 
but can be largely separated from one another with the aid of 
sodium carbonate solution, in which practically only phenyl dithio • 
urazole is soluble. The latter substance is transformed by methyl 
sulphate in dilute ammoniacal solution into 4 -pkenylditkiourazok 
^.C(SMe)IN 

dimethyl ether , Nrh^Q^g^.^, long, lustrous needles, m. p. 132-5° 

(the corresponding nitrate has in. p. 141°) ; it is oxidised by potass- 
ium ferricyanide in the presence of sodium hydroxide or by an 
alcoholic solution of iodine to a mixture of products, one of which 
yellow crystals, m. p. 22 8°, gave analytical results in agreement 
with the formula hi 6 H 12 N 6 S 4 . 3-Imino-4-phenylthiourazole is 
converted by methyl sulphate and sodium hydroxide into the 
corresponding methyl ether , m. p. 168° (the hydrate „ 2C 9 H 10 N 4 S ILO 
silky needles, is also described) ; it behaves somewhat anomalously 
when oxidised, since it is stable towards iodine in alcoholic solution 
but is affected by potassium ferricyanide in the presence of ammonia 
or sodium hydroxide; probably, however, a disulphide is not 
thereby formed, since the same phenomena are observed with the 
methyl ether. ^y 

Disulphides with Neighbouring- Single and Multiple Link- 
ings. Syntheses of Triazoles and Thiodiazoles. Emil Fromm 
with Erich Kayser, Karl Briegleb, and Erich Fohrevbach 
[Annalen, 1922, 426, 313— 345). — The course followed by the 
reaction between bases and unsaturated disulphides of the tv™ 

J n ph gen ^ a 1 ’ v-r.p by the 

\.aWS*CR.Y+NH 2 Ph -> X.CR*SH -f XHPh-C RIY-fS The 
present paper shows that the reactions between hydrazines and 
jimilar disulphides are of an analogous kind and may be utilised 
for the synthesis of triazoles and thiodiazoles. For instance 
phenyldithiobiuret may react with hydrazine in two ways, eliminat- 
ing one atom of sulphur and yielding either aminophenylguanidino- 
tmourea or aminoguanidinophenylthiourea : 

8 8 XH*NH 2 SH SH NH-NH 

m:c-NH-c:NH^NPh:6 -XH— c:nh xph:6xH-i^H 2 ' 

The former can pass into a triazole by elimination of either H K 
substances'*' ^ latt “ CM g ‘ Ve only the fet of the two following 
XH <^C(XPh)'NH NJI < c (XPb)-NH 

U(NH)-NH * M1 ^CS NH 

vol, cxxn. i. 
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3-amino-5-anilino-l : 2 : 4-triazolc and 3-thio-5-anilmo-l : 2 : 4. 
t n siz ole 

The principal product is actually Uhio-o-anilirw-l : 2:4-im 2 olp, 
which separates from hot water in needles, m. p. 268 . -this shows 
that the main product of the initial nng-scission is the ammo- 
phenvlguanidinothiourea. The by-products obtained are 3-ammo, 
o-anilino-l • 2 : 4 -triazole, which has m. p. 77 and gives a mono- 
benzoyl derivative of m. p. 142% the saU in p. 70, of the amino- 
anilinotriazole (basic constituent) with the thioamlinotriazole (and 
constituent) and amino^nidiwphenylihtourea, which has m. ji. 

and yields a benzylidene derivative crystallising in yellow 
needles m P 223°. The thioanilinotriazole gives a dibenzoyl 
derivative (yellow needles, m. p. 130°), and on treatment with 
benzyl chloride and alkali yields o-aniliiw-Uenzyllhiol-l !: 4- 
triazole, which has m. p. 168° and gives & d, benzoyl derivative, 
m. p. 108". On oxidation by means of ferric chloride, the thio- 
anilinotriazole gives a yellow disulphide, S 2 (c< NH ->C‘NH Ph^, 
m n 225° which undergoes fission by means of sodium hydroxide, 
-riving S-hydroxy-o-an ilino- 1 : 2 : 4-triazok,m. p. 169 {thedibenzoyl 
derivative has in. p. 166°), and 3-thio-o-amlino-l . - . 4-tnazole. 
riiiline effects a similar fission, the products being the same thio- 
anilinotriazole and 3 : o-dianilino-l : i : 4-fmzofe, which is con- 
venicntlv isolated in the form of its drbenzoyl derivative, m. p 88 
The action of phenylhydrazine on pcrthiocyamc acid has already 
been investigated by Fromm and Schneider (A., 1906 1, 1 14) and. 
has been shown to proceed in directions analogous to the reactions 
described above, the products being 3 . o-dithio-l-phemd-1 : -:4- 
triazole and 3-amino-o-thio-l-phenyl-l : 2 : 4-tnazole. The foraier 
comDound is now subjected to a closer investigation with the 
view of establishing its constitution quite definitely. On methyls- 
tion bv methyl iodide and sodium hydroxide, it forms 3 : a-d, methyl 
ihioll -vhenvl-l : 2 : 1-triazole, filamentous needles, m. p. iS'o 
which on oxidation by permanganate yields 3 : 5 -dmethyldtmlpfm- 
1 vhenvl-l • 2 * 1-triazole , filamentous needles, m. p, 182 , together 
With a substance, C J0 H u O 2 N 2 S 2 , m. p. 104-5% which may be either 
a monosulphone or a disulphoxide. lhe disulphone is 
towards alkalis and loses one sulphonc group, yielding o-hydnuy- 
•i.mcthyUulphone-l-phcnyl-1 : 2 : 4-tnazok, m. p. .206 , identical 
with the substance obtained on oxidising Aerees o-hydroxy .!- 
methylthiol-l-phenyl-1 : 2 : 4-triazolc (A., 1904, i, fa ) by mean* 

of nermaneanatc. o-Hydroxy-3-ineihylsulphone-l-phcnyl-l . i.i 

triazole can be methylated by means of its silver salt, givuig 
5mXc»-3-metf i/kidpbone-l-phmyl - 1 : 2 : 4-tnazole which separate 
from alcohol in tine needles, m. p. 206 r . The disulphone, m contr^ 
to its behaviour towards alkalis, is very- stable towards acids, an 
can be nitrated with the formation of 3 : 5 -dtmethykulphoM ■ 
nkrovLnvkl-i - Uriazok, m. p. 238°, which with alkalis is con- 
verted into a substance, o-hydroxy- 3 -meihMph>na-nitro^J 

1 2 : 4-triazolc, m. 'p. 234°, identical with the product obtain 

on directly nitrating hydroxymethylsulphonephenyltnazole. 



ORGANIC CHEMISTRY. 


i. 379 


Some derivatives of 3-amino-o-thio-l-phenyl-l : 2 ; 4-triazole are 
described also. %-Amino-5-mdhylthiol-\-phenyltriazole, needles 
m. P- 148 °> “ obtained with the help of methyl iodide and alkali- 
on benzoylation in the presence of pyridine, it yields 3-benzoyl- 
amino- 5-methyltkiol- 1 -phe7iyl- 1 : 2 : 4 -triazole, m. p. 141*5°, which 
may also be obtained by methylating Fromm and SturnPs 5-thiol- 
3-benzoylamino- 1 1 -phenyl-1 : 2: 4-triazole (A., 1913, i, 204). A 
dibenzoyl derivative, m. p. 152°, is formed when 3-amino-5-methyl- 
thiol-1 -phenyl triazole is heated with benzoyl chloride until hydrogen 
chloride is no longer evolved. 

The simplest members of the series to which the above substances 

belong are 3 : 5-dithiol-l : 2 : 4-triazole, and 5-amino- 

b(iSM).N 

3-thioI-l : 2 : 4-triazole, which are both obtained 

0(iNli 2 ).N 

as their hydrazine salts when hydrazine hydrate is allowed to react 
with perthiocyanie acid. They may be separated by taking 
advantage of the fact that the monothiol compound is the weaker 
acid and is liberated in the free condition w r hen an aqueous solution 
of its hydrazine salt is evaporated. The hydrazine salt of the 
dithiol compound is stable in these circumstances, but may be 
decomposed bv means of mineral acids or by benzaldehyde. 
d-Amim-3-thiol-l : 2 : 4 -triazole separates from water in small, white 
needles, m. p. 298° (decomp.) ; 3 : o-dithiol-l : 2 : 4 -triazole, m. p. 196° 
(decomp.), has strongly reducing properties ; it first reddens blue 
litmus paper and then bleaches it, and quickly reduces iodine, ferric 
chloride, and ferricyanide ; it gives a yellow had salt, C 2 HN s S 2 Pb 
and a hydrazine salt, C 2 H 7 X 5 S 2 , m. p. 268° (dccomp.). On benzoyla- 
tionby the Schotten- Baumann method, aminothioltriazole gives 5- 
mmo-34kion-2 : i-dibenzoyl-1 : 2 : 4 -triazole, yellow* crystals m p 
178°, whilst the dithioltriazole yields 3 : o-ditkion- 1 : 2 : 4 -tribenzoyl- 
] : 2 : Unazole , m. p. 171 c , w hich on treatment with benzyl chloride 
atm sodium hydroxide gives 3 : r>-dibcnzylthiol-\ : 2 : Uriazole , m. p. 
112 (its hydrochloride has m. p. 157'), the product of the direct 
benzylation of dithioltriazole. The dibenzyl compound, on benzoyla- 
tion by the Schotten-Baumann method, yields Uenzoul-3 • o-di- 
bmzylthiol-l : 2 : Uriazole, which forms fine, w hite needles, m. p. 91°. 
The tribenzoate is readily hydrolysed bv alkalis, all three benzovi 
groups being eliminated. All these reactions are in harmony with 
the constitutions assigned to the original condensation products 
An investigation of the substances, C 2 H 3 X 3 S 2 and Q,H,X,S, 
obtamed by Treund and Imgart (A., 1895, i 400) from hVdrazo- 
eucarbondithioanndc leads the present authors to the conclusion that 


these substances are not triazoles, but thiodiazole* ^ ^ ^ 

; C(NH ) . N ’ C(XH)*XH 

and isomeric, therefore, with the substances obtained 

horn perthiocyanie acid and hydrazine. 5-Amino-3-thion-4 : 1 ■ ■>. 

lodiazole forms a lead salt, C 4 H 4 N 6 S,Pb. a’nd on benzoylation 
gl ' e!> 0 ' am no-3-thion-'2 : 5-dibenzoyU : 1 : Uhiodiazok , m. i *>24° ■ 
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on benzylation, fission of the ring occurs c and b enzyl benzylthiol^. 
carbazimcarbothioxylale, C 7 H 7 , S , C(NH 2 ).N'N.C(OH)-S , C 7 H 7> is pro. 
duced. This substance forms palm-leaf-like crystals, m. p. I9d , 

and on benzoylation gives an cmhydro-benzoate, Or “ 

m p 123° which may also be obtained by benzylating the above 
diherizoyl compound. Freund and Imgart’s melting points f 0r 
o-amino*3-thio-4 : 1 : 2-thiodiazole and 3 : 5-diamino-4 : 1 : 2-thio- 
diazole are revised to 228 — 235° and 210 respectively. ■ . 1. 

Aminonaphthatriazoles as Colour Intermediates. Gilbert 
T. Morgan and Hugh Gilmour (J. Soc. them. Ind., 1922 41, 

51 02t). To compare it with 6-amino-2-p-tolyl-ap-naphthatri- 

azole (this vol., i, p. 181), the correspond- 
ing 9-aminotriazole (accompanying 
formula) was prepared. 8-Nitro-!}. 
naphthylamine was coupled with 
tolucne-P'diazonium chloride, forming 
1 -$ 4 olueneazo-$’nitro - p - naphthylamine. 
dark red prisms, m. p. 177-178“. When oxidised with chromium 
trioxide in glacial acetic acid solution, this gave 9.»dM>-2.p.to(yb«$. 
mpldhatriazole, yellow needles, m. p. 187°. By reduction with 
stannous chloride and hydrochloric acid m acetic acid solution, 
$-amino-°-v4old-«’i-mphthatrUizoU hydrochloride was obtained, 
minute yellow needles decomposing at 220“. The O-aminotnaxoleis 
much more reactive than the 6-isomeride, as it condenses readily 
with n-nitrobenzenediazonium chloride to give an aininoazo- 
derivative which can again he diazotised and coupled with 
S-naphthol or its snlphonic acids. , . ... 

P Both 5-nitro- and S-nitro-fi-naphthylammes when coupled with 
n-nitrobenzenediazonium chloride yield triazoles which on rcduc- 
tion give respectively 6- and 9 .amino- 2 -p-aminophenj : l.«p-naphtlia- 
triazole The hydrochlorides of these are readily diazotised and 
the resulting bisdiazonium salts couple readily with naphthol- 
sulphonic acids to form disazo-dyes. G-Nilro.i.p-mtrophenyH- 
naphthatriazole crystallises from acetic acid m minute jgw 
needles m p 242-243°; Q-amiM- 2 -p-amiwphenyL*$-mphtk<i- 
triazok hydrochloride forms microscopic, yellow spicules decor), 
nosing at 300° ; the free base shows an intense green fluorescence 
in alcoholic and ethereal solution. 

naphthatriazole separates from glacial acetic acid m yellow J*™, 

m p 270—271° ; y-amino^p-aminoplwnyl-zp-napkthatnazole hydro 

chloride forms yeUow needles readily soluble in hot water ^ R 

7 : 9-Dialkyldeoxyuric Acids. I. Heinrich Biltz (iwofe*. 
1922, 426, 237 — 246). — 7 : 9-Dialkyl-8-thiounc acids, which are 
obviously incapable of being converted into xanthines « 
method previously employed (Biltz and Strufe, A., 192 , b , 
and cannot readily be converted into the unc acids by oxidauo", 
^ss,T?reatnJt with mild, oxidising agenU mto substen^ 
termed deoxyuric acids, containing one atom of oxygen les 
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the corresponding uric acids. They are more strongly basic than 
the uric acids and are characterised by forming sparingly soluble 
salts with the acid HI 3 . A convenient method of preparation 
consists in oxidising by means of iodine a solution of the sodium 
salt of the 7 ; 9-dialkyl-8-thioui ic acid, rendered alkaline by sodium 
hydrogen carbonate ; usually the periodidc of the deoxyuric acid 
is precipitated. Nitrous acid also converts the thiouric acid into 
the deoxyuric acid. 

The deoxyuric acids are very stable substances ; in acid and in 
alkaline solution they are remarkably resistant to oxidising and 
reducing agents. However, the product obtained by the action 
of chlorine water gives the murexide test with ammonia, and 
theperiodide when heated with sodium hydroxide decomposes, with 
the formation of a moderate quantity of the corresponding di alky lurie 

acid, from which it appears that the residue, ^H-CO-C-NRv^ 

CO-NH-C-XR' 

must exist in the deoxyuric acid. With aqueous barium hydroxide 
hydrolysis occurs; the product is a formyJdialkyldiaminouracil, 
from which the formyl group may be eliminated with the aid of 
hydrochloric acid. The free dialkylcliaminouracil may be re- 
formylated, using formic acid, and the formyl compound de- 
hydrated with the formation of the original deoxyuric acid. Tf the 
djalkyldiaminouracil is treated with ehloroformic ester, a urethane 
is produced, from which the uric acid may be prepared bv the 
usual means. 

These reactions are represented as follows : 


NH-CO-C-XR-CHO — ? 
COXH-C-NR T — CO-NH-OXHR' -^y 


(1,-fNaOH) 




NH-CO-C-XHR 

CO-NH-C-NHR' 

/ 

/ Cl*CO,Et 


NH-CO-C-NR\ co v _ NH’CO'C-NR’COgEt 

CO-NH-ONR' C OXH-C-XHR’ 


The constitution suggested for the deoxyuric acids is a remarkable 
one, inasmuch as it involves a quinquevalent nitrogen and the 
presence of a triple linking in a ring, but it appears not to 
be without analogy. Possibly the above formula should be 

i, i , NH*CO*C~NR> r . 

changed to ! zY n but the foimula 

CO-NH-C-jSR 


NH.CO.C-NR >C:rC< 

CO-NH-C-NR/ 


NR-C-CO-NH 

NR'-C-NH-CO 


is out of the question by reason of the molecular weight and on 
obvious chemical grounds. C. K. I. 


7 : 9-Dialkyldeoxyuric Acids. II. 7 : 9-Dimethyldeoxyuric 
Acid. Heinrich Biltz and Hans But.ow (Annalen, 1922, 426. 
-46—263; cf. preceding abstract). — 7 : 9-Dim fithyl-S-thw-il-vric acid 
is readily prepared from 7-methyluramil and methylthiocarbimide. 
It separates from warm water in four-sided prisms, m. p. 224° 
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(corr. ; decomp.), after sintering at 215°. A small amount of 
7 : S-dimethyLS-thiouric acid is formed as a by-product in this 
condensation, and may be obtained in good yield from the f uric 
acid by boiling with 10% hydrochloric acid. It forms needles 
which dissolve in about 600 parts of boiling water and melt with 
decomposition at 362°, 

7 : 9 -Dimethyldeoxyuric acid may be prepared from the thiouric 
acid by either of the general methods previously described. It i s 
soluble in about 4 parts of boiling water, from which it separates 
in needles which decompose at 385 . It has the stability and 
general properties characteristic of its class (preceding abstract) 
and fgrms a hydrochloride, (decomp. 345— 350°), a perchlorate 
(decomp. 270°), an acid sulphate (decomp. 265°), a nitrate (decomp. 
205°), an iodide (decomp. 350°), a periodide , C 7 H 8 0 2 N 4 ,HI 3II dark 
brown needles (decomp. 180—210°), an aurichbride, 
C 7 H 8 0 2 N 4 ,HAuC1 4 

(decomp. 286 — 296°), a platinicMoride , and an additive product 
with silver nitrate ( ? 2C 7 H 8 0 2 N 4 ,AgN0 3 ). 7 : 9-Dimethyldeoxy. 
uric acid is converted by heating with sulphur into 7 : . 9-dimcthyl. 
8- thiouric acid, and by iodine and alkali hydroxides into 7 : 9-di* 
methyluric acid. 6- Methyla mini) - o-formylmethylaminouratil (de- 
comp 385°) can be crystallised from about 20 parts of boiling 
water, or from acetic acid, but in the latter case 2CH a *C0 2 H is 
retained. 5 : 6-Dimeihyldiaminouracil crystallises from acetic acid 
(with 2CH 3 ‘COoH) as rhombic plates, m. p. 380° (decomp.), and 
mves a hydrochloride which decomposes at 261°. The methyl 
carbamate obtained from 5 : 6-dimethyldiaminouracil and methyl 
chlorof ornate, dissolves in 60 parts of boiling water and decom- 
poses at 343°. The ethyl ester is soluble in 10 parts of boiling water 
and decomposes at 325°. ^ 


7 : 9-Dialkyldeoxyuric Acids. HI. 7-Methyl-9-ethylde- 
oxyuric Acid. Heinrich Biltz and Hans Bulow (Annakn. 
1922 426, 264 — 269; cf. preceding abstracts). — l-MethyUQ-dkyl 
S-thio-xh -uric acid, prepared from 7-methyluramil and ethyltMo- 
carbimide, forms hexagonal tablets, decomp. 206° (corr.). Hip 
thiouric acid dissolves in about 400 parts of boiling water, from 
which it separates in silky needles, decomp. 359°. 1-MethyUMhjb 
deoxyuric acid crystallises with 2H 2 0 as leaflets, decomp, 3:o" 
(corr.) and gives a hydrochloride, decomp. 277 — 278° (corr.); an 
iodide, decomp. 254° (corr.); a periodide, C 8 H 10 O 2 N 4 ,HI 3 , decomp. 
215° (corr.); an aurichloride, C 8 H 10 O 2 N 4 ,HAuC 1 4 , decomp. 190, 
and a complex salt with silver nitrate. All these compounds arc 
similar to the lower homologues previously described. C. K. 1. 


7 : 9-Dialkyldeoxyuric Acids. IV. 9-Methyl-7-ethylde- 
oxvuric Acid. Heinrtcii Biltz and Dorothea Heidkick 
(. Annalen , 1922, 426, 269-283; cf. preceding abstracts - 

9- Metkyl-7-ethyl-8-thiO‘ii/-uric acid , leaflets, m. p. 212 (decomp . ■)> * 
difficult to isolate owing to the ease with which it undergoes c • 
version into V-methyll -ethyl-S-thiouric acid, silky filamentous crys- 
tals deoomp. 344° (com). 9-Methyl-l-ethyldeoxyuncacid, separates 
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from water with 2H 2 0 in rectangular leaflets, decomp. 340° (corr.), 
and gives a hydrochloride, decomp. 263° (corr.); an iodide, decomp. 
> 51 ° (corr.); a periodide , C 8 H 10 O 2 N 4 ,HI 2 , decomp. 215 — 222° 
(corr.); a periodide , C 8 H 10 O 2 N 4 ,HI s , decomp. 230 — 235° (corr.); 
a perchlorate, decomp. 238° (corr.); a nitrate , decomp. 194° (corr.); 
an auricUoride, decomp. 239° (corr.), and a complex salt with 
potassium tri-iodide, C 8 H 10 O 2 N 4 S,KI 3j decomp. 242° (corr.). 
f). Methylamino-o -formylethytaminon racil, best obtained by using 
lime-water in place of baryta, forms hexagonal crystals, decomp. 
062° and is extremely soluble in water. fi-Metkylamino-5-ethyl- 
aminouracil , forms long needles, m. p. 23o° (decomp.), gives a 
hydrochloride, C 7 H 42 0 2 N 4 ,HC1, decomp. 280° (corr.), and a methyl 
carbamate, m. p. 326° (decomp.), on condensation with methyl 
chloroformate. 9 - M ethyl - 7 - eihylunc acid, forms small, lancet-like 
leaflets, m. p. 355® (corr., decomp.), and on treatment with chlorine 
and water yields 4 : 5 -dikydroxy-%- m ethyl-1 -eth yl - 4 : o-dikydrouric 
acid which crystallises as small elongated prisms, m. p. 240° 
(decomp., corr.). 4-Hydroxy-ii-mcthoxy-^-metkyl-l-elhylA : 5-di- 
hydrouric acid, m. p. 131° (corr.), and 4-hydroxy-o-etJwxy-9-methyl- 

7- etkyl-± : 5-dihydrouric acid , m. p. 193°, arc prepared from the 
uric acid by means of chlorine and methyl or ethvl alcohol. 

C.K.I. 

7 : 9-Dialkyldeoxyurie Acids. V. 1:7: 9-Triniethylde- 
oxyuric Acid. Heinrich Biltz and Hans Bulow (Annalen, 
1922, 426, 283 — 290 ; cf. preceding abstracts). — 1 : 7 : 9 -Trimethyl- 

8 - thio-ifr-uric acid is readily prepared by condensation of 1 : 7-di- 
methyluramil with methylthiocarbimide. It forms small, thick 
crystals, decomp. 185°, and on heating with hydrochloric acid 
passes into 1:7: 9-trimethyl-S- tkiouric acid, m. p. 317° (corr.), 
which may also be obtained from 7 : 9-dimethylthiourie acid by 
methylation with the help of methyl sulphate. 

1:7: 9- Trimethyldeoxyuric acid separates from water in small, 
rhombic leaflets, with 1H 2 0, m. p. 348° (corr., deeomp.), and forms 
a hydrochloride, filamentous needles, deeomp. 231“ (corr.), an iodide , 
glistening, rectangular leaflets, deeomp. 249“ (corr.), a periodide , 
C 8 H 10 O 2 N 4 ,HI 3 , sinters at 208°, a nitrate , sinters at 125°, and an 
aurkkloride, C 8 H 10 O 2 N 4 ,HAuC 1 4 , needles, deeomp. 267° (corr.). 
(i- M etkylamino-5 -formylm ethyla m in o- 3 - methylu racil , forms rectangu- 
lar tablets which sinter at 2(57° and evolve w’ater vapour, leaving a 
residue consisting of 1:7: 9-trimethyldeoxyuric acid. 0. K. I. 

7 : 9-Dialkyldeoxyuric Acids. VI. 1:3:7: 9-Tetra- 
methyldeoxyuric Acid. Heinrich Biltz and Dorothea Heid- 
RICh ( Annalen , 1922, 426, 290 — 299; cf. preceding abstracts). — 
1:3:7: S-Tetramethyl-^-uric acid, deeomp. 165° (corr.), is prepared 
from 1:3: 7-trimethyluramil and methylthiocarbimide, or, 
alternatively, from 7 : 9-dimethyl-8-thio-^-uric acid by methylation 
with methyl sulphate. It passes very easily into 1:3:7: 9 -tetra- 
metkyUhiouric acid, which forms fine needles, m, p. 255 — 258° 
(deeomp., corr.). Methylation of 1 : 3 : 7-trimethyl-8-thiouric acid 
oy means of methyl sulphate and sodium hydroxide leads to the 
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formation of the 8-mdhylthiol ether , m. p. 179 — 180° (corr.), which 
appears to possess no tendency to pass into the isomeric C-methy] 
derivative. 

1:3:7: §-Tetramethyldeoxyuric ac id, m. p. 282° (corr.), forms a 
hydrochloride, m. p. 110 — 115° (corr.), a perchlorate, decomp. 2&7° 
(corr.), an iodide , decomp. 238° (corr.), and a periodic \ 
C 9 H 12 0 2 N 4 ,HI 3 , m. p. 195° (coit.), and on hydrolysis by barium 
hydroxide yields 6 • m dhylamino -5 -formylmethylamino- 1 : 3 -dimethyl I 
uracil , which separates from alcohol as small, elongated prisms 
decomp. 259 — 260° (corr.). 5 : ti-Dimethylamino-1 : 3 -dimethyluracil, 
decomp. 290° (corr.), is unstable in the presence of air and moisture! 
It forms a hydrochloride , prisms, decomp. 278° (corr.). These 
compounds are related like their analogues previously described. 

C. K. 1. 

7 : 9-Dialkyldeoxyuric Acids. VII. 7 : 9-Diethyldeoxyuric 
Acid. Heinrich Biltz and Hans Bulow ( Annalen , 1921, 426, 
299 — 305 ; cf. preceding abstracts). — 7 : §- Diethyl-8 -thio-\j/-uric mid 
(prepared from 7-cthyluramil and cthylthiocarbimide), form? 
leaflets, decomp. 208° (corr.). 7 : §- Di ethyl-8 -thiouric acid , decomp. 
340 — 369°, is sparingly soluble in boiling water, and does not give 
the murexide reaction. 7 : 9 -Diethyldeoxyuric acid separates with 
1H 2 0 from water as rectangular leaflets, decomp. 305 — 307°, and 
forms an iodide , rectangular leaflets, in. p. 262° (corr., decomp.), a 
periodide, C 9 H l2 0 2 H 4 ,Hl 2} brown needles, m. p. 225° (corr., decomp.), 
and an aurichloride, 0 9 H 12 0 2 N 4 ,HAuC1 4> decomp. 180—190°, 
Q-Ethylamim-o-formyhthylaminouracil, forms needles which decom- 
pose at 268° (corr.), eliminating water and leaving a residue consisting 
of the original deoxyurie acid. 0. K. I. 

9-Methyl-8-iodo-A 7:8 ~isoxanthine. Heinrich Blltz and 
Hans Bulow {Annalen, 1922, 426, 306 — 312; cf. preceding 
abstracts). — The sulphur atom in 9-methyl-8-thiouric acid i? 
removed by iodine and sodium hydrogen carbonate, the product 
being a polyiodide of 8 -iodo-^ -methyl- A 7 : *-]&oxanthine, which is 
obtained in the free state on subsequent reduction by sulphurous 
acid. It separates from 800 — 900 parts of hot water in short, 
thick crystals which begin to lose iodine at 280°. It forms an 
ammonium salt, C 6 H 4 0 2 N 4 I*NH 4 ,2H 2 0, and a di-iodide, C G H 5 0 2 N 4 l2» 
and on reduction by means of stannous chloride gives 9-methyl- 
A 7 : Msoxan thine, which is conveniently isolated in the form of it? 
stannichloride , (0 6 H 6 0 2 N 4 ) 2 ,H 2 SnCl 4 . 

Methylation of 9-methyl-8-thiouric acid by means of methyl 
sulphate and potassium hydroxide leads to the formation of 
8-methylihiol-§-meihyl-ti 1 : *-\&oxanthine, which forms fine needle? 
or four-sided leaflets, decomp. 335° (corr.). 0. K. 1. 

Oxonium Salts of Azo-substances. ¥. Kehrmann and B, 
van der Laar {Ber,, 1922, 55, [ B ], oil — 512).— p-Azoanisole unite? 
slowly with acid-free methyl sulphate at 55 — 60°, yielding violet 
crystals which dissolve in water; addition of perchloric acid to 
the aqueous solution precipitates the corresponding perchlorate, 
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(j H 17 N 2 CI0 6 , dark red leaflets with a violet, metallic glance, 
from which the platinichloride, (C 15 H 17 0 2 N 2 Cl) 2 PtCl 4 , is obtained 
aS a tile-red, crystalline powder. The constitution of the per- 
chlorate is in all probability represented by the formula 
0 Me’C 6 H 4 *NMc(ClO 4 )!N’C 6 H 4 *OMe; the oxonium formula, 
0 Me*C 6 H 4 *N. , N , C 6 H 4 , OMe 2 *ClO 4 , is improbable, but the quinonoid 

expression, 0Me*C 6 H 4 *NMe-N:C 6 H 4 :0<^Q , is not disproved. 
p-Azophenetole gives precisely similar salts. H. W. 

Preparation of o-Hydroxyazo-colouring Matters. Society 
oy Chemical Industry in Basle (F.P. 22347 ; from Chern . Zenlr ., 
1921 iv, 1067 — 1068). — Diazotised anthranilic acid is combined 
with pyrazolones containing a hydroxyl group in the aryl portion 
of the molecule, or diazotised aromatic amines which do not contain 
a, hydroxyl or carboxyl group in the ortho -position to the amino - 
t?roup are combined with pyrazolones containing a hydroxyl or 
carboxyl group in the aryl portion of the molecule. Colouring 
matters are obtained : — From o-diazotised anthranilic acid and 1-5'- 
sulpho-'2' -hydroxyphenyl-3-methyl-5-pyrazolone-%' -carboxylic acid , 

00 2 H*C 6 H 2 (SO 3 H)(OH) < C 3 K 2 H 2 O (from o-sulpho-2-hydroxy.l-hydr- 
azinobenzene-3-carboxylie acid and ethyl acetoacetatc). From diazo- 
tised chloroanthranilie acid (NH 2 : C0 2 H : Cl— 1:2:4) and 1 -o-chloro- 
^'-sulpho-’l-hydroxyphenyl-^-indhyl-o-pyrazolone (from o-chloro-3- 
&ulpho-2-hydroxy-l-hydi'azinobcnzene and ethyl acetoaeetate). 
From diazotised sulphoanthranilic acid (NH 2 : C0 2 H : S0 3 H^ 1 : 2 : o) 
and l-o'-nitro-^-hydroxyphcnyl-Z-methyl-o-pymzolone (from 5- nitre - 
2-hydroxy- 1-hydrazinobenzene and ethyl acetoaeetate). From 
diazotised sulphoanthranilic acid and 1 -4=' -hydroxyphenyl-S- m ethyl - 
^pyrazolone-Z' -carboxylic acid. From diazotised sulphanilic acid 
and l-4'-hydroxyphenyl-3-methyl-5-pyrazolone-3'-carboxylic acid . 
From diazobenzene and l-5'-ehloiT>2'-hydroxyphcnyl-3-methyl-5- 
pyrazolone -3' -carboxylic acid. From m-diazobcnzoic acid and 
l-5'-sulpho-F-hydroxyphenyl-3-methyl-5- pyrazolone - 3' - carboxylic 
acid. From 1 -diazonaph tha lene-5-sulphonic acid and 1 -4 '-hydroxy - 
phenyl-3-methyl-5-pyrazolonc-3'-carboxylic acid. o-Chloro-2-hydr- 
oxy-i-phenylhydrazine-'d-carboxyUc acid (obtained by reduction of 
diazotised 4-chloro-2-amino-l-hydroxybenzene-6-carboxylic acid) 
gives with ethyl acetoaeetate 1 : 5' -chloro-2' -hydroxyphenyl-Z-methyl- 
j-pyrazolone-3' -carboxylic acid. Most of the compounds obtained 
are fast yellow dyes. G. W. R. 

The Preparation of Optically Active Hydrazines. II. The 
Preparation of dl-p-sec.-Butylphenylhydrazine. The Resolu- 
tion of dl-p-sec.-Butylaniline. J. W. E. Glattfeld and Eugar 
Werthbim (J. Amer . Chern. Hoc.., 1021, 43, 2682-2687; cf. A., 
19-1, i, 63). — dl-p-sec . - Butylanilinc was obtained by reducing 
d l-p-mlm-see . - b uty lbcnzcnc with tin and hydrochloric acid. It has 
b. p. 112°/11 mm., and gives an acetyl derivative, m. p. 125—126° 
(-1- Reilly and Hickinbottom, T., 1920, 117* 120). The racemic 
hutylaniline was resolved into its optically active components hy 
converting it into its camphorsulphonates and separating these by 
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recrystallisation first from ether and then from a mixture of ethyl 
acetate and acetone. The 1-p-sec .-butylaniline has b. P- H6'o — 
118°/15 mm. and gives an acetyl derivative, m. p. 123— 124 c ; 
[ a jg 4-0-9301°. d-p-sec t - Butylaniline has b. p. 123 — 125 / 20 min. ; 
[aJ+O-26 0 . 

dl-p-sec. -Butylaniline was diazotised and the resulting product 
poured into a cold solution of sodium sulphite, giving a rich red 
solution. This was reduced by zinc and acetic acid and ultimately 
dLp-sec. -but ylphenylhydrazine was isolated having b. p. loo— 
157°/18 mm. and giving a hydrochloride, a sodium sulphonak, 
and a crystalline derivative with d-galactose, m. p. 152 155°. 
Attempts to reduce the active butylanilines in a similar way were 
not successful. W. G. 

The Coagulation of Protein by Sunlight. Elrid Gordon 
Young ( Proc . Roy. Soc ., 1922, [B] t 93, 23f> -248).— Sunlight or 
the arc light when freed from ultra* violet and infra-red rays can 
effect coagulation of scrum -albumin and ovalbumin when these 
have been recrystallised several times. The process consists of 
two separate reactions, (1) denaturation, (2) flocculation. During 
the primary reaction there is an increase of viscosity and specific 
rotation and a decrease of surface tension, and at the same time 
a. convergence of the reaction of the solution towards neutrality 
independent of its initial P H . Serum- albumin is much more easily 
affected than ovalbumin. The role of light is similar to that of 
heat — catalysis of the primary reaction. Addition of certain sub- 
stances, for instance potassium thiocyanate or alcohol, accelerate 
the reaction. K ’ 

Deaminoproteins. J. Herzig and Hans Lieb {Z. pkyml 
Ckem., 1921, 117, 1 — 12). — Deaminoglutin, deamino-ovalbumin, 
deaminocascin, and deaminogliadin yield, when treated by the 
Van Slykc and Sorensen methods, approximately the same amount 
of ammo-nitrogen as the respective proteins from which they arc 
derived. L 

Ultramicroscopic Investigation of Casein. B. Bleyer and 
R, Seidl (Kolloid Z., 1922, 30, 117 — 118). — An ultramicroscopic 
examination and comparison of calciumcasein and paracaseu 
and of acid casein and acid paracasein. In the case of the calciun 
derivatives, it is shown that the Brownian movement of the para 
casein compound is twice as rapid as that of the casein calciun 
compound. The individual particles of the paracasein compos 
are always smaller than those of the casein compound. 1 
indicates that the viscosity of paracasein solutions will be cod 
siderably smaller and the electrical conductivity larger than u 
corresponding solutions of casein, a result which con irms t# 
work of Laqueur and Sackur. It also supports Van Slykes 
that the molecular weight of paracasein is only half that of c 
The acid derivatives were prepared by shaking 1 gram of 
or paracasein with lt)0 ex. of A ? /100 hydrochloric, sulphuric, 
or acetic acid. On examination in the luminous beam, it is vm 
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that the particles are much larger than Hi the case of the calcium 
derivatives. As in the case of the calcium derivative, the casein 
particles are in more rapid motion than the corresponding para- 
casein particles. The lactic acid casein and hydrochloric acid 
casein particles are in the most rapid motion, but in all cases 
except lactic acid the velocity decreased markedly after keeping 
for twenty -four hours. The acid caseinates are shown to be 
adsorption complexes and not true chemical compounds. J. F. S. 

Crystallisation of Haemoglobin. G. Amantea and C. Krzysz- 
kowsky (Arch. Fisiol ., 1920, 18, 87 — 92 ; from Chem. Zentr 
1921, iii, 1324). — Crystallisation of haemoglobin from the blood of 
many animals can easily be effected if haemolysis is produced by 
saponaria-saponin (not, however, with human blood and blood of 
frogs and toads). The haemoglobin of nucleated corpuscles is crys- 
tallised with difficulty. Addition of gum arabic to red corpuscles 
may induce the formation of haemoglobin crystals. G. W. R. 
Pigment Metabolism. I. Fromholdt and Nersessov 
Biodiem. Z., 1921, 125, 149 — 152). — Bilirubin prepared from a 
lumber of different sources and analysed by Prcgl’s method for 
arbon and hydrogen, and nitrogen by that of Kjeldahl, gave 
alues in agreement with the accepted formula. H. K. 

The “Coupled” Nucleic Acid from the Pancreas. II. 
linar Hammarsten and Erik. Jorees (Z. physiol. Chem., 1922, 
18, 224 — 232). — The nucleic acid from the pancreas previously 
[escribed by Hammarsten yields guanylic acid and a substance 
vhich consists of a pentose and most probably of only one purine 
>asc, namely, adenine, on alkaline hydrolysis. In the authors’ 
ipinion, this reaction is characteristic of a nucleic acid resembling 
'east-nucleic acid. S. S. Z. 

The Isoelectric Point of Collagen. Arthur W. Thomas 
nd Margaret W. Kelly (J. Amer. Chem. Soc.., 1922, 44, 195 — 
101). — The swelling method of determining the isoelectric point of 
American hide powder as the source of collagen is applicable only 
or the purpose of locating the approximate isoelectric region 
vhen solutions of widely differing hydrogen-ion concentrations are 
mployed, and consequently large swelling differences are obtained. 
Che dye method gives more consistent results, the values of 
it the isoelectric point varying from 4*6 to 5*4, with an average 
>f 5 0. The results indicate that hide substance, generally referred 
e as collagen, is a mixture of proteins rather than one simple 
tfotein. The isoelectric points of a number of different proteins, 
is reported in the literature, are tabulated. W. G. 

The Significance of the Isoelectric Point for the Preparation 
>i Ash-free Gelatin. Jacques Loeb (J. Amer. Chem. Soc ., 
922, 44, 213—215; cf. A., 1919, i, 295, 296, 418; ii, 14, 399, 
197).— A reply to Smith (cf. A., 1921, i, 749). W. G. 

L The drying and Swelling of Gelatin. S, E. Sheppard and 
[■ f Elliott (J. Amer , Chem. Soc., 1922, 44, 373— 379).— A pre- 
pinary note in which the authors consider the behaviour of 
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"elatiii in “ leaf ” form aftd in cubes on ordinary ‘ forced drying 
and subsequent swelling. They conclude that the case-harden- 
ing ” effect, in particular as initiated at edges and corners, i s 
responsible for two important phenomena in the hydration, 
dehydration cycle of gelatin jellies. The first, noted with leaf ” 
gelatin, is that the greatest shrinking and subsequent swelling 
takes place perpendicularly to the largest evaporating surface 
(cf Shreve, A., 1919, i, 228). The second is the apparent influence 
of the original concentration of the gelatin jelly on its swelling 
limit subsequent to drying. This they regard as ^due to the initial 
case-hardening, which preserves an approximate skin extension " 
corresponding with the original figure. On this basis, any structure 
is not inherent in the gelatin, but is an environmental impress, a 
strain structure in the original mass. " * G. 


Swelling and Gelation of Gelatin. Robert H. Bogue 
U Ind, Eng. Chem., 1922, 14, 32— 35). — When gelatin sols and 
geis are treated with sodium silicates of varying composition, 
the swelling and the viscosity increase with a decrease in the silica 
content and appear to be dependent on the pa value, as this increases 
constantly with increase of the ratio Na,0 : Si0 2 . The swelling 
and viscosity reach their maximum at p„ 8S, and decrease slightly 
at higher values ; the jelly consistence, however, is solid at i v 
values between 4 7 and 8'0, but becomes soft at 8-5 and is liquid 
at 9 0. W ' P ' b ' 


Movement of Pepsin in Agar-agar Gels with and without 
Protein C A PekelharixG (Proc. K.Akad. Wetensch. Amsterdam, 
1921 24 269— 279).— Pepsin (A., 1902, i, 411) from the gastric 
mucosa of pigs diffuses more rapidly in agar-agar gels containing 
proteins than in similar gels to which no protein has been added 
or which contain mixed amino-acids. The movement of pepsin 
through gels containing protein is held to be due to alternate com- 
bination of the enzyme with the protein substrate and decom- 
position of the substrate with liberation of the enzyme,, this wen 
is supported by the fact that in gels specially punhed from nitro- 
genous substances, diffusion of pepsin is slower than m ordinal) 
agar-agar gels. ‘ 

Uniformity in Xnvertase Action. J. M. Nelson and David I. 
Hitchcock (J. Amur. Chem. Soc., 1921, 43, 263^— l-65o). y-f rain 
a consideration of the results of Nelson and \osburgh (cf. -t 
1917 ii 2o2) and now data recorded, it is shown that all prepaiato 
of yeast invertase are not alike in their action, but that som ® ® 
them arc abnormal in allowing the hydrolysis of sucrose o * 
more than others after the first 20% of the aversion 
following empirical equation has been deduced, which 
experimental data for the hydrolysis of sucrose by normal mtertiue 
over an extreme range of invertase concentration ot 1^ . 1. 
t=lln [log 100 /( 100 . -p)+0-002642p -0-000008860/- 


where i is the time, p the percentage of sucrose inverted and n » 
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constant which is proportional to the amount of active invertase 
present. It is shown that the hydrolysis-time curves for normal 
invertase are of the same shape for these different invertase con- 
centrations and can be made to superimpose if the time scale be 
multiplied by the proper constant. The hydrolysis curve with normal 
invertase has the same shape at temperatures varying from 15° to 
35 °, and at hydrogen-ion concentrations from 4’0 x 10"* to 3*2 x 10~ 7 . 

One abnormal invertase preparation could be rendered normal 
by the addition of boiled normal invertase or of 0*L¥-sodium 
chloride, but another was not affected by such treatment. Further 
dialysis or partial inactivation by heating or by submission to 
ultra-violet light did not render normal invertase preparations 
abnormal. W. G. 

The Law of Action of Saccharase : Velocity of Hydrolysis 
and Reaction of the Medium. H. Colin and (Mlle) A. CirAUDUN 
(i Compt . rend., 1922, 174, 218—220; cf. A., 1918, i, 414; ii, 357). — 
In extension of the view that the inversion of sucrose by saccharase 
is a catalytic action in which the catalyst transitorily unites with 
the substance which it decomposes, the velocity of formation of 
the intermediate compound being infinitely great with respect 
to the velocity of decomposition, it is suggested that there is a 
weight, a, of sucrose which corresponds with a volume, n, of a 
given saccharase solution. It is shown that this, like the velocity 
of inversion, varies with the reaction of the medium, the value of a 
being smaller the greater is the acidity of the medium. Thus 
the addition of acid may be considered as causing a diminution 
of the amount of enzyme coming into action, and when the diminu- 
tion of velocity due to this cause becomes greater than the increase 
in velocity due to the greater instability of the complex, the variation 
of the velocity becomes negative, that is, the velocity of inversion 
diminishes. W. G. 

The Inversion of Sucrose by Saccharase. (Mlle) An dree 
Chaudun ( J.fabr . sucre, 1921, 62, Xo. 39). — The rate of inversion of 
sucrose by saccharase was studied. To a sucrose solution of known 
strength, a known amount of saccharase was added. At fifteen 
minute intervals the amount of invert-sugar formed was estimated 
in an aliquot part of the solution. When the enzyme was used 
in excess the rate of inversion decreased from the start, the values 
found agreeing with the law of Wilhelmy, x~ a(l— e~ kl ), where x 
is the weight of sucrose inverted during the time t, a the initial 
concentration of sucrose, and e and k are constants. When the 
sucrose was used in excess and the solution was not more than 
10% in strength, the rate of inversion remained constant until a 
point B was reached where the sucrose and enzyme were present 
jn equivalent amounts, then decreased according to the above 
law. In more concentrated solutions, a very slight decrease in 
wie rate of inversion was noticed before the point B was reached. 
Other investigators have ascribed this to a supposed reversibility 
°f the reaction, but it is here considered to be due to the hindering 
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of the reaction by the increase in viscosity as the inversion pro. 

Chemical Abstracts. 

grasses. 

Inhibition Phenomena in Amylases. II. Lhban Olssok 
(Z. physiol. Chm., 1921, 117, 01-145).-The optimum reaction 
for the action of a sample of ptyalm in the presence of sodium 
chloride and sodium acetate was found to be .Ph— 6'4. Malt diastase 
is inactivated more readily than ptyalin. Iodine and fluorine ions 
have no inactivating influence on malt diastase. Ferric chlonds 
in low concentration activates, in higher concentrations inactivates 
malt diastase. On dialysing ptyalin, an activator is removed 
which consists chiefly of salts the presence of which is necessary 
for the usual diastatic action. The action of various inhibiting 
reagents is given. It is suggested that the inactivating capacity 
of some of the heavy metals might bo utilised as a means of detecting 
very small traces of these metals. h A 

E rnnlsin . Burckhakdt Helferich (Z. physiol. Chem., 1921, 

117 159 171) — A satisfactory method for preparing emulsin 

from the kernel of the plum is to mill the stones, extract the paste 
with water under toluene for nine weeks, filter, and precipitate 
with 95% alcohol. Prolonged extraction and precipitation from 
dilute solution conduce to more potent preparations, the enzyme 
can be purified by dialysis. The conditions for the quantitative 
estimation of the activity of G-glucosidascs is also described. ^ ^ 

Emulsin. Richard Willstatter and Wilhelm CsAsyi (2 
physiol, Chm,, 1921, 117, 172-200).-The optimum reaction for 
the hydrolysis of amygdalin by emulsin lies in the neighbourhood 
of neutrality; that of lactose and rafhnose more on the acid side. 
Emulsin preparations kept for about six months showed con- 
siderablc loss of activity. From the difference of the quotients 
la) of the hydrolysis of p-methylglucoside, lactose, and raffino* 
rom that of amygdalin, (b) of the hydrolysis of lactose ta 
of prunasin, (c) of the hydrolysis of fl-glucoside from that of prunasin 
bv various preparations from sweet and bitter almonds and apneot 
kernels it was concluded that the emulsin reactions were of the 
nature of independent enzyme, reactions, and that the preparation 
were a mixture of numerous enzymes capable of degrading glucouete 
and polyoses. 

Castor Bean Lipase, its Preparation and some of fa 
Properties. D. E. Haley and J. F. Lyman (J. Amer. Chm- 
Snr 1Q91 43 2664— 2670) .--An active lipase preparation is best 
obtained from castor beans by extracting the crushed, hull-fat 
beans with light petroleum. Lipase zymogen is activated by : 
but the a^tfae enzyme is unstable and is rapidly destroyed >n « 
acid medium in the absence of fats. In the presence of fats, the 
enzyme shows much greater, stability. The zymogen form appe® 
tcTbe somewhat soluble in fats or in a mixture of fat and ct 
ether, but is insoluble in ether alone. The optimum hydrogel 
concentration for castor bean lipase is lXlO' 5 . As the acid* 
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increases above this point, the lipolytic activity falls and stops 
entirely at a concentration of about 1 X 10~ 3 . The hydrolysis of 
hard fats by the castor bean lipase in the presence of water is 
accelerated by the addition of light petroleum. Similarly, the 
hydrolysis of oils is somewhat hastened. W. G. 

The Importance of the Medium in the Study of Catalase. I. 

Ubaldo Sammartino ( Biockem . Z., 1921, 126, 179— 188).— Experi- 
ments on the evolution of oxygen from hydrogen peroxide under 
the influence of a dilute solution of blood and addition of a vitamin 
solution, for example, extract of yeast, show that a mercury surface 
and addition of sodium hydrogen carbonate greatly influence the 
reaction velocity. Using the Van Slyke apparatus to avoid mercury, 
the presence of the vitamin solution, whether the reaction of the 
medium be faintly alkaline or made definitely alkaline by addition 
of sodium hydrogen carbonate or sodium hydroxide solution, has 
a strong accelerating influence on the evolution of oxygon. H. K 

Influence of Different Chemicals, of Rations and Anions, 
and of Mixtures of Electrolytes, on the Ureolitic Power of 
Urease. D. H. Wester (Pharm. Weekblad, 1922, 59, 173— 
190; Biochem. Z., 1922, 128, 279), — The enzyme was obtained by 
extraction with equal volumes of water and glycerol of the seeds of 
soja and canavalia beans, the solutions being stable. The course of 
the reaction was followed by titration of the ammonium carbonate 
formed, using NJ 10-acid and methyl-orange. 

Tannin, iodine, and copper sulphate retard the action; chloro- 
form, however, does not, and thymol, mercuric chloride, and oil 
of mustard have practically no effect in concentrations sufficient to 
inhibit bacterial growth. Alcohols also have only slight retarding 
effects. Of the common kations, CV * and Ba’ 4 have relatively 
great effect, K* least ; Mg*' is irregular. Of the anions, Q\ BrV 
and N0 3 ' have almost equal effects, I' greater and S0 4 ' ' less. Mix- 
tures of electrolytes exert almost the same effect as would be 
exerted by that which has the strongest effect if it were present 
alone. S. T L. 

Organo-derivatives of Thallium. V. The Preparation of 
Thallium Diaryl Salts. Archibald Edwin Goddard and 
Dorothy Goddard (T., 1922, 121, 482 — 188). 

Sodium 2-Nitro-4-hydroxymercuriphenoxide. J. 1\ Scham- 
berg, G. W. Raiziss, and J. A, Kolmer {U.S. Pat. 1390972). — 
Sodium 2-nitro-4-hydroxymercuriphenoxide is formed when o-nitro- 
phenol and aqueous sodium hydroxide react with an excess of 
mercuric acetate in dilute aqueous solution containing a little 
acetic acid at a temperature which is gradually raised from 50° 
to SO 0 . The product is soluble in hot water, has a brick -red colour, 
and possesses antiseptic and therapeutic properties. 

C HEMIC A L A I.ISTRA CTS . 
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Respiratory Metabolism and Toxic Glycsemia. A. Boas. 
stein and Elisabeth Muller (Biochem. Z. y 1921, 126 , 64—76).^ 
Experiments on dogs and man indicate that injections of pil 0 . 
carpine cause ail immediate increase in the respiratory coefficient. 
This is attributed to combustion of sugar. Adrenaline, however, 
although it forms sugar from glycogen, does not bring about 
increased sugar combustion. H. K, 

The Degradation Products of Cholesterol in the Animal 
Organs. (Substances Associated with Cholesterol in the 
Blood.) I. Lifschutz ( Z . physiol. Ckem., 1921. 117 , 201 — 211). ^ 
Some derivatives of cholesterol are associated with it in the 
unsaponifiable fraction of fat in the blood. Some of these substances 
are precipitated by digitonin, whilst others are not. The chemical 
properties of both fractions are given. S. S. Z. 

The Chemical Nature and the Transformation of the Pat 

of the Blood. I. Lifschutz (Z. physiol. Ghem. y 1921, 117 , 212 

217). — On oxidation of the blood fat the relative proportion of 
the unsaponifiable matter increases whilst the ratio of crystalline 
cholesterol to cholesterol oxidation products diminishes. 

S. S. Z. 

The Uric Acid of Human Blood. J. Lucien Morris and 
A. Garrard Macleod (J. Biol . Chem 1922, 50, 65 — 75).— Certain 
discrepancies between the results obtained in the estimation of 
uric acid in human blood by the authors* method (this voh, ii, 328) 
and 'by that of Bolin and Wu (A., 1919, ii, 308) lead to the sug- 
gestion that there are two forms of uric acid present in human 
blood. E. S. 

Blood Enzymes. I. Occurrence of Maltase in Mam- 
malian Blood. Arthur Compton ( Biochem . 1921, 15, 681 — 
686). — Maltase is present in the blood-serum of the pig, dog, goat, 
sheep, rat, horse, and ox, and is absent from that of the cat, guinea- 
pig, rabbit, and man. The pig is particularly rich in the enzyme. 
Some variation occurs in different individuals belonging to the 
same species, especially in the case of the dog. W. 0. K. 

The Ferment Numbers of Blood. I. Quantitative Estim- 
ation of Catalase, Protease, Peroxydase, and Esterase in a 

Drop of Blood. A. Bach and Sophie Zubkowa (Biochem. Z., 
1921, 125, 283 — 291). — The blood solution used for the estimations 
is prepared by measuring 0 02 c.c. of blood by means of a capillary 
pipette and adding to it 20 c.c. of water. For the estimation of 
catalase and protease, use is made of the observation that the action 
of catalase on hydrogen peroxide falls off with rise of temperature, 
due to the action of the protease on the catalase, so that the 
catalase number is the number of milligrams of hydrogen peroxide 
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decomposed by 0-001 c.c. of blood at 17°, and the protease number 
is the difference between the catalase numbers determined at 17° 
and 37°- man > the catalase number varies between 14 and 18, 
and the protease number between 3 and 5. 

a As evidence for the existence of a peroxydase in blood, it is 
found that when blood is diluted 1000-fold, it accelerates the 
action of hydrogen peroxide on guaiaeol, but is inactive when heated. 
The peroxydase number is the quantity of guaiaeol in thousandths 
of a milligram oxidised by 0 001 c.c. of blood in presence of hydrogen 
peroxide. The guaiaeol is determined colorimetrically. For esti- 
mation of esterase, use is made of the observation that guaiaeol 
esters are not attacked by peroxydase except in the presence of 
esterase and the esterase number of the blood is the number in 
thousandths of a milligram of guaiaeol eliminated from guaiaeol 
esters by 0-001 c.c. of blood. H. K. 

The Fermentative Properties of Blood. V. Appearance 
of Ferments in Blood after Various Operations. Ludwig 
Pincussen {Biochem. Z ., 1921 , 126 , 93— 96).— By transplantation 
of tissues or by interfering with the normal mechanism of the 
kidney of rabbits and dogs, the author finds evidence of the presence 
in the sera of specific proteolytic ferments. The results are in 
general complicated. H. K. 

Blood Clotting. IV. B. Stuber and A. Fuxok ( Biochem . 
Z., 1921, 126, 142 — 146). — Fibrinogen in 6% sodium chloride 
solution is precipitated by kations in the order Cs > K > Na > Li > Rb. 
Dialysed fibrinogen dissolved in sodium hydroxide or hydrochloric 
acid of various strengths is precipitated by alcohol when the alkali 
or acid concentration is above OOoiV, but there is no precipitation 
between the range 0-05A 7 to 0-005 A. Dialysed salt-free fibrinogen 
has an isoelectric point at P n 5-0. In acid solution, fibrinogen is 
precipitated by anions in the order S0 4 > citrate > acetate > Cl > 
X0 3 ,Br>I>CNS. In alkaline solution, the bivalent kations are 
effective in the order Ba >Sr>Ca >Mg. H. K. 

Coagulation of the Blood. I. Some Physico-chemical 
Aspects of Coagulation. John William Pickering and James 
Arthur Hewitt {Biochan, «/., 1921, 15, 710— 724).— The authors 
attempt to bring the facts known about the clotting of the blood 
into connexion with physico-chemical concepts. Alcohol precipi- 
tates a greater quantity of gelatin from solution when added slowly 
than when added all at once. This effect may help to explain the 
delay in coagulation following slow injection of tissue extracts or 
of synthetic colloids. In fact, a negative phase (delayed coagula- 
tion) can be obtained in vitro by adding tissue extract slowly to 
unsalted birds’ blood. The authors suggest that the injected 
colloids combine with the fibrinogen, and that there is no necessity 
for assuming the existence of antithrombin. In the same way, 
the slow disintegration of the platelets of the normal circulating 
blood helps it to maintain its fluidity. There is no conclusive 
evidence that the liver produces an anti-coagulant. 



i. 394 


ABSTRACTS OF CHEMICAL PAPERS. 


Blood surrounded by paraffin exhibits an intermediate reversible 
phase in the formation of a clot. A gel is first formed, which 
dissolves in tap water. This phase lasts for only a few minutes 
in mammalian blood, but for a day or two in frogs’ blood. At 37 D ( 
birds’ blood clots rapidly in clean glass vessels without the addition 
of tissue extract. 

It is suggested that coagulation phenomena are largely physical 
and colloidal in nature, and that the effect of foreign substances 
may be due largely to surface effects and to the electrical charges 
of the particles concerned. W. 0. K. 

Solubility of Carbon Monoxide in Serum and Plasma, 
H. R, O’Brien and W. L. Parker (J . Biol . Chem., 1922, 50, 289- — - 
300). — The solubility of carbon monoxide is practically the same 
in ox, sheep, and human serum and in ox plasma, and is about 
three-quarters of its solubility in water. E. 8. 

Relation between the Viscosity of Blood and the Ratio of 
Uric Acid in Serum to that in Whole Blood. Rouzaud and 
ThiIiry (Compt. rend. soc. biol ,, 1921, 85, 962 — 964; from Physiol. 
Abstr., 1922, 6, 626). — 1 The viscosity of blood, which depends on 
the number of red cells, determines the distribution of uric acid 
between plasma and corpuscles. In patients with excessively 
viscous blood, the serum contains proportionally less uric acid 
than in patients with less viscous blood; in the latter, whether 
anaemic or hydrsemic, the amount of uric acid in the serum may 
occasionally exceed that in the whole blood. E. S. 

Relation between Viscosity and the Ratio of Cholesterol 
in Serum to that in Whole Blood. Rouzaud and Thiery 
(Compt. rend . soc. biol. , 1921, 85, 964—965; from Physiol. Abstr., 
1922, 6, 627). — The ratio of cholesterol in the serum to that in whole 
blood varies directly with the viscosity. There is a larger fraction 
of cholesterol in the serum when the blood is rich, than when it is 
poor, in red cells. This is considered to be of importance in cases 
of hypercholesterinsemia. E. S. 

The Action of Salvarsan on the Serum of Animals and on 
Blood-cells in Vitro. J. L. Kritschevsky ( Biochem . Z., 1921. 
126, 11 — 20). — Salvarsan in acid and in alkaline solution causes a 
pronounced. decrease in the degree of dispersity of colloids, as is 
shown by its behaviour towards serum. Corpuscles of various 
species are strongly agglutinated to various degrees, depending on 
the species. The haemolytic action of salvarsan is inhibited b\ 
serum. 

Influence of Temperature on Hypotonic Haemolysis. 

A. Jakisch (Pfliiger’s Arckiv , 1921, 192, 255—271; from Physiol 
Abstr., 1922, 6, 625).— The resistance of the red cells to haemolysis 
increases with rise of temperature between 0° and 45° to 50°, but 
then very rapidly falls off as temperatures are reached which arc 
themselves capable of causing haemolysis. Different animals van 
in the sensitiveness to temperature influence on hypotonic haemo- 
lysis; the differences are explained as dependent on different 
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phosphate content of the corpuscles, low phosphate content corre- 
sponding with a small temperature effect. By adding phosphate 
buffer mixtures to ox blood, the phosphate content of which is 
small, the temperature effect could be intensified. Sodium sulphate 
and sodium tartrate had no such effects. The phosphates probably 
act by keeping the hydrogen-iori concentration constant, so that 
with rise of temperature the concentration of hydroxyl ions increases. 
If the latter is kept constant by adding ammonium salts, the effect 
of temperature is diminished. E. S. 

Basal Metabolism in Menstruation. Marion 0. P. Wilt- 
shire ( Lancet , 1921, 201, 388 — 389). — Basal metabolism is not 
appreciably affected by menstruation. A. A. E. 

paradoxical Behaviour of the Sugar Metabolism on 
Simultaneous Administration of Pilocarpine and Adrenaline 
(“ Dissimilatory Reversal”). R. Vogel and A. Bornstein 
(Biochem. Z., 1921, 126, 56 — 63). — In the dog both adrenaline and 
pilocarpine cause an increase of blood-sugar. The simultaneous 
injection of both causes no change in the normal blood-sugar 
content. The mechanism of the two glycaemias is supposed therefore 
to be different. H. K . 

The Metabolism of Carbohydrates. II. On the Possible 
Occurrence of Stereochemical Changes in Equilibrated 
Solutions of Reducing Sugars Introduced into the Circulation. 

James Arthur Hewitt and David Henriques de Souza ( Biochem . 
J., 1921, 15, 667 — 671 ; ef. A., 1920, i, 508, 648).— From estimates 
of the optical rotation of the urine of rabbits or dogs after the 
intravenous injection of equilibrated solutions of dextrose, d-fruc- 
tose, or d-galactose, it is concluded that the equilibrium of these 
sugars is unaltered as a result of their passage through the body 
and that no stereochemical changes take place. 

The polarimetric estimations of the sugar in the urine do not 
agree with Bertrand estimations, and so the former method may 
give fallacious results if uncontrolled. W. 0. K. 

Influence of Radiation on Nucleic Acid Metabolism. 

Ludwig Pincussen and Kate Momferratos-Floros ( Biochem . Z., 
1921, 126, 86 — 92). — Exposure to Rontgen rays increases the 
katabolism of purine derivatives as shown in rabbits by increased 
oxalic acid excretion and as shown in vitro by a change of optical 
rotation. H. K, 

Accessory Food Factors. II. Importance of Water-soluble 
Extractives. Richard Gralka and Hans Aeon (Biochem. Z,, 
1921, 126, 147 — 152; cf. A., 1921, i, 475). — Experiments on rats 
indicate that a lack of fat-soluble vitamin is borne much better if 
copious water-soluble extractives, as, for example, of carrots and 
bran, be added. H. K. 

Chemistry of Blood and Spinal Fluid. Geete Egerer- 
Seham and C. E. Nixon (Arch, Int . Med., 1921, 28, 561 — 585). — 
About one hundred spinal fluids were analysed with the following 
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results : Sugar (Myers-Bailey method), 0*045 — 0*095, average 
0*069% in normal individuals; approximately the same in cases 
of syphilis, tabes, brain tumour, neurasthenia, arteriosclerosis, and 
other diseases; slightly increased in dementia paralytica and 
hysteria; decreased in tuberculous and epidemic meningitis and 
increased in diabetes with increase in blood-sugar ; ratio of spinal 
fluid-sugar to blood-sugar variable in all groups. Creatinine, 
Q 45 — 9-20 mg. per 100 c.c. in patients without renal disease; 
ratio to blood creatinine very variable. Urea, 9*87 mg. per 100 c.c. 
or 62% of that in blood, both values slightly increased in cerebro- 
spinal syphilis. Titration to bromocresol-purple, 2*11—2*63, 
average 2*49 c.c. 0'1A T HC1 per 100 c.c. normal, practically the same 
in pathological cases except in acidosis and a few unexplained 
cases. Carbon dioxide capacity 46*5 — 61*7, average 53*1% normal, 
decreased in acidosis and few other cases ; lipase present only in 
2 out of 26 cases; trypsin, absent in all; diastase 22% of blood 
diastase, variations unrelated to sugar-content of fluid ; d 1*0086. 

Chemical Abstracts. 

The Action of Potassium and Calcium Ions on the Surviving 
Human Stomach. Otto Tezner and Max Turolt (Z. get. 
expt. Med., 1921, 24, 1—10).— The addition of calcium to Ringer 
solution inhibits stomach contractions. The inhibition is over- 
come by acetylcholine and barium chloride, but not by nicotine, 
and is probably due to stimulation of the sympathetic. The 
action of adrenaline is more marked in calcium-rich than in normal 
Ringer solution. The addition of potassium to Ringer solution 
increases automatic muscular action ; this action is increased by 
papaverine, but not by atropine ; with large doses it is increased 
up to muscle cramp. In addition to the action on the muscle, 
there is probably also a stimulation of the nerve-endings due to 
injury of the vasoconstrictors. Potassium behaves in every 
respect similarly to barium even in its antagonism to calcium. 
The addition of potassium does not affect the action of acetyl- 
choline, but decreases adrenaline action. Calcium-free media 
produce a reduction of stomach motility, owing to diminished 
vagus sensitivity. Chemical Abstracts. 

Relation of Histamine to Intestinal Intoxication. I. 
Presence of Histamine in the Human Intestine. Joxathax 
Meakins and Charles Robert Harington (J. Ph&vwi. expt. 
fher 1922, 18, 455 — 165). Histamine was demonstrated in 
minute concentration in the human caecum and transverse colon, 
but could not be detected in faeces possibly owing to oxidation during 
passage through the large intestine. The formation of histidine docs 
not seem to depend on intestinal obstruction, and the amount 
present is too small to account for intestinal intoxication. G. B. 

Pharmacology of Selenium and Tellurium. III. The 
Action of their Acids on the Organs of the Circulation. 
Geobg JoAcniMOGLtf and W. Hirose (Biochem, Z 1921, 1A 
5—11) —On the isolated frog’s heart, sodium tellurite is at least 
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two hundred times as toxic as sodium tellurate, and sodium selenite 
at least one hundred times as toxic as sodium selenate. The selenite 
is also much more toxic than the tellurite. The heart musculature 
has a reducing effect on the first three salts mentioned. On the 
rabbit’s blood-pressure, sodium selenite and tellurite have a more 
powerful depressor action than sodium selenate and tellurate. 

H. K. 

Microchemical Recognition of Urea in the Kidney by means 
of Xanthydrol. H. Stub el {Amt. Anz., 1921, 54, 236—239).— 
Xanthydrol combines with urea to give insoluble crystalline 
dixanthylurea. By means of this reaction the presence of urea 
can be demonstrated in tissue. The tissue is immersed in small 
pieces in a 6% solution of xanthydrol and acetic acid for six to 
twelve hours, washed in absolute alcohol for forty-eight hours, 
with repeated renewal of alcohol, the tissue cleared in xylene, 
embedded in paraffin, and treated as other histological preparations. 

Chemical Abstracts. 

Secretin. I. and II. C. van Eweyk and M. Tennenbaum 
(Bwcfom. Z., 1921, 125, 238 — 245 ; 246— 252).— I. Popielski’s 
observation on the stimulating effect of histamine on the flow of 
pancreatic juice in a Pavlov dog is confirmed. Tyramine, glycine, 
alanine, and glutamic acid are without action. By heating histidine 
at 300°, ail active stimulant was obtained which gave a picrate 
identified as histamine pieratc. The amino-acids formed on 
hydrolysis of casein, when heated at 280° or 300° give an active 
substance, in all probability histamine. 

II. The artificial secretin produced by the hydrolysis of spinach 
has no action on the blood pressure of the rabbit or on the isolated 
uterus of the guinea-pig, and is therefore not to be identified with 
histamine. H. K. 

Chemical Composition of the Thyroid Gland. Kdgard 
Zuxz {Arch, internal . Physiol., 16, 288 — 306; from Chew. Zentr., 
1921, iii, 1329). — The mean weight of thyroid glands examined 
was 26 to 30 grams. The moisture content, was 75 — 76%. On 
the material dried at 105°, the following results were obtained : 
nitrogen, 13-82%; ash, 3-53% ; phosphorus, 0-55%; iodine, 
0-2293%. (See also Zunz, Arch, internal. Physiol 1921, 15, 459.) 

G. W. R. 

Digestion, W. Hollow [Z. physiol. Chem 1921, 
117 218— 239).— Splenectomy did not affect the digestion of dogs 
with gastric and duodenal fistulas. S. S. Z. 

The Pituitary Active Principles and Histamine. H. H. 

Uale and H. W. Dudley {J. Pharm. erpf. Ther 1921, 18, 27 - 
] suggestion of Abel and Jffigayaraa {ibid., 

• «0, 15, 347), the pituitary activity on the isolated uterus is 
almost ^completely destroyed by boiling with 0-5% hydrochloric 

histamine is present in the gland, that its chemical 
entmeation is impracticable, and there seems no reason for 
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suggesting a relation between histamine and the specific action of 
pituitary extracts. The oxytocic principle (acting on the uterus) 
is slowly destroyed by erepsin, but not by papain (cf. Ann. Reports 

1920, 17, 172)/ G. B. ’ 

Pressure of Carbon Dioxide or Swelling of Protein as the 
Cause of Muscle Contraction. Otto Furth ( Biochm . Z., 

1921, 126, 55). — The author, in reply to Wacker (ibid., 1921, 120, 

284), reaffirms his position. H. K. 

Osmotic Behaviour of Frog’s Muscle, Deficient in Water 
and Poisoned by Glycerol, and on the Shrinkage of Muscle 

Protein. Paul Dux and Artur Low (Biochem. 2., 1921, 125 
222 — 237).- — The muscles of frogs which have lost 20% of their 
weight by drying, when placed in physiological saline solution, 
swell more rapidly and eventually lose weight more rapidly than 
normal muscle. The muscles of frogs which have been poisoned 
by glycerol show a still sharper rise and fall, the muscles of such 
frogs being about one-fifth the weight of normal muscle. This 
very steep rise is partly due to accumulation of lactic acid in the 
tissue robbed of water. The results are held to support Fiirth's 
hypothesis of muscle contraction. H. K.^ 

The Interconversion of Carbohydrate and Lactic Acid in 
Muscle. Dorothy Lilian Foster and Dorothy Mary Moyle 
(Biochem. J. t 1921, 15, 672— 680).— This paper confirms various 
recent investigations on the function of lactic acid in the muscle. 
Exhaustive stimulation results in a minimum lactic acid content. 
During recovery in oxygen after fatigue, there is an increase in 
carbohydrate content and a corresponding decrease in lactic acid, 
confirming Meyerhof’s work in support of the view that the lactic 
acid formed during the first stage of excitation is partly recon- 
verted back into carbohydrate during recovery. In chopped 
muscle, the decrease in carbohydrate is quite parallel to the in- 
crease in lactic acid and does not lag behind it as found by Parnas, 
Chopped muscle is able, not only to break down hexosephosphatc, 
but also to synthesise it from dextrose and phosphate. 

W. 0. K. 


The Distribution of Carnosine in the Animal Kingdom. 

Winifred Mary Clifford (Biochem. J. t 1921, 15, 725—735).— 
Using the colorimetric method previously described by the author 
(A., 1921, ii, 604), quantitative estimations have been made of the 
carnosine (fd-alanylhistidine) in the muscles of a large variety of 
animals. It appears to be completely absent from the flesh of 
certain fishes, birds, and reptiles, but is present in all mammae 
so far examined, the highest figure being obtained in the case of 
the bull, the fresh muscle of which contains more than 1%. In some 
cases (for example, salmon) the colour is not developed properl} 
owing apparently to the presence of some inhibitory substance, and 
in such cases the observations were controlled by precipitating and 
isolating the carnosine. W. 0. K. 
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The Rol e Inorganic Salts in the Functions of the Cell. 

g > G. Zondek ( Ber . deut. Pharm. Ges. t 1922, 32, 7 — 15). — 1 The 
inorganic salts in the living cell play an important part in the 
chemical mechanism by means of which it performs its functions. 
Apart from their functioning as catalysts, as, for example, iron as 
an oxygen carrier in haemoglobin, attention is directed to the 
influence exerted by the ions, particularly the kations, on the cell 
colloids, including protoplasm. The determining factor in this 
case is not osmotic pressure, but the actual valency of the ions. 
Both univalent and multivalent kations alone inhibit the living 
functions, but if both are present together in suitable proportions, 
as for example, sodium or potassium, and calcium as in Ringer’s 
solution, then the poisonous action is removed (cf. this vol., i, 296). 
This antagonistic action of uni- and hi- valent kations is observable 
in the higher organisms, so, for example, sodium salts, and still 
more pronouncedly potassium salts, lead to a stoppage of an isolated 
frog’s heart with relaxation of the muscles, whilst calcium salts 
lead also to a stoppage with contracted muscles. With a mixture 
of the two ions the heart’s action remains normal. These pheno- 
mena are attributable to the physico-chemical influence which the 
respective ions exert on the colloidal state of the cell protoplasm, 
j. G. F. M. 

The Function of the Vitamins in the Chemistry of the Cell. 

W. &. Hess ( Z . physiol Che w., 1921, 117, 284— 308).— The 
diminution in the respiratory function of polyneuritic pigeons can 
be demonstrated in vitro to be due to the decrease in the various 
tissues of the enzymes associated with respiration. The poly- 
neuritic condition in birds can also be induced by inhibiting the 
respiratory functions of the tissues with hydrogen cyanide. Birds 
kept on a diet of polished rice were shown to be more susceptible 
to potassium cyanide intoxication than normal birds. S. S. Z. 

Mode of Action of Potassium on Isolated Organs. A. J. 

Clark (J. Pharm. expt. Ther ,, 1922, 18, 423 — 447). — Rubidium 
acts as a perfect and caesium as an imperfect substitute for potassium 
in all the isolated tissues examined (chiefly rabbit's auricle, frog's 
heart, uterus, intestine). Thorium and uranium do not act as 
substitutes to potassium, but act as irritants to the frog’s heart 
and will induce automatic beats in hearts arrested by lack of 
potassium (cf. Zwaardemaker, A., 1917, i, 70. 105, 241; 1918, 
ii, 182; Ann. Reports , 1919, 16, 148; Loeb, A., 1921, i, 145; Peters, 
A., 1921, i, 144). G. B. 

Copper in Tumours and Normal Tissues. Charles Powell 
White [Lancet, 1921, 201, 701 — 703). — Copper was found to be 
present in all the animal and vegetable tissues examined, and to 
wist to a greater extent in degenerating tumours than in those 
which are not degenerated. The suggestion is made that copper 
way be of physiological importance in the* higher animals and 
plants. A. A. E. 
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New Observations on the Venom of Ants. Robert 
Stumper, {Gompt. rend., 1922, 174, 413 415; cf. ibid., 1922> 174, 
66) — The amount of formic acid in the venom from the ant, formica, 
rufa , varied from 21-35 to 72-8%. Formic acid is invariably found 
in the Gamponotince, but the Myrmicince and the Dohchoderiyuz 
practically do not secrete this acid. The toxic action of the venom 
of the Gamponotince is due to formic acid and there are two distinct 
actions, namely, a corrosive action due to the concentration of the 
acid and the toxic action proper, due to an injurious influence of 
the formate ion on the nervous system. W. G. 


An Organic Constituent of the Tube of Mesochaetoptem 
taylori, Potts. C. Berkeley { J . Biol. Chem ., 1922 50, 113— 
120).— By extracting the tubes of Mesochmtopterus taylori , a poly, 
chmte worm, with warm 2% sodium carbonate, a furfuraldehyde- 
yielding substance is obtained which resembles chondroitm-sulphuric 
acid. On hydrolysis, it yields sulphuric acid, a volatile organic 
acid, a hexosamine which is probably galactosamine, and probably 
glycuronic acid. 


Origin of Milk Fat, and its Relation to the Metabolism of 
Phosphorus. Edmond John Shebhy (Biochem. J., 1921, 15 
703—709) .—Carbohydrate and fat are equally efficient in the food 
of the cow for the production of milk fat. This indicates that the 
immediate source of the milk fat is some compound which can be 
produced from fat or from sugar, and may be a phosphatide. There 
is no parallelism between the quantity of phosphoric acid and of 
fat or caseinogen in milk, but this may be due to the inorganic 
phosphorus being partly returned to the blood from the mammary 
gland. W 


The Diastatic Action of Cow's Milk towards Various 
Starches. Ferdinand Welzmuller ( Biochem . Z., 1J21, 125 ; 
179—186). — The diastatic action of cows’ milk was determined at 
various temperatures on a number of varieties of starch. c 
results show that a diastase is present in cows' milk with an optimum 
temperature of 37°. This, together with its different behaviour 
towards a variety of starches, indicates a difference between ic 
diastase of cows’ milk and other diastatic ferments. ■ 

Ambard’s Urea Constant. Alfred Lublin ( Biochem . 2, 
1921, 125, 187—201). — Experiments on the excretion of urea ana 
urine in man in normal and pathological cases do not suppot 
Ambard’s laws {Gompt. rend. Soc . Biol., 1910). J ' 


Influence of Lecithin on the Excretion of Veronal. C. 

Bachbm (Biochem. Z„ 1921, 126, 117 - 1 19 ).-After subcutanec»> 
injection into rabbits of a mixture of lecithin and sodium vciom, 
the excretion of veronal in the urine is the same as when & 
veronal is injected alone. If, however, the lecithin be g lvon , 
venously and the sodium veronal subcutaneously, the excretion 
veronal decreases by 33 to 50%. 
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Urochrome as a Derivative of Chlorophyll. Herbert 
Eldon Roae (Biochem. J., 1921, 15, 687— 688).— Consumption 
of green plant pigment (chlorophyll) increases the output of uro- 
chrome in the urine, whereas with carrotene there is no such 
increase. W. 0. K. 


Alcaptonuria and its Metabolism. R. B. Oibsov and 
C. P. Howard (Arch. Int. Med . , 1921, 28, 632-637).— In a case 
of alcaptonuria, high values were obtained for ammoniacal nitrogen, 
uric acid nitrogen, and undetermined nitrogen, whilst the urea- 
nitrogen value was low. The excretion of sulphur appeared to be 
normal. Chemical Abstracts. 


Inflammation. I. Influence of Chemicals on the Chemo- 
taxis of Leucocytes in Vitro. Elizabeth P. Wolf (J. Expt. 
Jfei., 1921, 34, 375— 396).— The calcium ion is the only inorganic 
ion which is found to be of itself positively chemotactic; the 
chemotaxis exhibited by magnesium and sodium salts is dependent 
on the negative ions. Sodium phosphates, morphine, amino-acids, 
and amines are positively, and all potassium salts negatively chemo- 
tactic; examples are also given of substances which act syner- 
gistically as regards chemotaxis. Although tyramine, for example 
is an exception to the rule, it is suggested that the longer the carbon 
chain, the greater is the degree of chemotaxis. The conditions of 
the test appear markedly to influence the character of the results. 

Chemical Abstracts. 


The Total Non-protein Nitrogen Constituents of the Blood 
m Chronic Nephritis with Hypertension. J. Lisle Williams 
[Arch. Int. Med., 1921, 28. 426—433; cf. ibid., 1921, 27 748) — 
In chronic nephritis with hypertension, there is a retention of 
nitrogenous products in the blood and a diminished ability to 
excrete phenolsulphonephthalein. The changes from the normal 
in these respects parallel the renal involvement but bear no definite 
relation to the increase in blood pressure. In cardiac insufficiency, 
mthoul definite nephritis, there is a slight retention of nitrogenous 
products, particularly uric acid. Improvement in the cardiac 
condition is followed by a partial or complete return to the normal 
non-protein nitrogen of the blood. The presence of albumin and 
f tlle llrine Iy not necessarily diagnostic of nephritis nor is 
heir absence necessarily indicative of the non-existence of such 
!SeaS0 ' Chemical Abstracts. 


■„?n°, d . C / hemistr L in Puer P era l Infection. Paul Couixaud 
rii t E jL0GNE (ttw. mensudk gynecol , et obstet 1921. 3, 265— 
n fL n P^f r P e J a \ infection, blood urea is increased in proportion 
o the severity of the infection ; the residual nitrogen of the blood 
inrH^ aSCC 5 .!? r 10 . uriu0 ’ Lantzeuberg s coefficient is increased, 
j a | tI p , amout d of urinary acetone is augmented as compared with 
* obtained in a normal puerperium. Chemical Abstracts. 

Ji et 9 l L- 7 H i£‘; IAa nSl , ' d E - A - Sheobl Inn. Med., 

> i -^460). -The phosphorus content of the blood serum 
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is increased in tetany. The increase in total phosphorus depend 
on an increase in inorganic phosphorus, whilst the lipoid phosphor^ 
shows no characteristic change. In general, the phosphorus content 
shows a greater increase in the more severe cases of tetany. The 
change in phosphorus content cannot bo attributed to increased 
muscular activity. A disturbance of phosphorus metabolism 
appears to he an important symptom of tetany, and is perhaps 
also an important factor in its occurrence. 

Chemical Abstracts. 

Pharmacology of Carbon Oxysulphide. Richard Fischer 
(. Biochem . Z,, 1921, 125, 12— 24). — 1 The action of carbon oxysulphide 
was investigated on frogs and rabbits and on blood in vitro. The 
gas is unstable and readily forms hydrogen sulphide. 1 he frog 
relatively resistant, an atmosphere containing 4-o% of the gas 
causing death in one hour. In the case of the rabbit, inhalation 
of air containing less than 1% of the gas leads to death. In both 
cases death is due to respiratory failure. There is no apparent 
change in the blood in vivo ; but in vitro, blood treated with carbon 
oxysulphide shows the absorption bands of thiohsemoglobin. 


[Physiological] Action of Dimethyl Telluride Dihaloids 

Douglas V. Cow and W. E. Dixon (J. Physiol, 1922, 56, 42- 
52) —The stereoisomerie dimethyl telluride dichlorides, TeMe 2 Cl„ 
described by Vernon (T., 1920, 107, 86, 889) behave quite differently 
when injected intravenously into cats, dogs, or rabbits. The x- ot 
tfrans-compound is relatively inactive, the }3- or cis-compound is a 
powerful stimulant of the spinal medulla and specifically excites 
the adrenal gland to excrete adrenaline ; hence it causes rise of 
blood pressure and other effects. This new type of the effect of 
stereochemical arrangement on physiological action is considered 
to be due to the intramolecular strain of the [3-chloride. L ltimately 
both compounds are excreted in the breath as dimethyl telluride. 

Influence of Intravenous Sugar Injections on the Excretion 
of Lactic Acid, on the Blood-sugar, and on the White Blood- 
corpuscles. Waclaw Moraczewski and Egon Lindner 
{Biochent. Z. } 1921, 125, 49— 68).— The authors have examined 
the effect of the administration of dextrose or isevulose orally or 
intravenously on the blood-sugar, the urinary content of lactic 
acid, phosphoric acid, and sugars, the body temperature, and the 
corpuscular content (red and white) of the blood, both in the case 
of normal persons and in pathological cases. The effect of simul- 
taneous administration of adrenaline and phloridzin was also 
examined, and the effect of injections of salvarsan, dextrin, deu cro 
albumose, etc. In general, the results vary from case to case. 
There is no apparent relation between phosphate excretion ano 
lactic acid excretion*, and although injection of dextrose produces 
little effect, lsevulose causes a large increase of lactic acid m 
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lriftCj & ris6 of body temperature of 3°, and a decrease of leuco- 
ses. Phloridzin and adrenaline increase the lactic acid excretion 

H. K. 

Behaviour of Oxalic Acid in the Animal Body. Ludwig 
>ii?cuSSEH (Biochem, Z. } 1921, 126, 82— 85).— About four -fifths of 
he oxalic acid injected subcutaneously as sodium salt into rabbits 
ppears in the urine. This quantity shows a slight decrease when 
he animal is exposed to light in the presence of an activator (eosin 
,r dichloroanthracenedisulphonic acid). H. K. 

The Behaviour of some Cyclic Compounds in the Human 
ad Animal Organisms. Erich Scjlemfp (Z. 'physiol Chem.. 
921, 117, 41 — 47). — Phenylaeetic acid administered as the sodium 
ait to a cat was excreted in the urine as phenaceturic acid. The 
ame compound given subcutaneously to a hen was excreted as a 
ubstance which did iiot quite agree" with the properties of phen- 
cetomithuric acid which Totani identified in similar circumstances, 
he sodium salt of o-nitrophenylacetic acid was excreted as the 
whanged acid in the case of a man and a dog, as was also found 
:t be the case with the p-nitro-compound except that a few deci- 
ding of hippuric acid were also found in the human urine. Phenyl- 
iromoacetic acid in the case of man and dog was excreted as man- 
telic acid, whilst a-thiophenic acid was recovered in the urine in 
toth cases as thiophenuric acid. A human patient who received 
lyromucic acid per os excreted it in the urine as pvromycuric and 
ippurie acids. " S. S. Z. 


Action of Adrenaline on the Blood-sugar. OfiZA Petenyj 
iid Heinrich Lax [Biochem, Z., 1921 ; 125, 272— 282).— In man 
t all ages, subcutaneous administration of adrenaline produces a 
ypeiglycaimia followed by a state of hypoglycemia . In tetany 
to behaviour is slightly different. The normal dextrose content 
lows greater variations and alter adrenaline the h yperg lvc <emia 
1 smaller and the hypoglycemia more pronounced and protracted 
mn in normal persons. K 


Physiological Action of X-Methylhistamine and of Tetra- 
ydropyrido-3 : 4-iminazole (“ Iminazoleisopiperidin ” of 
rankel) [1:3: 5-Benztriazolej. H. H. Dale and H. \V 

•udley [J. Pham, expl Thor ., 1921, 18, 103 - 1 10). 4-S-Methyl- 

umoethylglyoxaline (A 7 - methyl hist a mine) , prepared bv Farther 
»d Pyman (T, 1921, 119, 734), has 1,200 of the Activity of 
istamine on the blood pressure and 1/80 of the activity of the 
erus. I he base prepared bv Frankel and Zeimer {A.,' 1920, i 
by condensing histamine with methylal by no means exceeds 
. 11 i eT 1 5J tl activity, as was claimed by its discoverers, but 
■\A „/*■ /« * le activit y histamine on uterine muscle, 

011 the blood P ressure ' The dihydrochloride 
' t' 6 '' 2 ' 8 ’ and not at 253° as stated by Frankel and 
itb histamine ^ re P ara ^ on must ^ ave Wn seriously contaminated 
’ G. B. 



i. 404 


ABSTRACTS OF CHEMICAL PAPERS. 


Pigment Metabolism. II, Fromholdt and Nersessqv 
(j Biochem . Z., 1921, 125, 153 — 157). — Bilirubin in quantities above 
OT gram is lethal when injected intravenously into rabbits and 
causes excretion of albumin. With dogs and rabbits, repeated 
injection of bilirubin leads to urobilinuria and in the case of dogs 
bilirubin appears in the urine. H. K. 

The Influence of Treatment with Alkali or Bromine oa 
the Physiological Activity and Foaming Capacity of some 
Saponaceous Substances. Ernst Sieburg and Franz Bach, 
mann ( Biochem . Z 1921, 126, 130 — 141). — The biological activity 
of five saponaceous substances, cyclamin, digitonin, saponin pur, 
alb., Quillaia saponin, and Guaiak saponin, were compared before 
and after treatment with alkali or with bromine. As a rule, sneb 
treatment results in a depression of activity as exemplified by the 
property of foaming, by precipitation of cholesterol, by haemolysis 
of corpuscles, by toxicity on the frog’s heart, and by the toxicity 
on tadpoles. There is no close parallelism between these properties, 
except in the action on the frog’s heart and the toxicity on tadpoles 

H. K. 

Distribution of Chloride and Water after Poisoning with 
Mercuric Chloride. A. Bornsteix and Joh. Kerb (Biochm. 
Z., 1921, 126, 120 — 129). — A comparison is made of the chloride 
and water-content of the blood, kidneys, liver, lungs, brain, intes- 
tine, muscles, skin, and skeleton of normal rats, and rats which 
have received, subcutaneously, either sodium chloride, sodium 
chloride and mercuric chloride, or eantharidin. There is no 
parallelism between water and chloride retention. For the ashing 
of animal tissues the Hop pe-Soyler-Thierf elder method can be 
shortened by stronger ignition in a muffle furnace without loss of 
chloride. H. K. 

Chemotherapy of Antimony. Comparison of Antimony 
Tartrates with Organic Compounds of Antimony. Kobert 
George Fargiier and William Herbert Gray (J. Pharm. a 'pi, 
Ther.j 1921, 18, 341 — 360). — The toxicity to mice of a number of 
salts of antimonyltartarie acid and of phenyl-, of m-acetylaininn- 
phenyl-, and of jp-bromophenyl-stibinic acids has been determined, 
The paper contains a review of the literature of the chemotherapy 
of antimony, and describes a method for estimating antimony in 
organic compounds. G. B. 

Effect of Hydrogen-ion Concentration on the Toxicity of 
Alkaloids for Parmncecium. Marian M. Crane [J. Pham, 
f.vpt. Ther 1921, 18, 319— 339).— The limits of P u within which 
Paramoecium can live for twenty-four hours are 5 — 9'6. The 
effect of P u on the toxicity of alkaloids varies with the dissociation 
constant of the latter, and the results seem to indicate that only 
the free undissociated base is toxic. Thus a change in P H scarcely 
influences the toxicity of quinoline, whereas with stryelmine/m 
piperidine, which have a much higher dissociation constant, the 
toxicity at P„ 5*9 is twenty-five times as great as at P u 8'0. G. B. 
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The Determination of Alkalinity in Culture Media L 

diDHAELis { Z . Immun. 1921, 32, 194— 203).— A colorimetric 
nethod is described which indicates the p n of culture media in a 
imple and rapid manner. The method differs from that of Clark 
L nd Lubs in that an indicator with a single change in colour, from 
lolourless to yellow, is used. The reagent is a solution of 0*3 gram 
,f w-nitrophenol in 100 c.c, of distilled water. 

Chemical Abstracts. 


The Ionisation Constants of Glycerophosphoric Acid and 
beir Use as Buffers, especially in Culture Media. R R 

lELLONS, S. F. Acree, P. M. Avery, and £. A. Slagle ( J , Infect. 
Hs., 1921, 29, 1—6). — Disodium glycerophosphate is a solvent for 
)iuc salts of calcium and magnesium and perhaps other metals 
nd when used in proper concentration prevents much of the 
bjcctionable precipitation of phosphates on the alkaline side of 
eutrality. This property suggests its employment in culture 
iedia, in the washing of agar, in the precipitation of casein 
..id for the study of the effect of the calcium and magnesium ions 
on the growth of various organisms. The fact that the ionisation 
constants of the glycerophosphates are substantially the same as 
those of the non-glyceroia ted phosphates makes possible a sub- 
stitution of these salts as buffers, owing to their stability in the 
lower alkaline ranges where, for example, an initial p u of 8 has been 
maintained in broth after autoclaving. Chemical Abstracts. 


V P , rot0ases ' K - G - DjSRNBy (Biochm. 

( ' }®'h 12 ®> 10 j W8),— Bacteria were grown in a nutrient 
broth, then filtered through paper and a Chamberland candle, 
11m sterile filtrate was examined for proteolytic activity by lioue- 
faction of gelatin or hydrolysis of Witte's peptone. Tubercle bacilli 
ranous pneumococci, various streptococci, staphylococci, and 
■etaiius Willi gave negative results. Active bacilli were Bacillus 
Mths B pyocyamm, B. prokus, B. prodigiosus, B. sporoqcms, 
wlB. hstolytKus. These were active within the range P„ 4 to 9 
™ an optimum zone of 6 to 7. H K 

iJ“r°X^ eaCti0n ’, ? io , log J ot Bacillus coll. 0. Eerna^uez 
1. Uarmendu (Anal. }is. Qidm., 1921, 19, 313—319) The 

prOI J UCt!d b} ’ BaciUu * «*< in Eudo's medium (bouillon. 
TObahfv nr°H ta T lg f C J° Se ' magenta, and sodium sulphite) is 
SSSnv“ ri. n0t b -T acetaldehyde, but by lower acids of 
•ae Utty senes, the production of acetaidchvde by the avenev 

aelmr i and a %' tU r ed ' ? mg differcnt modifications of Endos 
m ", g thc ^aldehyde produced by weighing 
>r Odfam ^ P sl ny in tIle amount of lactos? 

y deZs' Id Z sub ^ ltu J lon of dolose ahid sodium sulphite 
y dextrose and sodium phosphate respectively did not result in 
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any marked increases in the amount of acetaldehyde produced 
With mannitol and sodium sulphite, however, increased amount 
of acetaldehyde were obtained. The maximum production 0 j 
acetaldehyde was obtained, using a medium containing alanine 
lactose, sodium chloride, and sodium sulphite. G. W. R, 

Theory of Disinfection in the Light of the Meyer- Overton 
Lipoid Theory. P. G. F. Vermast { Biochem . Z., 1921, 125 } 106_ 
148) .—Experiments conducted with Bacillus coli show that in acid or 
neutral media disinfection with benzoic acid depends on the cun- 
centration of the undissociated acid. The benzoic acid anion and 
the liydrogen-ion concentration of the solution can undergo con- 
siderable variation without affecting the disinfection value, pro. 
vided that the concentration of undissociated acid remains the 
same. The results with benzoic and salicylic acids confirm tfo 
Meyer- Overton theory in neutral and acid media if the distribution 
coefficient be based on the concentration of undissociated acid, 
In alkaline media, the disinfection value is not apparently in 
agreement with the theory. II. K. 


Proteinogenous Amines. XII. The Production of Hist- 
amine and other Iminazoles from Histidine by the Action 
of Micro-organisms. Milton T. Hanke and Karl K. Kojsssui: 
(J. Biol Chem.y 1922, 50, 131— 191). —A study was made of the 
action of a large number of micro-organisms on histidine, using the 
standard medium previously employed (A., 1919, i, 611). The 
results are presented in tabular form. In a few cases, evidence 
was obtained which suggested the rupture of the iminazole ling 
with the probable production of a triamino- carboxylic acid. Addi- 
tion of leucine to the medium facilitated the growth of all the 
organisms, and, in those cases where decarboxylation occurred, 
increased the rate of production of histamine. The effect on 
Bacillus coli cystitis of additions of other amino-acids was also 
investigated. Alanine, leucine, arginine, glycine, and peptone 
augmented both the growth of the organism and the rate of pro- 
duction of histamine; tyrosine increased growth alone; glutamic 
acid and tryptophan increased growth, but diminished the yield 
of histamine ; whilst cystine retarded growth and almost prevented 
the formation of histamine. E. S, 


Pharmacology of Selenium and Tellurium. II. Action 
of their Acids on Diphtheria Bacilli. Georg Joachdiogli 
and W. HmosK {Biochem. 1921, 125, 1—4).— The growth ui 
diphtheria bacilli is inhibited by the oxy-acids of tellurium and 
selenium. The active* concentrations of tellurium and selenium 
are, for tellurites 1 : 420, for telluratcs 1 : 125, for selenites 1 : lljik 
and for selenates I : 666. Diphtheria bacilli are much less sensitive 
than bacilli of the typhus-eoli group, which latter are killed at 
dilutions of tellurium four hundred times the above. H. K. 

Fermentation of i-Inositol. James Arthur Hewitt and 
Dorothy Beatty &teabben {Biochem. J., 1921, 15, 665—666).- 
The main products of the fermentation of inositol by Bacillus 
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ladis aerogenes are ethyl alcohol, acetic acid, succinic acid, and 
carbon dioxide, and small quantities of lactic acid and formic 
acid Dextrose apparently is not an intermediate product . 

W. 0. K. 

The Culture of Bacillus pyocyaneus on Definite Artificial 
Media. A. Goris and A. Liot (Compt. rend., 1922, 174, 575- 
,378 ; cf. ibid 1921, 172, 1622). — It has previously been shown that 
the ammonium salts of dibasic acids can serve as nutrients for 
8. pyocyaneus. It is now shown that the corresponding amides 
cannot serve as nutrients. Amino-acids may serve as nutrients 
for the bacillus provided that they have first been neutralised by 
sodium hydroxide, but, in general, they are less effective than the; 
ammonium salts of the dibasic acids, particularly when they arc 
used without the addition of mineral salts. The nutritive value 
of a given amino-acid depends, not only on the presence of one or 
more amino-groups, but also on the structure of the chain to which 
these groups are linked. W. G. 

The Production of Hydrocyanic Acid by Bacillus pyocyaneus. 

F. A. Patty (J. Infect, I) is., 1921, 29, 73- 81). — The optimum 
reaction for the production of hydrogen cyanide by most strains 
of B. pyocyaneus is p n 5*4 to 5*8. The thiocyanate colorimetric 
method of estimating minute quantities of hydrogen cyanide is a 
satisfactory one, but control tests must, be made, because in protein 
media there is sufficient thiocyanate formed on distillation to give 
a positive reaction. Oxygen is necessary for the production of 
hydrogen cyanide by B. pyocyaneus. Hydrogen cyanide is not 
produced by a filterable extra-cellular enzyme. Pigmentation, 
gelatin liquefaction, and hydrogen cyanide production, although 
independent functions, show a close relationship. Whole egg-broth 
is the most favourable medium for hydrogen cyanide production, but 
synthetic medium is second, indicating that a favourable synthetic 
medium may be devised. Contaminating organisms which do not 
produce hydrogen cyanide appear to be slightly inhibitive of its 
production. B. pyocyaneus does produce a measurable amount 
in the animal body. There is a marked variation among the 
different strains of B. pyocyaneus as regards the amount of hydrogen 
cyanide production. Chemical Abstracts. 

Trehalose Fermentation in the Differentiation of the 
Paratyphoid-enteritidis Group. S. A. Koser ( J . Infect. Dis ., 
1921 29, 67— 72).- —Bacillus suipesiifer is unable to attack trehalose' 
whereas B. paratyphosus , B. sekothn alien , the animal para B sub- 
group, and B. enter Hid is ferment it with the production of acid 
and gas. Furthermore, it is possible to differentiate by cultural 
methods the B. schott mullert strains from the closely allied animal 
para B group, hitherto separable only by serological means. This 
has been accomplished by employing small amounts of a serum- 
water medium containing 6*5° n trehalose and 1% Andrade indicator. 
In this medium, the animal para B strains produce a red coagulum 
alter three to four days 5 incubation, whilst the B. schottmuUcri 
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cultures present a light pink or colourless coagulum. This sep ara . 
tion parallels the differentiation of these two groups hy . agglutinin 
absorption tests. B. enteritidis is similar in its reaction to the 
animal para B cultures and in contrast to B. schottmulleri . 

Chemical Abstracts. 


The Relation between Bacteria, Spores, and Formaldehyde, 

E. Hailer (Biochem. Z. y 1921, 125, 69 — 83). — Anthrax spores 
and vegetative bacterial forms, for example, paratyphus bacilli 
and staphylococci, were treated with formaldehyde solution followed 
by sodium sulphite solution. In the case of the spores, the sodium 
sulphite inhibits the toxic action of the formaldehyde the greater 
its concentration, provided that the formaldehyde has not been 
allowed to act too long. The results are interpreted on the theory 
that the formaldehyde forms an additive product with the amino, 
groups which is decomposed by sulphite, but prolonged action of 
formaldehyde gives rise to an irreversible complex, ~N-CH 2 . The 
results with bacteria are less simple. H. K. 

The Bactericidal After-effect of Formaldehyde Solutions, 
E. Hailer (Biochem . Z., 1921, 125, 84 — 96). — The toxic action of 
formaldehyde continues after removal of anthrax spores or vege- 
tative bacilli from the solutions if there he no nutrient material 
present. In the case of the spores, this after-effect is the more 
pronounced the drier the spores become, owing to loss of water 
and therefore increased formaldehyde concentration. H. K. 


Yeast Protein. Alexander Kiesel (Z. physiol Chem ., 1922, 
118, 304— 306).— Yeast protein on hydrolysis yielded histidine 
2*97%, arginine 3T5% lysine 3 63%. & & Z, 

Stimulants of Alcoholic Sugar Fission. VIII. Caul 
Neuberg and Marta Sandberg ( Biochem . Z., 1921, 125, -1)2— 
219). — Purines, their complex derivatives, or their degradation 
products accelerate the fermentation of dextrose by living y cast- 
cells just as they stimulate the action of press juice (this yol., i, 306). 
Caffeine and alloxan, however, retard the action of living yeast 
cells. Kl 


Stimulants of Alcoholic Sugar Fission. IX. Cam 

Neuberg and Marta Sandberg ( Biochem . Z., 1921, 126 , 153— 
178). — With few exceptions, a large number of substances, belonging 
to very varied groups, have a stimulating influence on the action 
of living yeast and in some cases oil press juice. The group 
examined were, hitter substances, bile acids (sodium salts inhibit, 
various varieties of charcoal, saponins, cystin and its derivatiuy, 

H. h. 


Proteinogenous Amines. XIII. The Electronic Inter- 
pretation of certain Biochemical Phenomena. 

Hanke and Karl K. Koessler ( J . Biol. Chem., 1922, 50, 
233).— Electronic formulae for a number of organic compound 
are deduced from their known chemical properties. From a con- 
sideration of these formulae, the authors conclude that the aecar 
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ox ylation of pyruvic acid by yeast is a purely hydrolytic process, 
although no attempt is made to explain the mechanism of the 
action. Only those acids which contain quadruply positive carboxyl 
groups appear to be readily decarboxylated by yeast. Further, it 
is pointed out that, on the assumption that a quadruply negative 
carbon atom is only oxidised with difficulty, the behaviour of, at 
any rate, a number of acids in the animal body is readily explained 
by their electronic formulae. E. S. 

Vitamins. II. Acceleration of Fermentation by Extracts 
of Animal Organs. Sigmund FrInkel and Josef Hager 
[Biochem. Z., 1921, 126 , 189 -226). — The water-soluble extract of 
the alcoholic extract of a large number (31) of animal tissues was 
tested in its action on the evolution of carbon dioxide in yeast 
fermentation. All extracts except that of the bone marrow had 
a strong accelerating influence. H. K, 

Vitamins. III. Acceleration of Fermentation by Extracts 
of Plants and the Action of Choline and Aminoethyl Alcohol 
on Fermentation. Sigmund Frankel and Albert Scharf 
[Biochem. Z., 1921, 126 , 227 — -264). — The water-soluble portion of 
an alcoholic extract of a large number of grains and vegetables 
was examined in its action on yeast fermentation. Vegetable 
roots and grains were feebly active, leaves of vegetables were more 
active, hut leek-like vegetables most active. Extract of celery 
and of yolk of eggs were very active, but both choline and amino- 
ethyl alcohol were inhibitory. H. K. 

Vitamins. IV. The Adsorption of Vitamins. Sigmund 

Feankel and Albert Scharf (Biochem. Z ., 1921, 126 , 26o — 
268). — Using a purified water-soluble vitamin preparation from 
yeast {A., 1921, ii, 228), the authors have examined the adsorption 
of vitamin as determined by its accelerating influence on yeast 
fermentation, by Fuller’s earth, kaolin, and alumina. Kaolin 
adsorbs it completely. Fuller’s earth slightly less, and alumina 
not at all. H. K. 

Vitamins. V. Further Experiments on the Chemistry 
of Vitamins. Sigmund Frankel and Albert Scharf ( Biochem . 

1921, 126 , 269 — 280 ; ef. A., 1921, ii, 228). — Further experi- 
ments are described on attempts to isolate the water-soluble vitamin 
from yeast and rice polishings. By examining the activity of 
preparations of vitamin on yeast fermentation, the vitamin was 
found in the mercuric chloride precipitate (choline fraction). In 
the case of rice polishings, the filtrate from the mercury precipitate 
^' as found inactive, the precipitate active but containing choline 
'isolated as platinum salt), which was inhibitory. From 2’5 kilos. 
>f dry yeast, the choline fraction was freed from choline by precipi- 
ation as platinum salt and the active substance precipitated from 
he filtrate by aqueous mercuric chloride. A r small yield of very 
ictive substance giving no carbohydrate reaction with Molisch’s 
‘eagent was obtained. It contained N 4*75% (Pregl). H. K. 
vol. cyxtj. i. p 
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The Distribution of Urease “ Kiesel and 

Tboitzki (Z. physiol. Chern., 1922, 118, 247— 2o3). Drying and 
autolysis diminish the urease activity of Aspergillus ntger. Tnis 
activity increases in the seeds and fruits of plants on ripening. 
Leaves contain more urease than stems and roots. On ger matron, 
the urease content increases, but the content of the enzyme 
diminishes again aa the reserve material of the seeds is exhausted. 

The Invertase of iUucor racemosus. S. Kostytschev and 
P. Eliasbeki; (Z. physiol. Chem., 1922, 118, -33— -3o).— Jfww 
racemosus - contains, whilst Mucor racemosus+ does not contain, 

, o. L. 

mvertase. 

Enantiomorpliism of Matter, Pasteur s Theory, an Life. 

8. Oondelli (Gazzdta, 1921. 51. ii, 309 - 324 ).-The author _ has 
subjected various racemic acids and ammo-wads wnutnent solutions 
to the action of different bacteria and moulds. 1 he results obtained 

“ItotTopUcall’y^tive malic acids are destroyed by the ha* 
of fowl cholera, even at the ordinary temperature. With a solo, 
tion containing the two enantiomorphous tartaric acids and dextrose, 
SaccUromyces Pastoriaaus II (Hansen) attacks only the sugar; 
doubt hence arises as to the affinity between the spoli- 
ations of an enzyme and the enantiomorph it preferably attack 
In the case of fermentations by yeasts in acid media the mfluence 
of the acid appears to be solely due to the acidity it produce. 
Results similar to those obtained with the bacil us of fowl cholera 
are given by Bacillus Fitzianus in presence of a racemate. In 
the action of various schizomycetes on glyceric acid, the degree 
to which one of the two enantiomorphs is selected in preference 
to the other varies with the different organisms from am— 
to a maximum, the pure lsevorotatory acid being left when £. 
Fitzianus is employed ; these results confirm that of FranUand 
and Frew (T., 1891, 59, 96) and not that of Lewkowitsch (A., 

m penicUliiim glaucum acts on the sweet dextrorotatory asparagine 
in preference to the natural insipid lsevorotatory enantiomoiph. 
The bacillus of fowl cholera attacks lsevorotatory in preference to 
the 6 dextrorotatory’ aspartic acid, although ^ ‘atter .s denvaH 
from d-as paraffine : the acid function appears to influence tie 
choice in^ this case. With tyrosine, two diflerent modds exhih 
slight selection, in one case for the one and in the other fortae 
other isomeride; tyrosine is not attacked by t 
cholera. P. glaucum acts on (-leucine more rapidly than on 
dextro isomeride (cf. Schulze and Bosshard, Z. physiol Cbm, 

18 Th’e author contests the view that asymmetry is a chmacteiid" 

° The Physiology of the " Polyamyloses " l 

HEIM and Karl 0. Muller (Z. physiol. Chem., 19*-, M 
240). Spirogyra dubia which was previously freed 
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was allowed to act on various substances with the purpose of 
ascertaining whether starch could be formed from them. Glycerol, 
dextrose,, laevulose, galactose, maltose, and cellobiose gave positive 
results. No starch was formed from the “ polyamyloses.” 

S. S. Z. 

An Indicatory Method for Evaluating the Vitality of Seeds 
by a Biochemical Method. Antonin Nemec and Frantisek 
Dcchon {Compt. rard. y 1922, 174, 632—634; cf. this vol., i, 94).— 
The catalase activity of the seed is measured by determining the 
amount of oxygen liberated under definite conditions from hydrogen 
peroxide by a known weight of the seed previously ground to 
powder. Results with numerous different species show that the 
volume of oxygen liberated increases steadily with the gerruinative 
capacity of the seed, the curve showing their relationship being a 
smooth one. q 


The Alleged Development of Hydrogen Peroxide in Carbon 
Dioxide Assimilation. Hans Mojjsch ( Biochem . Z., 1921, 
125, 257 261). The author was unable to confirm the pro- 
duction of hydrogen peroxide in the assimilation of carbon dioxide 
by plants as described by Kleinstuck (A., 1918, ii, 107). H. K. 

Energy Exchange in Carbon Assimilation by Green Cells. 

C. MffLLER and 0. Warburg (Ber. Physical. -Techn. Reicksanst 
1920; from Chem. Zentr 1921, in, 1205).— The* utilisation of 
energy in the assimilation of carbon by Chlorella vulgaris in a 
nutrient solution saturated with 4% of carbon dioxide was studied 
for different wave-lengths. The percentage utilisation of energy 
in different parts of the spectrum was as follows : red (600— 
fIQy/x) 14%; yellowish-red (600 — 650 /*/*) 20%; orange (570 — 
610^/x) 23%; yellow (550 — 590/*/*} 21 %: green (510 — 550/*/*) 
io%; blue (445—500/*/*) 13%. Q. W. R 


Hydrogen-ion Concentration of Plant Cells. W. R. G. 

Atkins ( Sci . Proc . Roy. Duhl. Soc ,, 1922. 16, 414 434). —A 

summary is given of earlier work on the reaction of plant cells 
3nd of the experimental methods used. Observations are recorded 
of the hydrogen-ion concentrations of a large number of plants. 
■ ^ reac ^ ons are found under differing cultural conditions and 

! n i erent parts of the same plant. The values recorded range 
r°m P h 1*4 to P h 8. The P H value in any tissue is generally 
near to but rather less than the optimum for the characteristic 
enzyme at ordinary temperatures, which ensures that the enzyme 
not destroyed at higher temperatures which may be experienced* 
Dietnyj-red is recommended as a reagent for microchemical work. 

G. W. R. 

Ad? 6 ^ ariatl0n in the Manganese Content of Leaves with 

re fi Bertrand and (Mme) M. Rosenblatt (Compl. 

A IQ f ' 2$ 49 ',r 493 ' <*• A. 192!. i. 739; Jadin and Astruc, 
wronne j. ^ ™" e P^nts examined maybe divided into four 
8 P according to the manner of the variation of the manganese 
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content of their leaves with age, but there are certain species which 
fall between two groups. In the first two groups, the manganese 
content of the leaves is at a maximum at the commencement of 
the leaf formation and then diminishes with age, the rate of dimi. 
nution differing with the group. In the third group, the manganese 
content increases very rapidly with age to a maximum and then 
diminishes. In the fourth group, the manganese content increases 
continuously with age. W. G. 


Action of Soluble Lead Salts on Plants. EugIjne Bonnet 
{C<mpt. rend., 1922, 174 , 488— 491). —Lead salts exert an ui\- 
favourable influence on the growth of plants, their effect being 
most marked in the curtailment of root development and to some 
extent of stem development. The plants absorb lead and the metal 
is found entirely in the roots. W. G. 


The Presence of Ornithine in Plants. Alexander Kiesel 
( Z . physiol. Chem ., 1922, 118 ; 254— 266).— So far, experiments to 
prove the presence of ornithine in plants have yielded negative 
results ; it appeared possible that this might be due to the reagents 
employed. Experiments on the precipitation of ornithine by 
phosphotungstic acid, silieotungstic acid, tungstic acid, phospho- 
molybdic acid, Stanek’s reagents, potassium bismuth iodide, 
potassium mercury iodide, and cadmium chloride show that they 
would fail to precipitate the small amounts of ornithine likely to 
be present in plant extracts. S. 8. Z. 


The Glutencasein of Buckwheat. Alexander Kiesel 
[Z. physiol Chem., 1922, 118 , 301— 303). —The glutencasein of 
buckwheat was found to yield on hydrolysis histidine 0'84°, 0 . 
arginine 7*13%, and lysine 1*48%. S. 8. Z. 


Digitalis purpurea Growing Wild on the Uplands of Desalo 
(Sardinia). R. Binag hi (Gazzetta, 1921, 51, ii, 284—288).- 
The Digitalis purpurea growing wild at Desulo contains sufficient 
digitoxin to render it of medicinal value. The best method of 
extraction on a large scale is that given by Nativelle (A., 18 io. 
276), and Fromme’s modification of Keller’s method serves well 
for the rapid estimation of the content of digitoxin. T. H. P. 


The Formation of Anthocyanin Pigments. Raoul Combes 
(Compt. rend., 1922, 174 , 240—242; cf. A., 1909, ii, 420).-A reply 
to Jonesco (this vol., i, 97), in which the author considers that the 
materials taken by Joncsco for y-pyrone pigments were only tannins 
and that, in consequence, his conclusions were false. W. b. 


The Hydrocyanic Acid Question. VII. Cormis sattguinea> 

L. Rosenthaler ( Schweitz . Apoih. Zeil, 1921, 59, 465 — 169; from 
Chem . Zentr., 1921, iii, 1247).— The leaves of Cornus sanguma, 
do not contain hydrocyanic acid. The very rare occurrence o 
hydrocyanic acid and saponin together in the same plant sugges t 
that there is no correlation between the occurrence of t es 
substances. G. W ■ 
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Variations in the Chemical Composition of Fucaceee. L. 

Lapicque and L. Emerique {Gompt. rend. soc. biol., 1921, 85 
172 — 175 ; from Physiol . Abatr., 1922, 6, 645).— The composition 
0 f Laminarcse shows an annual periodicity, the carbohydrate 
increasing in the summer and the ash constituents decreasing. 
$ 'ugus serratus is similar, except that in June it contains a large 
quantity of mineral matter. F. vesiculosus exhibits a minimum of 
soluble ash constituents in June. F. platycarpus has a higher ash 
content. The analytical results are tabulated. E. S. 

Western Sneezeweed ( Jlelenium haopesii) as a Poisonous 
Plant. C. Dwigjit Marsh, A. B. Clawson, James F. Couch, 
and Hadleigh Marsh (U.S. Dept. Agr. Bull., 1921, No. 947, 1- - 
46).— H. koopesii contains a glucoside, dugaldin , which is poisonous 
to cattle. Dugaldin is a bitter, white, amorphous solid which 
forms a sparingly soluble, relatively slightly toxic compound with 
tannic acid. Helenic acid, the active principle of H. autumnale , 
does not occur in H. hoojjesii , nor do alkaloids, toxic saponins, or 
hydrogen cyanide. Chemical Abstracts. 

The Colouring Matter of the Scarlet Pelargonium. 
Geoffrey Saunders Currey (T., 1922, 121, 319—323). 

Lignin as it Occurs in Wood. Peter Klason (Ber. } 1922, 
55, [B], 455 — 456) . — F agerlind and Klason (Sckriften Vereins 
ZeUstoff. Papier Chemiker, 2) have described the isolation of lignin 
from pine wood by repeated alternate extractions of the wood 
with boiling water and alcohol containing a small quantity of 
acetic acid. Re-examination of the product proves that it contains 
water which had been overlooked and, after the necessary correc- 
tions thus involved the analytical data are found to agree excellently 
with those calculated for lignin (A., 1920, i, 821). The substance 
gives the usual lignin reactions. As far as can be observed by 
reason of the colour of the solutions, lignin and lignosulphonic acid 
are optically inactive. jj. \\ 


The Colouring Matter of Red Roses. Geoffrey Currey 
(noc, Roy. Soc - ., 1922, [B], 93, 194 — 197).- — An examination of 
the petals of the deep red rose “ George Dickson has shown the 
presence of the anthocyanin pigment cyanin (A., 1915, i, 282) to 
the extent of 10% of the dried petals. An unidentified yellow sap 
pigment is also present. It yields an anthoevanin on reduction. 

H. K. 


The Enzymic Degradation of Arginine in Plants. II. 

ALEXANDER Kiesel (Z. physiol. Chem ., 1922, 118. 267—276).— 
the presence of arginase has bcen^cstablished in ergot [Secak 
Mpi) and m fitia sat ; iVa demonstrating the formation of 
; me troin arginine. Ammonia was also formed in the reaction. 

™ <j™thine are evidently also produced bv A ngelka silvcdris 
a act infohum pmtense. ' S. S. Z 

diI^ Cti0n 0 it^ rginase Agmatine and Tetramethylen- 
Specificity of Enzymes. Alexander 
^ Vhymt Chem., 1922, 118, 284-300).-The action of 
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Aspergillus niger , Secale comutum , ' Agaricus campestns Ficfe 
sa/iw, Lupinus albus and Trifolium pratense. on agmatme and tetr a . 
methylenediguanidine has been studied. Agmatme is not de- 
composed by these organisms, whilst tetramethylenediguanidine 
is only acted on by Aspergillus niger with the formation of agmatine. 

b. S. z, 


The Tryptophan Content of Important Foodstuffs. Toshi . 
Ide (Z. expt. Med , , 1921, 24, 160 - 207 ).— The tryptophan content 
of cereals was estimated indirectly from that of the three seed 
components (sodium chloride-soluble protein, alkali-soluble protein, 
and alcohol-soluble protein), Fiirth and Nobel’s method being 
employed The figure for maize is about half that for wheat, rye, 
barley, oats, and rice, but great individual variations were observed. 
In the case of legumes, a 10% sodium chloride extract of the pro- 
teins of the different flours yielded relatively high results (more 
than 0*5%) which w*ere unaffected by removal of the germ. The 
direct method showed that raw white of egg protein contains 
2-56%. and dried white of egg 3*18%, greater hydrolysis taking 
place when the latter is dissolved, whilst raw and dried yolk both 
contain about 2*45%. Cow’s milk gave results between 0*068 and ! 
0*094% whereas human milk yields a higher figure. I he proteins 
of cheese contain 2*48% of tryptophan; of unsweetened condensed 
milk 2*28% ; of sweetened condensed milk, 2*35% ; and of dned 
milk* 2*71%. Chemical Abstracts. 

The Chemical Composition of Maize Oil. Walter F. 
Bujghman and George S. Jamieson (J. Amer. Chem. Soc 192J 
43 2696— 2702).— The sample of maize oil examined had di 
0 - 9185* ft 20 1 4717 ; iodine number (Hanus), 117*2 ; saponification 
number 187*3: unsaponifiable matter, 1*7%; saturated acids, 
11*2%; unsaturated acids, 82*5%. Detailed analysis showed its 
composition to be as follows : Glycerides of oleic acid 4.r% 0 , of 
linoleic acid 40*9%, of palmitic acid 7*7%, of stearic acid 3'o /0; of 
arachidic acid 0*4%, of lignoceric acid 0*2 /„, and lw /0 of un- 
saponifiable matter, total 99*8% There was no evidence of he 
presence of any hypogaeie acid (ef. Leathes, The Fats, 1910). 


Nitrogen Compounds in Lucerne Hay. Harry G. Miller 
(J Amer. Chem. Soc. , 1921, 43, 2656 -2663). -Nomprotem mtro- 
genous compounds to the extent of about 28% of the total nitrogen 
were easily extracted with hot water from lucerne hay regard^ 
of the fineness of the hay. Alkali hydroxides extracted more pro to 
from the finely ground than from the coarse material W 
protein extracted by dilute alkali had a nitrogen content of M* 
and contained the basic amino-acids arginine, histidine, 
and cystine. As compared with the seed (ef. A., UZl , , , > 

the leaf protein contained smaller amounts of arginine ai 
nitrogen and this may account for the difference in the 
nitrogen of the two'proteins. ... , „ n da 

The purine fraction contained 3*2% of the total nitrogen, 
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cr ygtalline salt corresponding with the hypoxanthine silver salt 
w as isolated. W. G. 

The Manganese Content of Potatoes. G. Bode and K. 
Hbmbd ( Biochem . Z., 1921, 124, 84 — 89). — The manganese content 
of twenty varieties of potatoes grown without addition of fertilisers 
_ staining manganese vm determined colorimetrically as per- 
manganate by Marshall’s method (A., 1901, ii, 350) and simultane- 
ously the silica and phosphate content. The mean manganese 
content of T4 mg. per 100 grams of dried material does not show 
any extreme variations. There is no parallelism between the 
manganese content and the silica or phosphate content or with the 
content of protein or starch, the melanin number, or yield of tubers. 

H. K. 

Composition of Wild Beetroots. E. Saillard (Compt. 
rend., 1922, 174, 41] — 412). — The wild beetroots from Finisterre 
which were analysed were found to contain higher percentages of 
dry matter, insoluble marc, total nitrogen, mineral matter, chlorine, 
sodium, magnesium, and phosphoric acid than the cultivated 
varieties. Their sugar content varied from 14 to 20%, but their 
juice, as a source of sugar, was rather impure. W. G. 

Progressive Disappearance of Free Sulphurous Acid in 
a Preserved Apple Juice. Warcollier and Le Moal {Comjpt. 
rtrd., 1922, 174, 634 — 637).— The sulphited juices examined were 
made from rotten apples, and the conversion of free added sulphurous 
acid into combined acid was investigated. It was found to be 
due to the action of oxidising enzymes present in the moulds of 
the juice. These enzymes formed, at the expense of the sugars 
and pectins of the juice, substances having aldehydic or ketonic 
structure, which fixed the sulphurous acid. At the same time, 
there was a marked increase in the acidity of the medium. Such 
juices should not, in consequence, be used for preserving and 
sweetening cider. W. G. 

Copper Sprays. G. Villedieu and (Mme) G. Villedieu 
[Compt. rend., 1922, 174, 707 — 709; cf. A., 1920, i, 704). — It has 
previously been shown that the traces of copper which can be 
dissolved by the rain from the deposits on the leaves of plants 
could not prevent the germination of the zoospores of mildew. 
It is now shown that a 2% solution of sodium sulphate or a 1'5% 
solution of sodium or potassium chloride completely prevents the 
bursting of the conidia of phytophthora. A similar result is 
obtained by using a saturated solution of calcium sulphate. The 
authors consider that the anticrvptogamic power of copper sprays 
ffiay be explained as due to the presence of these alkali or calcium 
£ alts, without considering the possible conversion of the copper into 
a soluble form. W. G. 

Relation of the Hydrogen-ion Concentration of the Soil to 
^ant Distribution. W. R. G. Atkins ( Nature , 1921, 108, 
c f f°U° w ing abstract).— Wherry's (Pfoc. Acad. Nat. Sci. 

wmelpkia , 1920, 113) observation that the distribution of a 
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species is closely related to the of the soil, has been tested and 
found applicable to the distribution of a number of plants in India 
and the British Isles, the limiting p H values being given m each 
case. Although plants may survive, or even thrive, in cultivation 
outside their normal limits, yet in free competition with their 
neighbours, a sufficiently great divergence from the normal ^ 
value for the species is always a deciding factor. a. a. K 

Relation of the Hydrogen-ion Concentration of the Soil 
to Plant Distribution. Norman M. Comber (A atm , 1921 ; 108, 

146 147 • cf. preceding abstract). — In view of the fact that some 

plants which are usually very susceptible to acidity will thrive in 
certain soils of p H 4-5, and will show no response to liming , it is 
inferred that the effect of the hydrogen-ion concentration of the 
soil on plants is indirect, and that there is some ulterior facte, 
the fluctuations of which are commonly, but not mvanabjy, 
accompanied by fluctuations of hydrogen-ion concentration, hot 
instance, in mineral soils variations in the concentrations of certain 
multivalent ions, particularly aluminium ions, will roughly com. 
spond with variations in the hydrogen-ion concentration.^ 

Chemistry of the Oxidation of Sulphur to Sulphuric Acid 
by Micro-organisms, and Transformation of Insoluble 
Phosphates into Soluble Forms. Selma* A Waksmax and 
Jacob S. Jam (J. Biol. Chen., 1922, 50 , 3 p- 4 o .-The sulphunc 
acid produced in the soil by sulphur oxidising bacteria converts 
insoluble into soluble phosphates (cf. Lipman, McLean, and Lint 
a 1916 i 784). Using cultures of the organism m a liquid 
medium to which tricalcium phosphate has been added, it is i shovn 
that the acidity of the medium increases to about P,, - b, at 
value it remains constant imtii all the phosphate has been comertec 
into a soluble form. 

Practical Significance of the Organic Carbon : Nitrogen 
Ratio in Soils. J. W. Read ( Soil Sci., 1921, 12, 4J1— 495). 
The results of analyses are recorded shelving the carbon :mtogen 
ratio and crop yields of a number of soils. In general, the low 
ratios are associated with low percentages of organic matter, but 
no correlation between the ratio and crop yields is apparent. ^ 

Nitrification in Acid Soils. R. E. Stephen so* (Iowa Erf 
fflf, Research Bull., 1920, 58, 331-349). 
place in acid soils. The addition of lime produced no »•»£“ 
effect on the nitrification of the original soil nitrogen, but item# 
a marked increase in the nitrification of ammonium ^ 
added to the soil. Although very large amounts 
increase the nitrifying power of a soil, only that . j tle 

neutralise the most active acids (as shown by an estimatwn 
lime reqmrement) is Essential for adequate ATTRACTS, 

crop production. 
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Natural System of Carbon Compounds. I. General 
Statement of Mendeleev’s Law on the Numerical Relation- 
ships between Primary, Tertiary, and Quaternary Carbon 
Atoms. Herman Decker ( Helv . Chim. Ada, 1922, 5 , 201 — 

2 Q 5 ) If qu represents the number of quaternary, te that of the 

tertiary, and pr that of the primary carbon atoms in the hydro- 
carbon C„H 2 dtp, pr—p=2qu\te, or the relation between pr, te, 
and qu in every homologous series is determined by the series- 
constant p. For compounds composed entirely of benzene nuclei, 
the expression becomes — p~2qu~ptc. If the number of the 
nuclei be JB ar , R ar =quj2-\‘^, or the number of nuclei exceeds by 
one the number of quaternary carbon atoms. J. K. 

The Action of Nitrosyl Chloride on Normal Heptane. 

E. V. Lynn and 0. Hilton ( J . Amer. Chem. Soc ., 1922, 44, 645 — 
548 ) — in confirmation of previous work (A., 1919, i, 245), it is 
shown that nitrosyl chloride reacts with normal heptane in sun- 
light, giving di-n - pr opy 1 ni trosome th anc , which suffers rearrange- 
ment with formation of dipropyl ketoxime. When distilled with 
steam, the oxime decomposes, giving the ketone and hvdroxylamine. 

W. G. 

A New Heptane : Trimethylisopropylmethane [ppy-Tri- 
methylbutane]. G. Chavanne and B. Lejeune {Bull Soc. 
chim. Bdg., 1922, 31, 98— 102),— Pfr-Tri metkylbutane is prepared 
from pinacolin by the action of magnesium methyl iodide. The 
additive compound is decomposed by dilute acetic acid, yielding 
pentamethylethanol [pyy-trimethylbutan-p-ol] (cf. Henry, A., 1906, 
i, 477). This, on dehydration with p-toluenesul phonic acid, is con- 
verted into a heptylene, $yy-lri methyl- A rt - bu tyle. n e , CMe 3 *CMe!CH 2 , 

; which, when treated in acetic acid solution with hydrogen in 
presence of platinum black, yields the heptane, a liquid of camphor- 
like odour, b. p. 80-75°/760 mm., m. p. —25°, rPp 0-6945, 0-7065, 

a? 1-3903, »g 1-3023, 1-3971, «» a 1-4008. The following con- 

stants were determined for the heptylene: rf} 8 0*7101, d\ 0-7285, 
1-4032, ng 1-4059, »« 1*4119, ri] l-4i64. H. J. E. 

The Influence of the Elements of the Oxygen Group on 
Paraffin Wax. H. Siebeneck (. Petroleum , 1922, 18, 281 — 286). 
—Paraffin wax is fairly readily attacked by air or oxygen if the 
gas is bubbled through the material heated at about 135°. After 
ten hours, acid vapours are evolved, and after twenty- two hours 
.the product remaining contains from 30 — 40% of saponifiable 
[Substances, according to whether pure oxygenor air is used. By 
[.continuing the experiment, a product containing 52*65% of saponi- 

YOL. CXXH. i. q 
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liable substances was obtained having an acid value 59-03 and an 
ester value 93*91, corresponding with about 30% of free and 70<V 
of esterified acids. The acids belong to the acetic acid series 
lower members of which series are also present in the volatile 
portion of the product of oxidation together with water, amounting 
in all to about 7% of the paraffin employed. When paraffin wax 
is heated with sulphur, evolution of hydrogen sulphide commences 
at 150°, and at 230° this gas is liberated freely together with carbon 
disulphide. After seventy-two hours' treatment at this tem- 
perature, a brownish-black, fatty mass remained, from which 
after extraction with carbon disulphide and then with ether, an 
amorphous, black substance was isolated containing only a neglig. 
ible percentage of hydrogen and having a composition agreeing 
closely with the formula (C$S) X . The substance is indifferent to 
alkalis and organic solvents, but is attacked by concentrated 
sulphuric and nitric acids. Similar dehydrogenation of the 
paraffin was observed under the action of selenium and tellurium, 
but higher temperatures (300 — 370°) were necessary, and no pro- 
duct corresponding with the sulphurised paraffin could be isolated. 
The presence of small quantities of sulphur or selenium apparently 
completely inhibited the action of oxygen on the paraffin. 

G.F.M. 


Chemical Reactions Induced by the Silent Discharge. I. 
Ethylene and Nitrogen. II. Benzene and Carbon Dioxide, 

Susumu Miyamoto {J. Ckern. 8oc. Japan , 1922, 43, 21 — 48).— 
I. A mixture of I volume of ethylene and 2 volumes of nitrogen 
w r as submitted to the electric field given by an alternating current 
of 10,000 volts and 50 cycles, in an apparatus cooled with water. 
The following substances were isolated : (1) A nitrile, ^18^-31^% 
a light yellow liquid having a stimulating odour, b. p. 82 — 8o 3 .ilJ 
mm., the hydrolysis of which gave an oily acid, C 18 H 31 , C0 2 H. 
and a silver salt, C 18 H 31 'C0 2 Ag, a yellow precipitate, m. p. 100 : 
(approx., decomp.). (2) An amine , C 20 H 38 N 4 O 2 , which formed the 
following salts : platinicldoride, yellow crystals, darkening at about 
150°, aurichloride, yellow crystals, darkening at about 180° ; pirntt 
yellow crystals, melting and darkening at about 170°. (3) The 
substances C^H^O, b. p. 58 — 65°/ll mm.; C 12 H 22 0, b. p. 73— 
79°/ll mm. ; C 13 H 24 0, b. p. 87 — 93°/ll mm. ; a mixture of C u H 2g 0 
and C 15 H 2g 0 2 , b. p. 97 — 103°/1 1 mm. ; and C 18 H 34 0, b. p. 112 — 
1 1*5°/1 J mm. ; these are presumed to be produced by the oxidising 
action of air on the unsaturated hydrocarbons, C 10 H 2 q, C J2 H 22 , 
Ci 3 H 24 , C 15 H 28 , and C 18 H 34 , respectively, formed initially. (4) A 
substance, (Cy^Og),,, a yellow powder, which does not decompose 
at 300°, (5) hydrogen cyanide, (0) acetylene, (7) hydrogen, and 
(8) ethane; the last two gases and a compound, <W\, hare 
been isolated by Berthclot in the same reaction (A., 1899, i, &>()■ 
II. When a mixture of carbon dioxide and benzene vapour was 
passed through the apparatus under like conditions, the phenol, 
(C 10 H 10 O 3 ) 3 , a yellow powder, decomposing and darkening at 
about 100°, was isolated. K- K* 
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photochemical Studies. XIII. Photopolymerisation of 
Vinyl Chloride and the Problem of Caoutchouc. Joh 

Plotsikow {£. mss. Photochem 1922, 21, 117 134 ; c f A 

1921, ii, 146).— Solutions of vinyl chloride in 99% ethyl alcohoi! 
acetone, carbon disulphide, benzene, methyl alcohol, ethyl ether 
toluene, and carbon tetrachloride have been subjected to ultra- 
violet light for periods of six hours at temperatures between 25*2° 
and 15-2°. In all solvents except benzene and carbon disulphide 
a polymerisation occurs easily when the extreme ultra-violet is 
used, and a white, amorphous compound separates. In the case 
of carbon disulphide, there is no action, and with benzene an oily 
product is formed. In the normal action, the chlorine atom acts 
as an internal catalyst. The process has a temperature coefficient 
103. Of all the solvents employed, methyl alcohol and ethyl 
alcohol are the most suitable. Salts of manganese, cobalt nickel 
copper, and vanadium act catalytically in the sense that they 
cause the reaction to take place in visible light. Carbon tetra- 
chloride accelerates the reaction in ultra-violet light Uranyi 
salts are the strongest catalysts, and a process for the preparation 
of the product by the action of sunlight in the presence of uranyi 
salts has been worked out and will be published later in the patent 
literature. The product of the reaction is described as a pure 
white, light powder resembling rice powder, which is slightly soluble 
in acetone, methyl alcohol, and ethyl alcohol, more soluble m 
benzene, chlorobenzene, carbon tetrachloride, and carbon disulphide 
and very soluble in phenyl acetate. It separates from the solvents* 
in which it is fairly soluble, as an elastic film which loses its elasticity 
on keeping. By suitably mixing with vaaelin, aniline, balsam of 
Peru, and similar substances, waxes, jellies, and solid elastic masses 
may be obtained. r y 


J h ? ST 81 ** Water-Ethyl Alcohol-Carbon Disulphide 
Miscibility of the Three Components in Different Proportions 
and some Practical Applications. N. Schoorl and (Mlle) 

A. Regenbogen (Pec. trav. chim ., 1922, 41, 125 134). The 

diagram is given of the ternary system showing the limits of homo- 
geneous mixtures at temperatures of 0°, 10“, 20” 40 c fiO 3 and 80° 
a s° diagrams for binary mixtures of ethyl alcohol and carbon 
3S 1 dl0W1 , ng clltlcal temperatures at which separation takes 
1 ™ lts are applicable to the estimation of the water con- 
tent of alcohol, especially for high percentages of the latter, by the 
toermination of the temperature of homogeneous mixing of two 
tolnmes of the alcohol with five volumes of carbon disulphide 

H.J. E. 

Glvcerin 0m p°T itiOn ?*r * ¥ R ®f idue ° n Distillation of Crude 
y enn, K Lewis ( J . Soc. them. Ind ., 1922, 41, 97 — 100t). 

; hT r? ge sam P Ie of glycerin residues contained 19-o6° 0 of cli- 
hom fflv c 0 prS 0lyg ^ yCC ru S): / hc Mvmwiscd P’yeorob are produced 
formal im< ? Cr the influencR of heat and pressure, and their 

such cat a r |JL aCCe - er i ated by i th ° prcsenc t of aIkaliue “Its, and by 
} as iodine and bromine. Xo simple means was found 


? - 
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for depolymerising these substances and recovering the glycerol, as 
even when a certain amount of depolymerisation was effected by 
means of high pressures at various temperatures further polym er> 
isation occurred on distilling the mixture owing to the salts present. 
In addition, a considerable proportion of the depolymerised product 
was converted during the process into glyceric acid, glyceraldehyde, 
and a hexose sugar. Pure diglycerol was prepared by heating 
glycerol for two hours at 210° with 0-05% of iodine. On distillation 
in a vacuum, an 85% yield of a water-white, viscous, and very 
hygroscopic fluid, b. p. 257 — 260 o /30mm., d^=l'3215, 1-3183, 

was obtained. 

During the investigation, the b. p. of anhydrous and aqueous 
solutions of glycerol were determined at 760 mm. pressure, the 
following being selected from the results recorded : 100% glycerol 
290°, 99% 225-5°, 98% 1960°, 95% 160°, 90% 137-5%, 80% 
121-5°, 50% 106 0°, 10% 101-0°. The specific gravities of mixtures 
of glycerol with diglycerol, and with water in various proportions, 
were also determined and the results are recorded in tabular form. 

G. F. M. 


The Constitution of Glycerides from the Point of View of 
the Co-ordination Theory. Ad. GrPn {Oesterr. Chem. Ztg 
1922, 25, 37— 38).— In reply to Klimont, it is pointed out that 
the hypothesis of the existence of glycerides in the two forms, 

R-COaRi and R‘C\q| R x , is not advanced solely with the object 

of explaining the double melting point of certain glycerides, but 
mainly to account for their unusual reactivity, which frequently 
resembles that of salts except in the greater slowness of reaction. 
Reasons are advanced for considering the isolation of co-ordination 
forms less probable in the cases of methyl and ethyl esters than 
of glycerides. The author docs not consider that dimorphism 
adequately explains the occurrence of glycerides in forms with 
different melting points, and regards the dimorphism as the outward 
expression of difference in internal structure. H. W. 

Production and Reactions of ppZ-Dichlorodiethyl Sulphide. 

Frederick George Mann and William Jackson Pope (T., 1922, 
121, 594—603). 


Preparation of Esters of Dihydroxydiethyl Sulphide. 

Farbwerke vorm. Meister, Lucius, & Bruning (Brit, Pat. 
154907).— The esters are obtained by the interaction of organic 
acids or their anhydrides and dihydroxydiethyl sulphide. Thus, 
diacetoxydiethyl sulphide is prepared by slowly dropping 5 parts 
of dihydroxydiethyl sulphide on to 6 parts of acetic anhydride 
heated at 120°. It is a stable, mobile liquid, b. p. 142 — 150°/ 12 
The corresponding diformyl compound boils at 130 — 137°/7 

G. F. M, 


Ses<jui-mustard Gas or Bis-p-chloroethyl Ether of 
Ethylene Dithioglycol. Raphael Rosen and E. Emmet Reid 
(J. Amer. Chem. Soc., 1922, 44, 634— 636).— The work recorded is 
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in complete agreement with that of Bennett (T., 1921, 119, 418, 
I860), except in so far as the melting point of ethylene bis-^-hydr- 
o X yethyl sulphide is concerned. In a footnote the authors state 
that their product was probably impure. W. G. 

A Homologue of Ethylene Sulphide : Trimethylethylene 
[fl-Methyl-A^butylene] Sulphide. G. Calingaert (Bull Soc . 
dim. Belg., 1922, 31, 109—111; cf. Delepine, A., 1920, i, 526; 
1921, i, 150). — (3-Methyl- A* 3 - butylene dibromide is transformed into 
the corresponding dithiocyanate and this is shaken in the cold with 
sodium sulphide solution, the product being distilled with steam. 
01 ethjltf-butylene sulphide so obtained is a mobile, colourless 
liquid, b. p. 145— 150°, dj 0*927. H. J. E. 

The Action of Selenium Monochloride on Propylene, 
Butylene, and Amylene. C. E. Boord and F. F. Cope (J. 
Amcr. Chent. Soc., 1922, 44. 395 — 101). — The action between 
ethylene and selenium monochloride resulting in the formation 
of pp'-dichlorodiethyl selenide dichloride (cf. Bauscr, Gibson, and 
Pope, T., 1920, 117, 1453) really takes place in two stages : 
2C 2 H 4 b Se 2 Cl 2 = (C 2 K 4 C1 ) 2 Se + Se ; and (C 2 H 4 C1) 2 Sc + Se 2 Cl 2 = 
(C 2 H 4 Cl) 2 SeCl 2 +2Se. The action may be stopped at the first 
stage by adding the selenium monochloride to the ethylene. These 
two stages have been obtained with propylene, butylene, and 
amylene, but with the last two it is not easy to complete the second 
stage. The compounds described are $$ -diohlorodipropyl selenide , 
b. p. 134°/10 mm., and its dichloride, m. p. 81°; $$-dicklorodibutyl 
selenide, b. p. 13878 mm., and its dichloride ; -dichlorodiamyl 
selenide, b. p. 158°/10 mm., and its dichloride. These results are 
taken as further evidence in favour of the unsymmetrical structure, 
Sc*SeCl 2 , for selenium monochloride. W. G. 

Action of Carbon Disulphide on Mercuric Acetate. A. 

Bernardi and G. Rossi (Gazzetla, 1922, 52, i, 139— 140).— The 
action of carbon disulphide on cold, saturated mercuric acetate 
solution, even in the dark, proceeds according to the equation : 
CS 2 +2(CH 3 -C0 2 ) 2 Hg r H 2 0=S(Hg-C0 2 *CH 3 ) 2 + COS + 2CH 3 -C0 2 H. 
The compound, S(Hg*C0 2 *CH 3 ) 2 , forms a crust of white, silky 
needles, begins to decompose without melting at 215°, appears 
to bo insoluble in all solvents, is decomposed by hot mineral acids, 
and yields mercuric sulphide when treated with either water or 
sodium thiosulphate. T. H. P. 

Mangani-acetates and -benzoates. R. F. Weinland and 
Georg Fischer ( Z . anorg . Chem., 1921, 120, 1G1— ISO).— Com- 
plex salts derived from ferric and chromic acetates have been 
described, particularly those containing pvridine in the complex 
kahon for example, [Cr{OAc) 6 Py 3 (OH) 2 ]I 3 ‘ (A., 1910, i, 503) and 
[le 4 (0Ac) 6 Py 3 O]Cl 4 (A., 1913, i, 644). Derivatives of manganic 
acetate have now been prepared containing pyridine in the com- 
th ^ °?‘ ^ 1CSC are more nearly related to the iron than to 

e chromium compounds, and appear to contain four atoms of 
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metal in the inner complex. They are generally brown in colour 
are decomposed by water, and are soluble in alcohol. 

Percklorates. [Mn 4 (0Ac) 6 Py 45 {0H) 2 ](0Ac) 3 *C10 4 , long, narrow 
rectangular tablets ; [Mn 4 (OAo)gPy 4 (OH) 3 ](OAc) 2 , C10 4 , well-formed 
long, thin tablets, also crystallises with 2H 2 0; 

[Mn 4 (0Ac) G Py 4 (0H) 4 ](0Ac)-C10 4 ,2H 2 0, 
aggregates of thin needles; jAfn 4 (OAc) 6 Py 4 (OH) 3 ](OAc) 15 (C10 4 ) 
thin needles which recrystallise unchanged from alcohol. 

Nitrates. [Mn 4 (0Ac) 6 Py 4 ](0Ac) 4 (N0 3 ) 2 , thin, rectangular 
needles; [Mn 4 (0Ac) 6 Py 4 (0II)](0Ac)3- 5 (N0 3 ) 1 5> oblique tables: 
[Mn 4 (0Ac) 6 Py 4 (0H) 2 ](0Ac) 2 (N0 3 ) 2 + 

2[Mn 4 (OAc) 6 Py 4 (OH)](OAc) 4 -K0 3 

very thin, long, rectangular tables, and 

‘ LMn 4 (OAc) 6 Py 4 (OII) 2 ](OAc) 25 (N0 3 ) r5 , 
very thin, rectangular tables. 

Acetates. [Mn 4 (0Ac) 8 Py 5 0 3 ](0Ac) 2 , lustrous, octahedral crystals 
from a solution of manganic acetate in pyrid ne ; recrystallised 
from alcohol, it gives [Mn 4 (OAc) 6 Py 4 (OH) 4 ](OAc) 2 , of similar 
crystalline form; a more complex compound crystallising in 
brownish-black columns with a well-marked cleavage appears to 
have the constitution 

[Mn 4 (OAc) e Py(OH) 6 ],[Mn 4 (OAc) 5 (OH),]. 

Other more complex nitrates and perchlorates of doubtful consti- 
tution were also obtained. Red manganic acetate probably has the 
constitution [Mn3(0Ae) 6 (H 2 0) 2 ](0Ac) 3 ,4H 2 0. 

A new manganic benzoate with alcohol of crystallisation was pre- 
pared, [Mn 3 (OBz) 6 (OH) 3 EtOH], largo, red crystals. Two pyridine 
compounds were isolated, both apparently containing a tetra- 
mangani-kation : [Mn 4 (OBz) G (OH).Py 2 ]OBz, and 


[Mn 4 (OBz) 6 (OH) 4 Py 4 ]{OBz) 2 . 


E, H. R. 


The Action of Alumina, Titania, and Thoria on Ethyl 
and isoPropyl Acetates. Homer Adkins and A. C. Krausi 
( J . Amer. Chem. Soc., 1922, 44, 385 — 392). — Contrary to a state- 
ment of Sabatier, it is shown that alumina, titania, and thoria 
are not specific in so far as the mode of decomposition of ethyl 
acetate by them is concerned. In determining the order of effici- 
ency of these catalysts for these reactions, the method of preparation 
of the catalyst is of an importance equal to, if not greater than the 
particular metal present in the oxide. Further, it is shown that 
the course of the decomposition of the ester is not determined by 
the relative instability of the intermediate compounds formed 
between the catalyst and the acid and the catalyst and the alcohol. 
The probability is that saponification of the ester precedes the 
decomposition. A sample of unignited alumina prepared from 
the hydroxide was found to exert a marked condensing action 
on acetone at 455 \ W. (*■ 


The Successive Stages in the Hydrolysis of Triacetin. 

E. Yamazaki («/. Avier. Chem. Soc., 1922, 44, 426; cf. A., 1920, 
i, 591). — The author acknowledges the priority of Meyer s work 
(A., 1907, i, 819; 1909, ii, 391, 803) on this subject, W. R 
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The Formation of Salts of Sulphocarboxylic Acids. I. 
Cobaltous and Cupric Salts of Sulphoacetic and a-Sulpho- 

r0 pjonic Acids. H. J. Backer and J. V. Ditbsry ( Rec . trav. 
cMm., 1922, 41, 145 — 151). — The eobaltous and cupric salts of 
sulphoacetic and a-sulphopropionic acids show almost complete 
similarity in behaviour, the only differences observed being in 
respect of the quantity and stability of water content. One 
molecule of the water of crystallisation of the neutral and acid 
copper salts is very strongly bound and the suggestion is made 
that this is linked to the sulphonic group. The neutral salts of 
both metals combine with two molecules of pyridine and the 
additive products also retain a molecule of water, probably linked 
in a similar manner to the above ; the water is lost more easily 
by the additive products than by the neutral salts. The authors 
consider that the metal, rendered more positive by the presence 
of pyridine, may show greater affinity for the sulphonic group. 
The Mowing have been prepared : Cobalt sulphoacetale, reddish- 
violet crystals ; with two molecules of pyridine gives a light reddish- 
violet crystalline powder and, with a second molecule of the acid, 
light orange-red crystals of the acid salt ; cobalt y.-sulp ho prop ionate 
was obtained only as a syrupy solution ; with two molecules of 
pyridine, light violet crystals of the additive product crystallised ; 
with a second molecule of the acid hygroscopic crystals of the 
acid salt of a light orange-red colour were obtained. Copper 
.sulphoacetate forms small bluish-green crystals; with two molecules 
of pyridine it yields a dee]) blue, crystalline precipitate ; with 
excess of acid, light bluish-green crystals of the acid salt. Copper 
x-6‘w Iphopro p io natc forms light blue crystals, which give with two 
molecules of pyridine deep blue crystals of the additive compound 
and, with a socond molecule of the acid, light blue, hygroscopic 
crystals of the acid salt. H. J. E. 

Studies of the Constitution of Soap Solutions. Solutions 
of Sodium Palmitate, and the Effect of Excess of Palmitic 
Acid or Sodium Hydroxide. James William McBaix, Milli- 
cent Taylor, and Mary Evelyn Laixg (T., 1922. 121, 621— 
633). 

Colophenic Acids. W. Fahriox [Ber., 1922, 55, [2?], 709; 
cf. Fahrion, A., 1907, i, 329; 1921, i, 792; Aschan, A., 1912, i, 
512; this vol., i, 221).- The different varieties of colophony contain 
a large but unknown number of resin acids, all of which, in so far 
as they have been isolated, possess the formula and are 

soluble in light petroleum. They are all converted by atmospheric 
oxygen into darker coloured, amorphous autoxidatiou products 
which are insoluble in light petroleum and arc classed as oxvabietic 
adds. H. W. 

The Catalytic Decomposition of Oleic Acid. Alphonse 
Mailhk (Compt. rend., 1922, 174, 873 — 874). — When oleic acid 
japoura are passed over a copper-aluminium alloy* at 600 — 650°, 
they are decomposed, giving gases rich in hydrocarbons of the 
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series and C n H 2 „ and in hydrogen, and also a liquid rich i 

unsaturated hydrocarbons, which when hydrogenated by passac* 
over nickel at 180 — 200° give a mixture of aliphatic and aromatic 
hydrocarbons, among the latter of which benzene, toluene, and 
m-xyiene were identified. W/q 


The Catalytic Decomposition of Shark Oil. Alphov^ 
Mailhe (Bull. Soc. chirn., 1922, [iv], 31, 249 — 252). — The method 
used for vegetable oils has been applied to shark oil as an exaitmh 
of animal oils (cf. A., 1921, i, 706, 841). The vapours of shark oil 
were passed over a mixture of aluminium and copper at 600—650° 
and gaseous and liquid products were obtained. The former 
consisted of some acraldehyde together with hydrocarbons and 
hydrogen. The latter contained acids, after the removal of which 
a yellow oil was left which, on hydrogenation over nickel at 180— 
200°, gave a mixture of paraffins, cyclic hydrocarbons of the type 
of cyclohexane and methylcycfohexane, and aromatic hydrocarbons 
of which benzene, toluene, and m-xylene were identified. The 
acids referred to above were unsaturated, and after hydrogenation 
of the mixture over nickel at 230 — 240° hcptoic, pelargonic, and 
] auric acids were identified. W. G. 

The Unsaturated Fatty Acids of Liver Lecithin. P, A. 

Levene and H. S. Simms (J. Biol. Chem 1922, 51, 285—294).— 
From the product of bromination of the fatty acids obtained from 
liver lecithin, an oetobromoarachidic acid was isolated. When! 
reconverted into a telra-unsaturated acid, this yielded arachidonic 
acid, whilst the latter, on reduction, gave arachidic acid. The 
residue from the bromination, on similar treatment, gave first 
oleic and then stearic acid. On the assumption that arachidonic 
and oleic acids are the only unsaturated acids present in liver 
lecithin, it is calculated from the iodine numbers that lecithin 
obtained by extraction of liver with acetone contains oleic and 
arachidonic acids in the ratio 1-3:1, whilst the ratio for that 
extracted by ether is 4-3 : 1 (cf. A., 1921, i, 842). E. S. 

Geometrical Isomerism in Unimolecular Films. N. K. 

Adam (Nature, 1921, 107, 522; cf. A., 1921, ii, 488 and Langmuir, 
A., 1917, ii, 525). — In the case of certain fatty acids containing 
an ethylenic linking, the properties of films (considered to be one 
molecule in thickness) formed oil the surface of water exhibit 
striking differences between cis - and trans-fonas. It is thereby 
indicated that oleic and erucic acids are cis-forms, whilst elaidic 
and brassidic acids are traus-Umm. It is considered that the 
molecules of saturated acids, such as palmitic acid, arc attracted 
to the ivater by the carboxyl groups, whereas unsaturated acids 
are also attracted, although less powerfully, by their ethylenic 
linkings. The tendency of cis-forms to yield films of smaller 
area than those of the fraus-forrns is ascribed to the ability of 
the double bond in the former case to approach as closely as desired 
to the water, whilst in the latter case the saturated portion of the 
chain must be forced among the water molecules.) Hence, owing 
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to the resistance produced by the limited flexibility of a hydro- 
carbon chain, the double bond of the trans - form will be unable 
to appio ac ^ ^he wa ^ er so closely as that of the ci<s- form. The 
area occupied by one molecule of a film of oleic acid on water 
under a compression of about 1-4 dynes per sq. cm. is of the Order 
of 40 X 10 -16 sq. cm., the area decreasing with time; elaidic acid 
occupies about 30xl0 -16 sq. cm., also diminishing with time. 

A. A. E. 

preparation of Sodium Silver-thioglyco'late. Cfiemisciie 
Faerie Flora (Brit. Pat. 156103). — Thioglycollic acid is treated 
Tvith an equivalent quantity of a water-soluble silver salt and an 
excess of a solution of sodium hydroxide. Either reagent may 
tie employed first, but if the former, the yellow precipitate of 
sili'er-thioglycollic acid, AgS*CH 2 *C0 2 H, which is formed, is separated 
' aI )d washed, and then dissolved in the soda solution. The sodium 
salt, AgS-CHyCOgNa, is exceedingly soluble in water, and is 
isolated by precipitation with alcohol as a heavy, yellow powder. 
Jtis of value for the therapeutic treatment of gonococci diseases. 

G. F. M. 

(S-Halogen-substituted Fatty Acids and p-Lactones. Hjal- 
mar Johansson and Sidney M. IIagman ( Be.r 1922, 55, [£], 
647— 658).— In continuation of the study of -3-lactones (cf. Johansson, 
Biss., Lund., 1916), a-methyl- (3-butyrolactone and a-ethyl-p-butyro- 
llactone are now described. The formation of P- lactones appears 
to occur much more commonly than was supposed formerly. 
From the preparative point of view, it is important to note that 
the hydrolysis of (3-lactones to the hydroxy-acids is an irreversible 
process, whereas with y-Iactoncs the change is reversible ; the 
successful production of the former from the p-halogenated acids 
depends, therefore, on their removal from solution before they 
have been converted to the hydroxy-acids. Jt has been observed 
previously (loc. cit.) that the hydrolysis of (3-laciones (propio- 
lactone, wobutyrolactone, and (3-butyrolactono) is influenced but 
little if at all by the hydrogen-ion concentration. The behaviour 
of the present lactones is very analogous, but the action is not 
strictly unimolecular, and distinct evidence of hydrogen -ion catalysis 
is obtained. Apparently the process is complicated by simul- 
taneous or consequent actions. In the presence of the resultant 
hydroxy-acid, the change appears to bo uniformly unimolecular, 
hut towards its end carbon dioxide and a gas resembling coal gas 
in odour are evolved; the full description of the experiments is 
reserved for a subsequent communication. 

I he preparation of (3-bromo-a-methylbutvric acid, m. p. 63 — 64°, 
from tiglic acid and hydrogen bromide is described in detail. The 
hydrolysis of its sodium salt by water lias been studied by arresting 
the reaction at definite intervals by pouring an aliquot portion of 
the solution on pure ice and titrating rapidly, first with sodium 

ydroxide and phenolphthalein and subsequently with silver 
nitrate^ and potassium chromate. The results show that no acid, 
tfith the exception of carbonic, is produced. Direct estimation of 

q* 



i. 426 


ABSTRACTS OF CHEMICAL PAPERS. 


the latter shows that two-thirds of the acid is transformed int 0 
carbon dioxide and A^- butene, whereas one-third is available for 
the production of the lactone. The latter is conveniently isolated 
by violently agitating a concentrated aqueous solution of sodium 
p - bromo- a- met hylbutyrate with chloroform at about. 3(P, the 
organic medium being renewed from time to time and the neutrality 
of the solution being maintained by the addition of small crystals 
of sodium carbonate. It is a colourless, highly-refractive liquid 
b. p. 67 — 67’5°/21 mm., d 20 0-9862; it solidifies at about -3(p 
and melts at about —24°. 

p-Bromo-a-ethylbutyric acid, m. p. 25°, is hydrolysed in neutral 
solution in much the same manner as the lower homologue, about 
63% of it being converted into amylene and carbon dioxide, leaving 
about 37% available for the formation of the corresponding 

lactone, a -Ethyl-fi-butyrolactone, CHEt^QQ ^ ^O, is a colour 

less, mobile liquid, b. p. 79 — 81°/18 mm., d 20 0-9700. It does not 
solidify completely at —50°, but is not completely re-melted below 
— 25°. 2-46 Grams of it are soluble in 100 c.c. of water at the 
atmospheric temperature. H. W. 

Metallic Compounds of the Enolic Forms of Carbonyl 
Compounds and their Application to Syntheses. II. Syn- 
thesis of Vinyli dene glycol Diethyl Ether [Keten-acetal]; 
Explanation of the Course of the Reaction in the Acetoacetic 
Ester Synthesis. Helmut Scheibler and Heinrich Ziegxer 
( Ber 1922, 55, [5], 789 — 803; ef. Scheibler and Voss, A., 1920, i, 
366). — The product obtained by the condensation of ethyl acetate 
with metallic sodium or sodamide does not appear to be com- 
posed mainly of ethyl sodioacetoacetatc or of the compound 
0Et , CMc(0Na)*CH 9 ‘C0 2 Et, but of the substance 
“ COMe*CH 2 *C(OEt) 2 *ONa. 

When decomposed by dilute acids, it yields ethyl acetoacetate 
and alcohol, COMe-CH 2 *C(OEt) 2 *ONa ^COMe/CH 2 *C(OEt) 2 <)H-* 
C0Me*CH 2 ’C0 2 Et-(-Et0H ; by spontaneous decomposition of its 
ethereal suspension or by the action of water, it is converted into 
sodium acetate and ketenacetal : C0Me*CH 9 *C(0Et) 2 *0Xa — > 
CH 2 :C(0Et) 2 +CH 3 -C0 2 Na. 

The gradual addition of ethyl benzoate to a suspension of ethyl 
potassioacetate in anhydrous ether causes the slow separation of 
considerable quantities of potassium benzoate. The ethereal 
filtrate is treated with water and the aqueous portion yields ethyl 
benzoylacetate, whereas the ethereal portion contains unchanged 
ethyl benzoate, nnsaturated ethers, a hydrocarbon of high boiling 
point which will be described subsequently, and the ketenacetal 
which could not be isolated as such from this mixture. The change 
may be represented by the scheme : CH 2 X!(0K)-0Et+Ph-C0 2 Et —r 
CH 2 Bz*C( OE t ) 2 ‘OK ^ CH 2 :C(0Et) 2 +Ph-C0 2 K. The course o 
the reaction is here somewhat disturbed by the occurrence of 
hydrogenation, but this drawback is not experienced when the 
potassium is replaced by sodamide. A reaction does not occur 
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when ethyl benzoate is added to finely divided sodamidc covered 
ffith ether, but the gradual introduction of ethyl acetate causes 
rigorous evolution of ammonia; the precipitate contains sodium 
benzoate, sodium acetate, and benzamide, but the isolation of 
keten acetal from the filtrate is difficult. The accomplishment of 
the latter depends on the observation that the decomposition of 
the sodium salt can be effected more conveniently by means of 
crater than by spontaneous fission in ethereal suspension; the 
use of ethyl benzoate and ether is thereby rendered unnecessary, 
and it is more practical to operate with ethyl acetate alone, the 
excess of which plays the part of solvent. Powdered sodamidc is 
therefore added in small portions to freshly distilled ethyl acetate 
cooled in a powerful freezing mixture ; after some hours, the 
temperature is allowed to rise to 20°. The product is diluted with 
ether and gently warmed on the water-bath, after which the 
solvent and unchanged ethyl acetate are removed in a vacuum. 
The residual salt is gradually added to a small quantity of water 
at 20°, whereupon sodium acetate separates gradually. The 
ktenaeetal is extracted from the filtrate with ether. It is a volatile 
liquid with a faint ethereal odour, b. p. 77*5 — 78° 760 mm., d 22 
0-7938, [jyj 32*54, [J?J5 32*65, [iy^ 1 33 05. It is readily oxidised 
by alkaline permanganate and rapidly decolorises bromine dissolved 
in carbon tetrachloride. It is comparatively stable towards alkali 
hydroxide, but is decomposed by mineral acids into ethyl acetate 
and ethyl alcohol. It reacts very readily in ethereal solution with 
the alkali metals or their amides. Its relationship to the keten- 
acetals appears to be purely formal, since it differs widely in its 
properties from substances such as acroleinacetal and behaves 
rather as unsaturated ether. H. W. 

Trihalogenmethyl Reactions. IV. Reaction of Trichloro- 
acetic Acid with Copper. Howard Waters Doughty and 
Benjamin Freeman ( J . Amer. diem. Soc- ., 1922, 44, 636—045; 
cf. A., 1918, i, 57; 1919, i, 513; 1921, ii, 414). -When ethyl tri- 
chloroacetate is warmed on a water-bath with copper powder, it 
gives diethyl tdrachlorosuctinate, l>. p. 156°. 13 mm. Attempts to 
hydrolyse the ester were not successful. Trichloroacetic acid 
reacts very vigorously with copper powder, but tetrachloro- 
succinic acid could not be isolated in the pure state, only its aniline 
salt, m. p. 149 — 150° (corr.) being prepared. In benzene or water 
as solvent, trichloroacetic acid reacts with copper, giving a good 
yield of dichloroaeetic acid and this method is recommended as a 
means of preparing dichloroaeetic acid in any desired quantity. 

There is some indication that these reactions involve the forma- 
tion of a relatively unstable intermediate compound in which 
copper is directly linked to carbon, and that th e course of the 
reaction is determined by the manner in which the eopper is 
eliminated from this intermediate compound. W. G. 

The a-Alkyl-levulic Acids. H. Gault and T. Salomon [Compt. 
™., 1922, 174, 754 — 75fi).--a-Alkyl-levulic acids may readily 
e prepared by the following scries of reactions. The sodium 

2 
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derivative of diethyl malonate reacts with bromoacetone in ether 
to give diethyl acelonylmalonate , C0Me*CH 2 *CH(C0 2 Et) 2 , b. p. 
150°/20 mm., giving a phenylhydrazone , m. p. 108—109°, and a 
semicarbazone , m. p. 125 — 127°. At the same time, a certain 
amount of ethyl ethanetetracarboxylate is also formed. The 
sodium derivative of the acetonylmalonic ester readily condense* 
with alkyl iodides to give alkylacetonylmalonic esters, of which 
the following are described : Ktkyl ethyla cetonyl malonate, giving a 
phenylhydrazone , m. p. 99—100° ; and ethyl isobutylacetonylnmlonak, 
giving a phenylhydrazone , m. p. 72 — 73°. These esters saponify 
more or less readily, giving the free acids. Ethylrwelonylrnalonic 
acid , m. p. 122—123°, gives a phenylhydrazone , m. p. 136 — 137°, 
but the isobutyl acid was not obtained pure owing to the difficulty 
of removing the second ester group. 1 he free acids, when heated, 
readily lose a molecule of carbon dioxide, giving the corresponding 
a-alkyl*levulic acid, and the ester acids also lose carbon dioxide, 
giving ethyl oc-alkyl-levulates. W. G. 

Diglycollic Acid or Anhydroglycollic Acid. Richard 
Anschutz and Siegfried Jaeger {Ber., 1922, 55, [B], 670—679).- 
In connexion with the recent publication by Sido (A,, 1921, i, 447) 
on cyclic imide ethers of diglycollic acid as sweetening agents, the 
authors describe a series of similar products* 

The following diglvcollarylamic acids are prepared by treating 
a solution of diglycollic anhydride in chloroform with an equivalent, 
quantity of the requisite amine dissolved in the same solvent, 
Diglycollanilic acid, m. p. 1 18° ; diglycoll-o-, -in-, and -pdoluidic acids, 
slender needles, m. p. 120°, needles, m. p. 131 132 , and leaflets 

or long needles, m. p. 148°, respectively ; diglycoll-p-xylidic acid , 
flat plates, m. p. 106° ; diglycoll-as-m-xytidic acid , slender needles, 
m . p. 116—117°; diglycollA .2:4: S-^-cimidic acid , slender 
needles, m. p. 133 — 13o° ; digl ycoll- y,-n aphfhcihdic acid, needles, 
m. p. 165°; diglycoll- %-na pklhalidic acid, microscopic needles, 
m. p. 153°. Treatment of the arylamidic acids with boiling acetyl 
chloride results in the formation of the corresponding arylmidu , 
of which the following are described : diglycollanil, in. p. 195“ ; 
o-tolil, m. p. 126°; m-tolil, m. p. 114°; p-tolil, m. p. ISO; 
diglycoll-p-xylil, flat, hexagonal plates, m. p. 127°; diglycott-as-u i- 
xylil, needles, m. p. 102°; diglycdl-oL-naphthil, m. p. 176°; diglycoll- 
$-naphthil, four-sided rods, in. p. 172-5°. 

Diglycollic anhydride is converted by hydrazine into the hijdr- 
azidic acid, NH 2 -NH-C0-CH 2 -0-CH 2 ‘C0 2 H, slender needles, m. p. 
113 — 114°; the corresponding hydrazine and silver salts have been 
prepared. , , 

Methyl diglycollatc, b. p. 130713 mm., m. p. 36°, is prepared 
by dissolving diglycollic anhydride in an excess of methyl alcono 
and subsequently saturating the mixture with hydrogen chlon e. 
Methyl hydrogen digly collate, a colourless, viscous liquid * tic 
solidifies in a freezing mixture, b. p. 173 — 174°/12 mm., is P re ,' 
pared from the anhydride and methyl alcohol and is convene 
by thionyl chloride into the corresponding chloride , a mobile liqui , 
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, jq 7 — 108°/12 mm., 114 — 115°/15 mm., from which the follow- 
ing aerivatives are prepared : anilide , a pale yellow oil, b. p. 175 — 
180°; O'toluidide, a yellow liquid, b. p. 185°/13 mm.; p -toluidide, 
slender, colourless needles, m. p. 41°. The chloride is transformed 
r v silver cyanide into the corresponding cyanide , 

Dy C0 2 Me*CH 2 ’0'CH 2 ’C0*CN } 

a. colourless, heavy licjuid, b. p. 165 — 170°/16 mm., which is hydro- 
i eed by fuming hydrochloric acid at the atmospheric temperature 
to ’the arid, C0 2 H-CH 2 -0-CH 2 <X>C0 2 H, m. p. 129—130°, b. p. 
1(50°/13 mm. ; the silver salt of the latter is described. H. W. 

The Reaction between s-Dichlorodimethyl Ether and 
Ethyl Malonate. Arthur W. Dox and Lester Yoder {J. 

Chem. Soc. } 1922, 44. 049 — 650). — Dichlorodimethyl ether 
reacts with the sodium salt of ethyl malonate to give ethyl propan - 
ar/y-tetracarboxylate together with some methylene dimethyl 
ether (cf. Kanim and Waldo, this vol., i, 105). It is probable 
that in this reaction the sodium functions as sodium ethoxide 
and not as the sodium salt of ethyl malonate, the reaction occurring 
in three stages. 

C'H 2 Cl*0*CH 2 Cl+Xa0Et— CHX’l-O-CH./OEt-rXaCl 

CH,a-G*CH 2 *0Et+Na0Et=Et0'CH/0Et-bCH 2 0+NaCl 

CH 2 0 +2CH 2 (C0 2 Et) 2 — CH 2 [GH(00 2 Et) 2 ] 2 -f-H 2 0. 

W. G. 

Sulphur in Proteins. I. The Effect of Acid Hydrolysis 
on Cystine. Walter Fred Hoffman and Ross Aiken Gortner 
(J. Amer. Chem . Soc.< 1922, 44, 341 — 360). — Pure cystine, crystal- 
lising in hexagonal plates, was boiled for varying lengths of time 
up to one hundred and ninety- two hours with 20% hydrochloric 
acid. The analytical data indicate that cystine is only slowly 
decomposed or destroyed during prolonged boiling with 20% 
hydrochloric acid and there would not be any appreciable decom- 
position during an ordinary protein hydrolysis. During' the one 
hundred and ninety- two hours 1 boiling there was but little decarb- 
oxylation. Similarly, the sulphur of the cystine was not eliminated 
to any appreciable extent. A small aznount of hydrogen sulphide 
was evolved, some elementary sulphur separated, but no sulphates 
were formed, and about 90% of the original sulphur was still 
unchanged and unoxidised at the end of the period of boiling. 
The amount of cystine preeipitable by phosphotungstic acid 
decreased rapidly during the first forty-eight hours of boiling, 
after which it remained practically constant. The nitrogen of 
the cystine was not appreciably changed during the boiling. The 
amount of total nitrogen remained constant, the amount of amino- 
mtrogen slowly decreased and there was a corresponding slowly 
progressive increase in the amount of ammonia nitrogen. The 
optical rotation of the cystine solution rapidly fell during the 
boiling to complete inactivity at the end of ninety-six hours, 
hrom the residual hydrolysate an isomeric cystine was isolated, 
h crystallised in small, microscopic prisms and differed in its 
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physical and chemical properties from the original cystine, p 
was approximately 2*5 times as soluble in water, and its phospho. 
tungstate was four times as soluble. It was optically inactive. 
A number of derivatives of the two forms of cystine were pre- 
pared, and in every instance the isomeric derivatives possessed 
different properties from those prepared from the natural “ plate v 
cystine. The authors suggest that this isomeric cystine which 
they have isolated is identical with that synthesised by Fischer 
and Raskc (A., 1908, i, 325) and by Erlenmeyer and Stoop (A., 
1905, i, 119), and that the plate ” cystine obtained by protein 
hydrolysis has never been synthesised. W. G. 

Resolution of Hydroxyaspartic Acids [Aminohydroxysuc- 
cinic Acids ] into Optically Active Forms. H. D Dakix (J. 
Biol. Chem ., 1922, 50, 403 — 411 ).— Resolution of the anti-acid 
(cf this vol., i, 143) was effected by fractional crystallisation 
of its strychnine and quinine salts, which yielded strychnine. 
d-anti -aminokydroxysuccinate (4H 2 0, [*]i> ) an( ^ Quinin c 

1 - an ti - wi w ohyd roxys uccin ole (4II 2 0, [a]u 95*5 ), respectively. 
By regeneration of the acids from these salts, d-anti -amwokydroxy- 
succinic acid , wedge-shaped prisms, [a]S +12*1°, and 1-antUmwo. 
hudroxy succinic acid, wedge-shaped prisms, [aJJ -11-9 , were 
obtained. Both active forms gave mesotartaric acid on^ treat- 
ment with nitrous acid, whilst heating with water at 12o pro- 
duced a partial conversion into the inactive para-acid. Attempts 
to resolve the para-aeid were unsuccessful. Fractional crystallisa- 
tion of the following alkaloid salts : strychnine (3H 2 0, prisms, 
f a *|» —23*2°), cinchonine (aq., hexagonal prisms, [a]j? +122-5“), 
brucine (4ILO, thin plates, [*]J -234°), quinine (2H 2 0, felted 
needles, [a]S — 1U>°), and the action of Pemcilhum glauam on the 
sodium 5 salt, were tried but without result. A partial resolution 
appeared to be effected by fermenting yeast, the lavo-acid being 
preferentially consumed. The amount of resolution, however, was 
too small to render possible the isolation of the active acid. 

From an investigation of the products obtained by the tryptic 
digestion of casein it is concluded that aminoh y dr oxy succinic: acid 
does not occur in this protein (cf. Skraup, A., 1904, i, 539). 

hi. b. 


Preparation of Acetaldehyde and Acetic Acid. A. Mori 
(B rit, Pat. 154579. — In the catalytic hydration of acetylene to 
acetaldehyde, mercury salts may be replaced by salts of hem 
metals which are not appreciably volatile and are not transton ^ 
into oxides at temperatures below a red heat. The best results a 
obtained with basic zinc salts deposited on pumice and mamtaiow 
at about 360 °, the basic vanadate being preferably employed, ou 
the molybdate or chromate may be used, as also may the corresp 
ing salts of copper, cobalt, nickel, or cadmium, but not witn 
good results. The acetylene is mixed with a considerable t. 
of air and steam, and under favourable conditions 75— W/o 
theoretical yield of acetaldehyde together with 5% of acehc a ^ 
obtained. 
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Synthesis and Properties o! a S-Hydroxyaldehyde. Burck 
jiardt Helferich and Theodor Malkomes (Her., 1922, 55, [B], 
702—708). — S-Hydroxyhexaldehyde has been synthesised in a 
manner similar to that used previously for y - hydroxy valeraldehyde 
(Helferich, A., 1920, i, 11). Like the y-hydroxyaldchydes de- 
scribed previously, the new aldehyde appears to be stable in the 

, ^/CH 2 - CHMe Sn 

cyclic form, ( ' 11 2''OH 2 -CH(OH)' >0> 


but to pass readily in the 


course of various reactions into the true aldehyde form, 
0H*CHMe , CH 2 *CH 2 *CH 2 *CHO . The observations appear to be of 
considerable importance for the chemistry of the sugars, since 
the possibility of the formation of 1 : 5 -rings (in place of the 
generally assumed 1 : 4-structures) must be taken into account. 

A s -Hexenoic acid is prepared from cyc/obexanone oxime by 
Wallach’s method (a lactone , C 6 H 10 O 2 , b. p. 96*5 97*5715 mm., 
is obtained as by-product) and is converted by thionyl chloride 
into A S ’hexenoyl chloride , a colourless, mobile liquid, b. p. 
49°/17 mm., di 8 1*0113, ?in° 1*4471. The latter is transformed by 
magnesium methyl iodide into methyl A *-amylenyl ketone , 
CH 2 !CH*CH 2 *ClT 2 *CH 2 *COMe, a colourless liquid of unpleasant 
odour, b. p. 41 — 43°/10 mm., d\* 0*8073, n\* 1*4350 (semicarbazone, 
aggregates of needles, m. p. 108°), which is reduced to methyl- A 5 - 
mylcnyl-carbinol, a colourless liquid, b. p. 64 — 6o c /13 mm., d{ 8l> 
0*8484, Wo° 1*4387. Ozonisation of the latter and subsequent 
reduction of the ozonide in ethereal solution with zinc dust and 
glacial acetic acid give h-hydroxy-n-hexaldehyde (or G -hydroxy-2 
melkylteirahydropyran , b. p. 71— 78 c /ll mm., d\* 1 *0005, h{J ij 1*4452. 
The cyclic structure of the aldehyde is established by its physical 
constants and the observation that it reduces ammoniacal silver 
solution and colours magenta-sulphurous acid solution gradually. It 
gives a ^-bromopheivylhydrazone, small, pale yellow needles, m. p. 
85 3 (slight decomp.), and is oxidised by silver oxide in the presence 
of water to S-hydroxy- n -hexoie acid. It is converted by methyl 
alcoholic hydrogen chloride (1%) into ti-methoxy-'2-mc1hyltetrahydro- 
pyran, a colourless, mobile liquid with an odour of peppermint, 
b. p. 71*5 -767110 mm., rf; 8 0*9232, < 14211. The latter does 
not reduce Fehling's or ammoniacal silver solutions, and does not 
appear to be hydrolysed by emulsin or a-glucosidase from yeast. 


H. W. 


Preparation of Aldehydes from Acid Chlorides. V. (Di- 
aldehydes. II.) Synthesis of Decanedial. Karl W. Rosen- 
.mun’d, Fritz Zetzsciie, and Fl. Exderlix ( Bcr 1922, 55, [/J], 
609-612; cf. A., 1921, ii, 320; this vol, i, 39). Decanedial 
{stbatic dialdehyde), C 8 H 16 (CHO) 2 , is prepared in at least 80% 
yield by the action of hydrogen on a solution of sebacvl chloride 
in xylene at 150° in the presence of palladised kieselguhr and 
sulphured ” quinoline; it is a colourless, oily liquid with a 
pleasant odour, b. p. 142°/15 mm., which polymerises rapidly to 
a vitreous form. Both varieties give the usual aldehydic reactions 
with Fehling’s solution, magenta-sulphurous acid and ammoniacal 
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silver solution. The sodium hydrogen sulphite compound and the 
barium salt, C 8 H lfi (CHIN‘C 10 H fi ‘SO 3 ) 2 Ba ) formed from the aldehycfe 
and barium naphthionate, are described. The aldehyde yields a 
di-p-?iitrophenylhydra,zone, tile-red crystals, m. p. 104 — 107° (decomp, 
after softening at about 05°), and a dioxime , slender, colourless 
needles, rn. p. 124 — 127° (corr.) after previous softening; the 
latter does not appear to be identical with the similar compound 
described by von Braun and Sobecki (A., 1911, i, 830). H. W, 


Spontaneous Condensation of Ethoxyacetone ; Formation 
of the Corresponding Aldol, «f-Diethoxy-[3-methylpentan. 
p-ol-8-one. Victor Daudel (Bull. Soc. ckim ., 1922, [iv], 31, 
265 — 268).— Ethoxyacetone, as prepared by the action of magnesium 
methyl bromide on ethoxyacctonitrile, slowly undergoes condensa- 
tion on keeping, probably due to traces of ammonia present. 
The principal product is ff.€-diethoxy-$-methylpenian-$-ol~h*one. 
OEt*CII 2 *CO-CH 2 *CMe(OH)-CH 2 *OEt, b. p. 126— 128°/21 mm.; 

1-011, The condensation is, however, more complex and 
resinous products arc formed which could not be identified. A 
compound, b. p. 170 — 1SQ°/16 mm. ; d° 1-0164, was isolated. 

W. G. 


Influence of Sodium Chloride on the Mutarotation of 
Dextrose in Alkaline Solution. I and II. Hans Murscii- 
hauser ( Biochcm . Z., 1922, 128. 215 — 228, 229 — 244). — I. In 
N /2000-sodium carbonate solution the velocity of mutarotation 
of dextrose solutions is retarded by the presence of sodium chloride. 
The retardation is proportional to the square root of the concen- 
tration of the sodium chloride. 

II. The velocity constants of the mutarotation of dextrose at 
20-4° have been determined in aqueous solution, in 2N- and 
4A 7 -sodium chloride solution, in increasing concentrations of hydro- 
chloric acid from 0-046 to 0-54% and in 2A r - and 4A 7 -sodium chloride 
solutions containing increasing amounts of hydrochloric acid from 
0-046 to 0-54%. All follow "the unimolecular law, and although 
at concentrations of acid below 0-089%, 2A T - and 4 A : -sodium 
chloride lower the velocity of mutarotation compared with hydro- 
chloric acid solutions below 0-089%, yet in all cases the velocity 
constants of the mutarotation, whether in hydrochloric acid solu- 
tion alone ot in 2 A 7 - or 4A-sodium chloride, increase proportionally 
to the concentration of hydrochloric acid. H. K. 

The Law Governing the Constants of Mutarotation of 
Dextrose and the Concentration of Acid. Hans Mtjrsch- 
hauser ( Biochem , Z ., 1922, 128, 245 — 250). — It has been shown 
(preceding abstract) that at constant temperature the increase in 
the velocity constant of the mutarotation of dextrose in the 
presence of increasing amounts of hydrochloric acid is proportional 
to the concentration of the acid, Kua— -£^0=48-5 CW 204 . 
If, however, the velocity constant in the presence of hydrochloric 
acid, Kkci, be divided by the square root of the concentration of 
the hydrochloric acid (or the hydrogen-ion concentration), another 
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constant is obtained. The first equation given enables either the 
strength of a hydrochloric acid solution from the velocity constant 
or the reverse to be determined. " jj. K. 

The Formation of Formic Acid during the Decomposition 
0 { Dextrose in Alkaline Solution. H. I. Waterman and 

31 . J. van Tussenbroek [Cham. Weekblad , 1922, 19, 135 136). 

Solutions of dextrose in iV-sodium hydroxide solution containing 
barium hydroxide were treated with ordinary air and with air 
containing ozone. In all cases formic acid was formed; 10 grams 
of dextrose after one hundred and forty- two and a half hours 
yielded 1-66 grains of the acid. No carbon dioxide was formed 
except when tha temperature was kept below normal. S. I. L. 

The Function of Phosphates in the Oxidation of Dextrose 
by Hydrogen Peroxide. Arthur Harden and Francis 
Robert Henley ( Biochcm . J., 1922, 16, 143— 147).— The chief 
function of phosphates in the oxidation of dextrose by hydrogen 
peroxide appears to be the regulation of the hydrogen-ion con- 
centration as other buffer mixtures (XaHC0 3 +C0 9 ; Xa 2 HAsO 4- 
XaH 2 As0 4 ; IsaCgHjOg) K 2 HP0 4 -j-KH 2 £?0 4 ) can replace the 
phosphates. Hydrogen peroxide is more stable in presence of 
phosphates than at the same P }1 in their absence. \V. 0. Iv 


Preparation of Mannose. E. P. Clark {J. Biol. Ckem., 1922, 
51, 1—2). — The method described is simpler and gives better 
yields than those of Hudson and Sawyer (A., 1917, j, 321) and of 
Horton (J. hid . Eny. Chern 1921, 13, 1040). Sifted ivory-nut 
shavings are added to ten times their weight of boiling l 0 / sodium 
hydroxide and left for half an hour with occasional stirring. They 
are then thoroughly washed with water and dried. The°materiai 
(500 grams) so obtained is mixed with an equal weight of 7o 0/ 
sulphuric acid and left for a day, after which the resulting mass 
is dissolved in water, diluted to o\ litres, and boiled for two and 
a half hours. The solution is then neutralised with barium car- 
bonate paste and filtered through a thin layer of active carbon, 
the last traces of barium being removed by* adding a few c c of 
dilute sulphuric acid and again filtering. The filtrate is concen- 
trated until it contains 87-88% of total solids, mixed with an 
equal volume of glacial acetic acid, seeded, and frozen. Finally, 
it is allowed to thaw slowly in a refrigerator, when crystallisation 
ot the mannose takes place. v E S 

Crystalline Chlorotetra-acetylmannose. D. H Brauns (J 

; cf. Fischer and Hirschberger 
A., 18S9, 480, 687).— Chlorotetra-acetylmannose was obtained in a 
, hy a PP^ in S the method of von Arlt (cf. A., 1901 
’ 7% Phosphorus pentachloride was allowed to act on Q-tjenta- 
acctyimannose m the presence of aluminium chloride in chloroform. 
ur+u^ r0 was Stained crystals, m. p. 81°: f aTf? -j- 89-50° 
mannrv met ^ yl alcoho . 1 an(i silver carbonate, chlorotetra-acetyb 
se gives a mixture of methyltetra-acetylmannoses, thus 
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resembling in this respect bromotriacetylrhamnose, but differ^ 
from the corresponding derivatives of dextrose and galactose. = 

W. G. 

The Constitution of Polysaccharides. J. J. Lijnst Zwikker 
(/ fee. trail chirn ,, 1922, 41, 152).— A correction is made in the 
formula given in the author’s paper (this vol., i, 230); it is main, 
t-ained that it necessitates no change in the suggested molecular 
structure. H. J. E 

New Observations on the Constitution of the Carbohydrates. 
L. nE Hoop ( Chem . Wcckblad y 1922, 19, 106 — 107). — The conclusions 
of Karrcr, based on methylation and acetylation, that the starch 
molecule is really simpler than the earlier molecular-weight deter- 
minations (5,000 to 20,000) indicate, are criticised as being based 
on insufficient evidence. S. I. L, 

Preparation of Inulin, with Special Reference to Artichoke 
Tubers as a Source. J. J. Willaman (J. Biol . Chem., 1922, 
51, 275 — 283). — The ground and washed tubers are boiled for 
fifteen to twenty minutes with water containing calcium carbonate 
(1,300 c.c. of water and 30 grams of calcium carbonate to each 
kilo.) and the juice is then expressed in a press. After repeating 
the process on the residue, the combined extracts are clarified by 
means of lead acetate, any excess of the latter being removed bv 
addition of ammonium oxalate. The clear liquid is then evaporated 
until it contains 40—60% of solids, cooled slowly, and maintained 
at 0 — 5° for crystallisation. Recrystallisation from water is 
repeated until the specific rotation reaches —38° or —39°. A study 
of the optical rotation during successive rccrystallisations confirms 
the view that inulin is a mixture of substances. Artichoke tubers 
are not a good source of true inulin. E. S. 


Alleged Adsorption of Alumina from Aluminium Sulphate 
Solutions by Cellulose. Alfred Tingle (,/. bid. Eng. Ohm 
1922, 14, 198 — 199). — Neither acid-washed filter-paper nor well- 
washed bleached sulphite pulp removes any analytically appreciable 
amounts of alumina from a basic solution of aluminium sulphate, 
and the observed withdrawal of alumina from solutions of the 


sulphate in presence of cellulose is due to chemical precipitation 
by non- cellulose material present as an impurity. In no case 
could adsorption of alumina by cellulose of reasonable purity be 
observed. Methods of investigation which depend on attempts 
to separate aluminium salts from cellulose by repeated washing 
can only be employed when great caution is used as to the nature 
of the materials, and when basic solutions are in question they can 
never be trusted, as mere dilution of a basic aluminium sulphate 
solution will cause precipitation. F. M. 


Action of Iodine on Celluloses, Silk, and Wool. J. Huebseb 
and J. N. Siniia ( J . Soc. Chem. hid., 1922, 41 , 93 — 94 t).— Celluloses, 
natural and artificial silk, wool, and other like substances give 
varying but appreciable yields of iodoform when treated w 
dilute aqueous solutions of iodine and potassium iodide, b 16 
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eaction was most marked with poplar wood cellulose, and by dis- 
tilling with steam poplar cellulose pulp to which iodine and sodium 
hydroxide had been added pure iodoform was readily obtained. 
The operation could be repeated and even after twenty successive 
treatments appreciable yields of iodoform were obtained. The 
results seem to indicate that the amount of iodoform produced has 
some definite relation to the solubility of the different celluloses 
in alkali hydroxide solutions. G. F. M. 

Effect of Water and certain Organic Salts on Celluloses. 

j Huebner and F. Kaye (J. Soc. Ghern. Ind ., 1922, 41, 94t). — 
Distilled water in which purified cotton ot cellulose has been soaked 
at 35° for twenty-four hours readily gives a silver mirror and the 
characteristic aldehyde reaction with rosanilinc, whilst if it is 
steeped in sodium acetate solution under similar conditions the 
amount of aldehyde produced is so considerable that it can be 
separated by distillation. If the cotton is merely placed over 
distilled water in a closed vessel for several days, the water, without 
having come into contact with the cellulose, contains traces of 
aldehydic substances. If cellulose or starch remains for several 
days in contact with distilled water at 35° to which sodium acetate 
and resorcinol have been added, the solution becomes fluorescent 
and aldehydic substances can be separated by distillation, whilst 
the addition of lead acetate to the residue after distillation causes 
a greyish- brown precipitate. When cellulose is steeped in water 
there is a rise of temperature accompanied by a contraction of 
the total volume. G. F. M. 

Polysaccharides. XIV. The Amyloses. P. Karrer and 
Elisabeth Burklin (Ildv. Chun. Ada , 1922, 5, 181 — 187; cf. 
this vol., i, 229). — The behaviour of Pringsheims “ triamylose ” 
towards acetyl bromide at 0 — 5° is similar to that of x-diamylose 
and (3-hexamylose, since it furnishes the same quantities of aceto- 
hroraomaltose and heptacetylmaltose as the corresponding amount 
of maltose. Xo glucose could be detected among the products. 
"Triamylose ” is therefore either a simple or a polymeric form of 
maltose anhydride. Its identity with [i-hexamylose is established 
by a comparison of their solubilities, specific rotatory powers, 
crystalline form, contents of water of crystallisation, indifference 
to pancreatic juice, and compounds with sodium hydroxide. So 
far, therefore, all methods of degrading starch have furnished 
cither maltose or simple or polymeric forms of its anhydride. 
Also the fact that the acetylation of p-hexamylosc with acetic 
anhydride and zinc chloride proceeds without depolymerisation 
opens up the possibility of avoiding such degradation in the cases 
of starch, cellulose, etc., in which more or less complete breaking 
down has hitherto been accepted. J. K. 

Polysaccharides. XV. Constitution of Diamylose and of 
the Anhydro-sugar (Cellosan) of Cellulose. P. Karrer and 
Alex, P . Smirnov ( Helv . Chim , Ada , 1921, 5, 187 — 201; cf. 
preceding abstract). — Treatment of penta- acetyl-glucose with 
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phosphorus pentabromide (5 parts) for twelve minutes at 1 oq° 
yields considerable amounts of tetraceto-l-bromoglucose, but no 
1 : 6-dibromo-derivative. In agreement with this, the same product 
is obtained from octa-acetylcellobiose, whilst from octa-acetyl 
maltose aceto-I : 6-dibroino- and aceto-l-bromo-glucose are 
obtained. From acetylated diamylose, on the other hand, aceto- 
1 : 6-dibromoglueosc, unaccompanied by any monobromo-deriv. 
ative, is produced. Hence, in diamylose, the anhydro-oxyg eil 
atom connects the 1- with one of the 8-, 9-, 11-, or 12-carbon atoms 
of the maltose molecule. Since starch is a polymeric diamylose 
its acetyl derivative also furnishes aceto-I : 6-dibromoglucose as 
solo product. “ Triacetyl-cellulose ” (Ost, Z. angew. Chem 19 p) 
67) behaves similarly, a result irreconcilable with the view that the 
cellulose molecule consists of a chain or cyclic structure of cellobiose 
molecules, but in accordance with its conception as a polymeric 
anhydrocellobiose (Cellulosechemie, 1921, 2, 125). This anhydride 
now termed cellosan, must therefore have the constitution (I)! 
This formula at once explains the formation of 2 : 3 : 6-trimethyl, 
glucose, instead of tetramethylglucose, from methylated cellulose. 
Further, it also represents cellosan as an anhydride of maltose 
(or zsomaltose), so that its degradation may occur in two ways— 
to cellobiose or to maltose. Ilcncc it is that only 40 — 43% (or, 
allowing for that portion which suffers further degradation, at 
most 50 — 60%) of acetocellobiose is obtainable by acetolysis of 
cellulose (Karrer and Widmer, A., 1921, i, 310; Freudenbcrg. 
A., 1921, i, 400). The easy hydrolysis of maltose by acids explains 
the failure to detect its formation either in this reaction or among 
the products of the action of acetyl bromide on cellulose (A., 1921, 
i, 771). Of the three remaining possible formulae for diamylose, 
that of the I — 12 anhydride (II) is alone acceptable. It explains 


0 < 


CHj*CH{0H) , CH , [CH(0H)] 2 'CH'v^ r> 
CH*[CH(OH ) VCH *CH{CH 2 *OHr 
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the complete conversion of starch and diamylose into maltose, 
since the same result must follow 7 from the rupture of either of 
the two glucosidie linkings. Steric influences may possibly 
influence the stabilities of diamylose and cellulose, but the easier 
hydrolysis of the former is adequately explained by the fact that 
in it the alcoholic groups concerned in the glucosidie linkings are 
both primary. It now only remains to determine what degrees 
of polymerisation of cellosan and diamylose are respectively repre- 
sented by cellulose and starch. 

The aceto-mono- and -dibromo-glucoses obtained in the above 
reaction are always accompanied by oily products, consisting 
probably of the isomeric acetodibromoglucoses, the formation of 
which is to be anticipated, other bromination (cf. Brigl, this vol., 
i, 225) and decomposition products, and also undecomposed disacch* 
aride complexes. J* & 
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Structure and Formation of the Humic Acids and Coal. 

t Maecusson (Z* angeio. Ghem ., 1922, 35, 165 — 166; cf. this vol., 

. ' g26). -Polemical. The author maintains that humic acids 

contain condensed furan and benzene rings and stand in close 
relationship to, if they are not identical with, the synthetic acids 
spared from sugars. Contrary to Eller’s views (loc. cit.), these 
acids are carboxylic acids, as are also most probably the acids 
synthesised by Eller from phenols, and both probably contain a 
dibenzofuran nucleus. Eller’s acids are, however, in no way 
identical with the natural humic acids, as evidenced by their 
hydrogen content and their behaviour towards soda. In the 
conversion of humic acids into brown coal, anhydride formation 
accompanied by loss of carbon dioxide occurs, and this so-called 
pyrohumic acid was isolated from brown coal after the extraction 
of the humic acids with ammonia by boiling the insoluble residue 
with 10% sodium hydroxide, and the lesser number of carboxyl 
groups found expression in the lower saponification value, 253, 
compared with 300 for humic acid. In coal formation, the author 
considers that cellulose as well as lignin plays a part, and although 
a portion is undoubtedly destroyed by bacterial action, this cannot 
apply to the whole of the cellulose associated with the lignin in 

Zi G. F. M. 

Amides and Anilides of some Saturated Fatty Acids. 

Mitizo Asano {J. Pharm. Soc. Japan , 1922, 97 — 105). — As the 
amides and anilides of fatty acids are of use in the detection and 
identification of these acids, whilst the melting points given in 
the literature are discordant, the author has prepared some of 
them together with the isobutylamides from the pure acids (from 
heptoic acid to lauric acid) and determined their melting points, 
the result being as follows : Heptoic acid : amide, m. p. 94 — 
95°; anilide, m. p. 64°. Oetoic acid : amide, m. p. 104°; anilide, 
m. p. oi'S 0 ; tsobutylamidc, b. p. 154 — 155°/7 mm. Pelargonic 
acid: amide, m. p. 99°; anilide, m. p. 57-5°; f.sobutylamide, b. p. 
162°/6 mm., m. p. 37 — 38°. Decoic acid: amide, m. p. 98°; 
anilide, 67 — 68°; isobutylamidc, b. p. 171°/6mm. ; m. p. 37 — 38°. 
Undecoic acid: amide, m. p. 96 -97°; anilide, m. p. 6S°; iso- 
butylamide, m. p. 51°. Laurie acid : amide, m. p. 98 — 99° ; 
anilide, 75°; isobutylamide, m. p. 51°. K. K. 

Syntheses from Cyanamide. Preparation of Thiocarb- 
amine Cyanides, Carbamine Cyanides, and Biurets. Emir 
Fromm [with Hermann Wenzl] (Ber. t 1922, 55, [7?], 804—813).— 
The product of the action of sodium cyanaiuide on phcnylthio- 
carbimidc has the constitution NPh!C(SNa)*NH'C:N, since it is con- 
verted by benzyl chloride into the compound NPh!C(S , C 7 II 7 )*XH*CN, 
which has been obtained from phenyldithiobiurct, benzyl chloride, 
and sodium hydroxide. The benzyl haloid has, in addition, a 
desulphurising action which is due to the disturbance of the 
equilibrium, X*C(!NH)’SNa X*C:N+NaSH, by the removal of 
the sulphide. This desulphurising effect is considerably more 
marked with ethylene chlorohydrin, v r hich, with phenyldithio- 
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biuret or the product of the action of sodium cyanamkfo 
and phenylthiocarbimide, gives phenylcarbamine cyanide 
NHPh-CO*NH*CN, s-diphenylcarbamide, and triphenyKsomelamb 1 
(NHPhON),. Tho initial change is doubtless expressible by the 
equations NH Ph'CSvNH’CS’N H 2 ~f- 2NaOH NHPfrCS’NH’CX^ 

Na 2 S+2H 2 0 and 20H*CH 2 -CHoCl+Na^=(0H*CH 2 *CH 2 ) 2 Su 
2NaCl. The sulphur-free compounds are therefore derived from 
phenylthiocarbainine cyanide, but the obvious hypothesis that 
the next stage of the reaction occurs by a further elimination of 
hydrogen sulphide is negatived by the observation of a similar 
reaction with phenylethyldithiobiuret, with which this loss is 
impossible. It is much more probable that phenylcarbamine 
cyanide is produced from its thio-analogue by simple hydrolysis 
NHPh*CS*NH-CNfH 2 0=NHPh*C0*NH*CN+H2 S -. The phenyl, 
carbamine cyanide is hydrolysed in boiling alkaline solution to 
phenylcarbamide, NHPh*CO*NH*CN+2H 2 O=NHPh , C0*NH 2 .j- 
C0 2 -j-NH 3 , and the latter is converted into the diphenyl derivative 
by protracted boiling of its solution. Triphenylisomelaniine is 
derived from phenyleyanamide resulting from the desulphurisation 
of phenylthiocarbamide produced by the hydrolysis of phenyl- 
thiocarbamine cyanide. 

The sodium salt of phenyl- ^-thiocarbamine cyanide, CgH 6 N 3 SXa, 
leaflets, is formed by the addition of phenylthiocarbimide to a 
cold aqueous solution of sodium cyanamide, and is converted by 
cautious acidification with acetic acid into phenyUhiocarbamm 
cyanide , a colourless, unstable substance, m. p. (indefinite) W 
after becoming discoloured at 90° (the silver, copper , and mercury 
derivatives arc described). The sodium salt is transformed by 
benzyl chloride into A T -phenyl-£-benzyl^-thiocarbaminc cyanide, 
m p ig 9 — 190 °. Under varying conditions which are described 
in detail in the original, the sodium salt of phenyl-^r-thiocarbamine 
cyanide is converted by ethylene chlorohydrin and sodium hydroxide 
into phenylcarbamine cyanide , m. p. 123—124°, diphenylcarbamide, 
and triphenyl isomelamine, tho precise course of the reaction being 
governed largely by the amount and concentration of the alkali 
hydroxide. The isolation of these products from phenyldithio* 
biuret is also described in detail. Phenylcarbamine cyanide is 
converted by hot, very dilute sulphuric acid into oa-phenylbinret, 
m. p. 167°. The following compounds have also been prepared: 
p -tolylcarbamim cyanide , m. p. 142°; 'p-tolylbiuret, m. p. 199—200 
(decomp.); p -phenetylcarbamine cyanide , m. p. 131°; o-msf 
carbamine cyanide , decomp. 115°; phenylethylmrbammecyanf, 
NPhEt-CONH-CN, large, colourless leaflets, in. p. 142°. H. AY. 


Dicyanamide. W. Madelung and E. Kern (Annalen, 19--, 
427, 1—34) — The analogies suggested by cyanoform and thio- 
cyanic acid indicate that dicyanamide should be a strong an 
and although, possibly, rather unstable in tho free i state, m 
stable in the form of its salts : HC(CN) 3 , KH(C1N) 2 , HS(CN). 
paper is devoted to a description of the preparation and propers 
of dicyanamide. 
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Sodium dicyammide, NNa(CN) 2 , is obtained in good yield by 
treating an aqueous solution of disodium cyanamide (CN*NXa a ) 
flith cyanogen bromide. It is easily soluble in water, but less easily 
soluble in alcohol, from which it can conveniently bn crystallised. 
Its aqueous solution is neutral to litmus. The decomposition may 
also be carried out by adding first cyanamide and then cyanogen 
bromide to an ethyl alcoholic solution of sodium ethoxide, but in 
these circumstances the sodium salt of O-ethylcyanoisocarbamide 
(below) is formed as a by-product, probably in the following way : 
CSMffH, -> NH:C(OEt)*NHNa NH:C(OEt)-NH-CN. 

Free dicyammide cannot be isolated owing to the speed with 
which it is converted into an insoluble amorphous polymeride of 
high molecular "weight. However, it exists in solution long enough 
for it to be possible to show by conductivity measurements that 
it is a strong acid, nearly as strong as hydrochloric acid. 

The silver , cuprous , and mercurous salts are colourless, the lead, 
mercuric , and cupric salts are sparingly soluble, and the ferric salt 
is soluble and red, but not so intensely coloured as ferric thio- 
cyanate. The ammonium salt forms needles which melt at 110° 
without decomposition. The silver salt docs not react with 
methylene iodide, but with methyl iodide it gives dicyanomethyl- 
amde, quadratic crystals, m. p. 221°. 

Dicyanamide undergoes additive reactions with water, ammonia, 
and ethyl alcohol. With water in the presence of hydrochloric 
acid, it gives biuret, two molecules of water being taken up. The 
addition of one molecule of w ater was effected accidentally during 
an attempt to prepare dicyanamide from disodium cyanamide by 
reaction with bromine and sodium cyanide : 

Q T, NXa 2 -)-Br 2 ->CN*NNaBr — >CN*XXa(CN)->CN 4 XH*C0 , XH 2 . 


The product was cyanocarbamide. Addition of one molecule of 
ammonia is effected by heating the copper salt with concentrated 
aqueous ammonia. The product is a mixture of copper diguanide 
and cyanoguanidine, CN'NII *C ( !X H ) 'X H 2 , The compound formed 
by the addition of one molecule of ethyl alcohol, 0-ethylcyano~ 
isocarbamide, needles or prisms, m. p. 1 19°, is obtained either from 
cyanamide and cyanogen bromide as deseribed above, or by heating 
sodium dicyanamide with an equivalent amount of ethyl alcoholic 
hydrogen chloride. If an excess of hydrogen chloride is used 
Q-flhyh$obiuret, m. p. 129°, is also obtained : XHJC{:XH)-OEt| 2 . The 
hydrochloride of this base readily looses ethyl chloride, giving biuret. 

When sodium dicyanamide is heated to dull redness it is con- 
certed into the sodium salt of tricyanomelamine, the probable 
N formula of which is annexed. The same 



compound may be obtained by heating the 
sodium salt of cyanoguanidine, ammonia 
being eliminated. Bannow obtained the 


(j potassium salt (this Journal, 1871, 391, 


NH<CN 
mercuric cyanide 


A., 1881, 144), which he thought to be 
potassium dicyanamide, by heating 
or paracyanogen with potassium cyanide. 
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Trkyanomdamine cannot be isolated in the free state as it passes 
into amorphous products of high molecular weight. It is a weak 
acid, as is shown by conductivity measurements, and forms salts 
with metals. The trisodium salt crystallises with 3H 2 0, which is 
lost on heating in a vacuum over phosphorus pentoxide. The mono, 
sodium salt also crystallises with 3H 2 0 and is distinctly acid to 
litmus. The dmmonium salt, C 6 H 2 N 9 *NH 4 , the silver salt, C 6 N 9 Ag , 
the copper salt, (C € H 2 N 9 ) 2 Cu, and the lead and mercuric salts are 
also described. Tricyanotrimetkylmelamine, m. p. 268°, is obtained by 
methylation of the silver salt with methyl iodide. C. K. I, 

Ammono-carbonic Acids. Edward C. Franklin ( J . diner, 
Chem. Soc 1922, 44, 486— 509).— The compounds guanidine, 
diguanide, cyanamide, dicyanimide, dicyanodiamide, melamine, 
melain, melem, melon, and hydromelonic acid constitute a series 
of compounds which may be regarded as ammono-carbonic acids, 
formed by the elimination of successive molecules of ammonia from 
one or more molecules of the hypothetical compound orthoammono- 
carbonic acid, C(NH 2 ) 4 . The scheme of derivation is as follows ; 



It is pointed out that not only formally may these substances be 
looked on as constituting a series of products resulting from the 
successive de-ammonation of C(NH 2 ) 4) but that also by processes 
of de-ammonation it is possible to pass from guanidine to melon 
and inversely by processes of ammonation return to the first member 
of the group. In face of the facts that guanidine and melamine 
are alkaline and dicyanodiamide is neutral in aqueous solution, it 
has been shown that these substances behave as acids when in 
solution in liquid ammonia. Guanidine, for example, has been 
found to react with potassamide, the analogue of potassium hydr- 
oxide of the ammonia system, in accordance with the equation 
H5CN3 -|- 2KNH 2 — K 2 H 3 CN 3 -f- 2 NH 3 , to form a dipotassium salt. 
It has been shown that the reaction whereby atmospheric nitrogen 
is fixed in the cyanamide process is to be looked on as the nitridation 
of calcium carbide to a calcium ammono-carbonate and that the 
production of ammonia by the action of steam on calcium cyan- 
amide consists in the hydrolysis of calcium ammono-carbonate to 
calcium aquo-carbonate. Dicyanimide , (CN) 2 NH, a hitherto un- 
known member of this series, is obtained in an impure condition 
by decomposing the silver salt with hydrogen sulphide in waor. 
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The sodium salt, NaC 2 N 3 and NaC 2 N 3 ,H 2 0, is prepared by the 
action of fused sodamide on melon, and by heating a mixture of 
sodium cyanide and mercuric cyanide. The silver, magnesium, 
liarium, cupric, and nickel salts are prepared by double decom- 
position of the sodium salt with a soluble salt of the metals named. 
A number of attempts to prepare the final de-ammonation product 
of this series, carbonic nitride, have only yielded very impure 
specimens of this compound. J. F. S. 

Crystal Structure of Potassium Cyanide. Richard M. 
Bozworth (J. Amer. Chem. Soc., 1922, 44, 317— 323).— The 
crystal structure of potassium cyanide has been investigated with 
X-rays, making use of the Lauc photographic method, the spectro- 
metric method, and the powder method. The X-ray data show 
conclusively that the structure of this substance approximates 
closely to the sodium chloride structure. Consequently the 
potassium atoms were placed in the positions of the sodium atoms 
and the carbon and nitrogen atoms near the positions of the 
chlorine atoms. The positions of the carbon and nitrogen atoms 
which give the best agreement with the data place these atoms 
HoXlO" 8 cm. apart, equidistant from the position of the chlorine 
atom. The distance between the potassium and carbon atoms and 
the potassium and nitrogen atoms is the same, namely, 3*0 X 10~ 8 cm. 

J. F. S. 

Decomposition of Potassium Ferricyanide by the Action 
of Heat. V. Cuttica ( Gazzetta , 1922, 52, i, 20— 25).— Pro- 
tracted heating of potassium ferricyanide at 230° results in complete 
decomposition of the salt according to the equation 2K 3 Fe(CN) 6 = 
2FeC 2 + 2N 2 -f C 2 N 2 + 6KCN . The intermediate green substance 
formed during the heating (cf. Locke and Edwards, A., 1899, 
i, 407, 557; Cuttica and Canneri, A., 1921, i, 322) exhibits the 
oxidising properties of the original salt, but differs from it in certain 
of its reactions, and contains complex iron cyanides with less than 
six cyanogen groups in the molecule. T. II. P. 

Transformations during the Fission of Racemic Sub- 
stances. Rudolf Wegscheider {Ber., 1922, 55, [5], 704 — 
766).— Pope and Peachey (P., 1900, 16, 42, 116) have shown that 
m the fission of the methylethyl-n-propylstannic base as tf-camphor- 
sulphonate the salt of the d-base only separates so that ultimately 
the 1-form is converted completely into the d- variety. The pheno- 
menon has been explained by the supposition of the racemisation 
of the excess of 1-salt remaining in the solution. This and similar 
observations are now considered from a somewhat more general 
theoretical point of view 7 , and the conditions are deduced on which 
transformation depends when it is due (1) to the compounds 
? optical antipodes with the active reagent, and (2) to the 
rec optical antipodes formed by dissociation. The original must 

be consulted for details. H. AY. 

Two cf/efoHeptane Models Free from Strain. Ernst Mohr 
l' ■ F- Chem., 1921, [ii], 103, 316—328). — The geometry is worked 
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out of two three-dimensional eyefoheptane models which are 
absolutely free from strain, that is to say, two figures each with 
seven ..equal rectilinear sides are constructed so that the angle 
between any two sides meeting in a corner is a=tan~ 1 V2^ 
P 1090 28 ' 16"- ft is tikewise possible to 

construct models which arc free from strain 
II \ for the formula annexed. These results are 

i, £ / of interest as the heat of combustion of 

\ c / \ c q/ cycZoheptane shows that the strains in 

arc practically the same as in cych- 
pentane or cyclohexane. W. 0. K. 

Dimethyleycfohexanes. G. Chavanne and P. Becker, ( Bull . 
Soc. ckim. Bdg., 1922, 31, 95— 98) —Reduction of xylenes in 
presence of platinum and of nickel as catalysts yields products of 
differing physical constants. The authors state that the sub. 
stances obtained from m-xvlene and from p-xylene in presence of 
platinum arc mixtures, and that it is doubtful whether the o-xylene 
derivative is a pure substance. o-Xylene, in presence of nickel is 
transformed into a substance which is clearly distinct from that 
produced when platinum is used. In the case of m-xylene and 
p -xylene, the nature of the catalyst used affects the physical con- 
slants of the mixture obtained. The explanation put forward by 
the authors is based on the formation of cis- and trans-forms of 
stereoisomerides (cf. Skita, A., 1921, i, 503). H. J. E. 

The Preparation of Phenylacetylene. John 0. Hesslex 
(J. Amer . Chem. Soc., 1922, 44, 425 — 420).— By using molten 
potassium hydroxide in place of alcoholic potassium hydroxide in 
Nefs method (A., 1900, i, 20), the yield of phenylacetylene from 
w-bromostyrene is increased from 60% to 80%. The w-bromo 
styrene is dropped on to the molten potassium hydroxide heated 
at 200—215°. W. G. 

The Monochlorotoluenes. A. Wahl, G. Normaxd, and G. 
Vermeylen (Compt. rend., 1922, 174, 940 — 949), — The authors 
have constructed the melting-point curve for mixtures of o- and 
p-chlorotoluenes aud use this method for the determination of 
the relative amounts of these two isomerides formed in the chlorin- 
ation of toluene under different conditions. They find that, whilst 
in the absence of a catalyst benzyl chloride is almost the sole pro- 
duct of the action of chlorine on toluene at 100°, in the presence 
of lead chloride the product is a mixture of the two isomeric chloro- 
toluenes containing about 62% of the ortho-isomeride. W «■ 

The Wurtz-Fittig Synthesis. Walter Fuchs and Heisrich 
Metzl {Ber., 1922, 55, [£], 738— 747).— The behaviour of 1 : 3 :■> 
and 1:2: 4-tribromobcnzenes and of 3 : 5 -dibro mo toluene tow ai f > 
alkali metals in ethereal solution has been investigated. ihe 
substances first named are not attacked by metallic sodium op 
these conditions, but react slowly with potassium or an al °) 
sodium and potassium. 1:3: 5 -Tribromo benzene gives a mixttu 
of substances, some of which are soluble in alkali hydroxide solu 
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with the formation of salts. The portion which remains undis- 
solved is amorphous and insoluble in all media, so that its uniformity 
cannot be guaranteed ; analysis shows the presence of oxygen in 
it in addition to carbon, hydrogen, and bromine, and this surprising 
result is confirmed by the observation that resorcinol can be obtained 
from it by treatment with hydriodic acid. The substances which 
are soluble in alkali hydroxide are precipitated in the amorphous 
form by the addition of acid and can be separated by sodium 
hydrogen carbonate into phenols and carboxylic acids. The 
behaviour of 1 : 2 : 4-tribromobenzene resembles that of the sym- 
metrical isomeride, but the yields are greater; halogcnated and 
traces of halogen-free hydrocarbons are obtained in addition to 
oxygen compounds. 

3 : 5 -Bibromotoluene reacts with sodium, giving 3 : 3'-ditolyl ; 
the main product of the change is composed of amorphous, yellow 
substances to which, according to the results of analysis, the 
formulae, CggHgoBrg, C^H^Br*, C 56 H 48 Br 2 are assigned 

and are regarded as formed by the linear union of 4, 5, 6, or 8 
toluene nuclei in such a manner that the terminal groups each 
contain a bromine atom, thus, Br*C 6 H 3 Me‘CgH 3 Mc‘C 6 H 3 Me*Br. 
The formation of 3 : 3'-ditolyl is not to be explained by the reduc- 
tion of the bromo-compound by hydrogen formed from adven- 
titious moisture, since this is impossible under the experimental 
conditions, and, further, it is found that the yield of ditolyl is 
very noticeably increased when the duration of the experiment is 
curtailed. The most probable hypothesis is that metallic substi- 
tution products of the hydrocarbons arc formed initially which 
contain the alkali metal in place of the bromine, for example, 
XVCgHjMe’CgHgMe'Na. These reactive compounds can cither 
behave in the normal manner or combine with the atmospheric 
oxygen to give alkali phenoxides (as with the tribromobenzenes) ; 
alternatively, as in the case of 3 : o-dibromotoluene, they may 
undergo only partial intermediate decomposition and then give the 
corresponding hydrogen compounds after being treated with water. 
The formation of carboxylic acids is difficult to explain ; it does 
not appear to be due to access of atmospheric carbon dioxide, since 
the relative quantities of acid and phenol remain unchanged when 
the gas is excluded carefully. It is possible, however, that their 
formation is a secondary process, since they are identified as phenol- 
carboxylic acids by the Schotten Baumann reaction in alkaline 
solutions, which arc obtained only after tedious filt rations and 
have thus possibly become oxidised. H. W. 

The Influence of Nitro-groups on the Reactivity of Sub- 
stituents in the Benzene Nucleus. VI. The Elimination 
°f Halogen during the Reduction of Halogenated Nitro- 
compounds. Harold Burton and James Kenner (T.. 1022, 
121, 675—682). 

The Action of Sodium Hydrogen Sulphite on Nitro-com- 
pounds of the Benzene Series. Hugo Weil and E. Moser 
■ mi > 55 > [B], 732—737; cf. R.R.-P. 151134).— In a large 
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number of cases, possibly invariably, sulphamic acids are the 
primary products of the reduction of benzenoid nitro- compound 
with sodium hydrogen sulphite. As by-products, sulphonic acids 
can be obtained, which, however, are not present as such in the 
primary mixtures, but are formed, probably from suiphosulphamic 
acids which are freely soluble in water, when the latter are boiled 
with mineral acids. Three molecules of sodium hydrogen sulphite 
are theoretically required for the reduction of a mtro-group, and 
this is found to be in practice sufficient for the purpose. Under 
these conditions, however, sodium hydrogen sulphate or a mixture 
of sulphuric acid and sodium sulphate is produced which causes 
the hydrolysis of the sulphamic acid ; this can be avoided by the 
use of two additional molecular proportions of sodium hydrogen 
sulphite or one of normal sodium sulphite. 

The following salts are prepared by boiling a mixture of the 
nitro-compound and an aqueous solution of sodium hydrogen 
sulphite under a reflux condenser : sodium pkenylsulphamate 
NHPh*S0 3 Na,2H 2 0 ; sodium pdolylsulpkamate ; sodium o-chhro- 
phenylsulphamate, colourless needles (-f-H 2 0); sodium p-ckloro- 
phenylsulphamate, colourless needles ; sodium p -phen etylsulp hamate 
flattened prisms; sodium o -anisylsulphaminate (+1*5H 2 0); 
sodium p-sulphaminobmzoaie, needles. The substances are very 
sensitive to acids, but remarkably resistant towards boiling solu- 
tions of alkali hydroxides. They are readily methylated by means 
of methyl sulphate (the substance , C 6 H 4 Me*NMe*S0 3 Na,l-5H 2 0, is 
described) ; on the other hand, complete ethylation with ethyl 
sulphate is somewhat difficult (the compound , 
C 6 H 4 Me*NEt*S0 8 Na,3H 2 0, 

has been prepared). H. W. 


The Diphensuccindene Series. IV. 9 : 12-Dichloro-A 9 - 11 - 
diphensuccindadiene and Diphensuccind-10-ene. K. Bjusd 
and Karl Otto Muller {Ber., 1922, 55, [5], 601—608; cf. A., 
1912, i, 960 ; 1920, i, 486, 487). — The colour of solutions of diphen- 
suceindandione in sodium hydroxide has been attributed to the 
presence of the sodium salt of 9 : 12-dihydroxy- A s ’ 1] -diphcnsuccinda- 


diene, 


C H ’C C-OH 

. Y 6 4 Y 1 ; if this is the case, the parent hydrocarbon 


should also be coloured as a consequence of the presence of the 
two conjugated double bonds and of the condensed atomic grouping. 
Attempts to obtain the hydrocarbon arc now described. 

9:9:12: 12 -Tetrachbrodiphensuccindane, V?? 4 » un ' 

Cvlj ^ Xl^OgXi^ 

stable, colourless needles, m. p. 135° (decomp.), is obtained by the 
action of phosphorus pentachloride on diphensuccindan-9 ; 12-dione, 
and is rapidly converted by a solution of sodium acetate in alcohol 

C H *C*CC1 

into 9 : \2-dickloro-b?- u -diphensuccindadiene, Y® 4 Y“V". , long, 

CC1 — 0 4 \ 

slender, reddish- browrn needles, m. p. 191°, which is obtained more 
conveniently by preserving a solution of the tetrachloro-compound 
in benzene at the atmospheric temperature. A boiling solution of 



ORGANIC CHEMISTRY. 


i. 445 


the dichloro-substance in alcohol is reduced by zinc dust in the 
presence of a little mercuric chloride solution to A°-diphensuccindene, 

, very pale yellow leaflets, m. p. 210 °, which is trans- 

CH 

formed by hydrogen in the presence of palladised charcoal into 

dipheMUCcindane, » m - P- 102 ° ( cf - Roser > A -> 1888, 

1301). A 10 * Diphensuccindene is converted by benzaldehyde in the 
presence of alcoholic sodium ethoxide solution into a mixture of 
a substance, 


155°. and 


C 0 H 4 -C.C:CHPh, 


brownish-red needles or leaflets, m. p 

C ” 

9 : iZ-dibenzylifene-k™ -diphensuccindene, q.q jj 

small, cinnabar-red leaflets, m. p. 244°. The latter is reduced by 
hydrogen in the presence ' 

dibenzyld iphens u cc i nda. ne. 


of palladised charcoal to 9 : 12 - 

— — LX.nu TTU 

colourless 


(^•CH-CH-CHJffi 


CHjPh'CH— CH‘C ? H 4 
rvstals m. p. 141°, and by zinc dust and boiling glacial acetic acid 
J ’ y a H 4 -CH^:CHPh 

CHPhIC CH-C,H, 


to 9 : \%dibmzylidenedipkemuccindane, 
slender, colourless needles, m. p. 255°. 


H. W. 


Constitution of Carbonimn Dyes. Hans Eduard Fierz 
(Ber 1922, 55, 05], 429). — A reply to Hantzsch (this voh, i, 24). 

V " H. W. 


Catalytic Preparation of Aniline. 0. W. Brown and 0. 0. 
Henke ( J . Physical Ckern ., 1922, 26, 101— 191).— The conditions 
under which aniline may be prepared by the reduction of nitro- 
benzene with hydrogen in the presence of nickel or copper as 
catalyst have been investigated. In the preparation of the nickel 
catalyst it is shown that the best temperature for the ignition of 
the nitrate is 450°. The oxide thus prepared is reduced to metal- 
in the reaction furnace at about 380° by hydrogen. It is shown 
that merely heating the reduced nickel in hydrogen is sufficient 
to decrease its catalytic activity, but if it is heated to temperatures 
below 380° it is too active and carries the reduction too far. After 
heating the reduced nickel catalyst in hydrogen to a high tem- 
perature, it did not lose its activity immediately, but lost it with 
use, the activity decreasing almost linearly. The best temperature 
for the reduction of nitrobenzene to aniline with nickel as the 
catalyst is about 192°. The rate of flow of the hydrogen and 
nitrobenzene vapour through the reaction tube is of more import- 
ance than the percentage excess of hydrogen present. The best 
temperature for the ignition of copper nitrate for the preparation 
of the copper catalyst is 415°; at lower temperatures the copper 
loses its activity with use and does not give as high yields as when 
ignited at about 415°. Heating the copper catalyst in hydrogen 
reduces its activity but little until the temperature exceeds 475°. 
Its activity is 60% lower when heated at 535° than when heated 
at 475°. A new copper catalyst, or one that has been oxidised 
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and again reduced, gains in activity with use for four to six experi. 
ments before it gives constant results. Long reduction in hydrogen 
increases the length of time required for it to attain its maximum 
activity. The best temperature for carrying out the reduction of 
nitrobenzene with copper as catalyst is 260°. The activity of the 
copper catalyst decreases when used at too high a temperature 
(377°). The decrease is more rapid with a more rapid rate of flow of 
nitrobenzene. It is further shown that with a constant rate of flow 
of hydrogen the lower the rate of flow of nitrobenzene the greater 
the yield of aniline, and with a constant rate of flow of nitrobenzene 
an increase in the rate of flow of the hydrogen first increases the 
yield of aniline and then decreases it, the increase and decrease 
being much more marked with copper than with nickel. The 
time of contact of the gaseous mixture with the catalyst is of more 
importance than the percentage excess of hydrogen present. It 
has been found that an ordinary wrought-iron pipe has considerable 
catalytic activity on this reaction. The activity decreases with 
use, and is greater when the tube has been cleaned with nitric 
acid before use. The activity of nickel and copper catalysts for 
the reduction of nitrobenzene to aniline is restored by oxidation 
and reduction, although not to so great an extent with copper as 
with nickel. As examples of the efficiency of the process, the 
following arc quoted. (1) Nickel catalyst at 192°, 3*9 grams, of 
nitrobenzene per hour with a 710% excess of hydrogen gives a 
95-2% yield. (2) Copper catalyst at 253°, with the same quantities 
of hydrogen and nitrobenzene, gives a 96-2% yield of aniline. 

J. F. 8, 

Compounds of Tellurium Tetrabromide with Organic 
Bases. Alexander Lowy and Raymond F. D unbrook (</. 
Amer. Chem. Soc 1922, 44, 614 — 617). — When primary, secondary, 
or tertiary amines or substituted amines are added to a solution 
of pure tellurium tetrabromide in absolute ether or glacial acetic 
acid, yellow 7 or orange-coloured additive products are obtained, 
the following of which are described. Dianiline tellurium hire- 
bromide, (C 6 H 5 *NH 2 ) 2 TeBr 4 ; di-p-bromoaniline tellurium tetm- 
bromide, (BrC 6 H 4 *NH 2 ) 2 TeBr 4 ; di-diphenylamine tellurium (elm- 
bromide, (NHPh 2 ) 2 TeBr 4 ; d i- dimeikyla n i line tellurium tetrabromide., 
(NPhMe 2 ) 2 TeBr 4 V di-^-naphthyh mi ne tellurium tetrabromide , 
(C 1 oH 7 , NH 2 ) 2 TeBr 4 ; p-phenylenediamine tellurium tetrabromide , 
C 6 H 4 (NH 2 ) 2 TeBr 4 ; m dolylenediamine tellurium tetrabromide, 
C s HoMe{NH 2 ),TeBr 4 ; benzidine tellurium tetrabromide, 

“ NH 2 , C 6 H 4 *C 6 H 4 , NH 2 TeBr 4 ; 
tetramethyldiaminodiphenylmelhane tellurium, tetrabromide, 
NMe 2 *C 6 H 4 -CH 2 *C 6 H 4 *NMe 2 TeBr 4 . 

They are all stable in air and decompose when heated at above 
100°. When di-aniline tellurium tetrabromide is dissolved in 
dilute hydrobromic acid and recrystallised twice from the same 
solvent it gives a new compound , consisting of four molecules of 
aniline hydrobromide and one molecule of tellurium tetrabromide. 
The other bases form analogous products. Alkaloids such as 
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brucine or quinine also give yellow, amorphous precipitates with 
tellurium tetrabromide. 

Selenium and tellurium dyes could not be obtained by sub- 
stituting selenium or tellurium for sulphur in the usual method 
foe preparing sulphur dyes. VV. G. 

Electrochemical Oxidation of Dimethylaniline. Fr. Fighter 
and Emil Rothenbergee ( Helv . Chim. Ada, 1922, 5, 160 — 181). — 
Chromic acid is unnecessary for the electrochemical oxidation of 
dimethylaniline to tetrarnethylbenzidinc (cf. Lob, Z. Eleklrockem., 
1901 7, 608). The same result is obtained with anodes of lead 
dioxide, using a current density of 0-007 — 0-009 amp. /cm. 2 and a 
solution of the base in 1^ equivalents of 2S -sulphuric acid. The 
yield is not good, since for the best results 2- 3 farads per mol, 
base must be used instead of 1 theoretically necessary, and carbon 
dioxide, nitrogen, and some carbon monoxide are evolved. Also, 
owing to production of formaldehyde and its condensation with 
unoxidised base, tetramethyldiaminodiphenylmethane is obtained. 
The benzidine formation is not due to a specific action of lead per- 
oxide, since it also occurs when platinum electrodes are employed. 
In this case, by precipitation of the benzidine from the acid solution 
with barium hydroxide, an aqueous solution of a subsidiary basic 
product is obtained, which rapidly turns blue on exposure to air, 
and therefore must be concentrated in a stream of carbon dioxide 
under reduced pressure. The residue on distillation decomposes, 
sometimes explosively, into tarry products and pkcnyUrimethijl- 

'phmjhne diamine , Me 2 K(^ ^)NMePh, needles or jfiates, m, p. 

o7°. Its alcoholic or dilute mineral acid solution is easily turned 
blue by ferric chloride, bromine, or even atmospheric oxygen, 
and the base is further characterised by its 'pcrchlomte , 
C I5 Hi 8 N 2 ,HClp 4 , blue leaflets, m. p. 186 — 187°; metkiodide , 
0 16 H lg N 2 ,MeI, silky leaflets, m. p. 202°, which do not give a blue 
colour with ferric chloride; and a nitroso- derivative, green needles, 
m. p. 147 — 149°. Attempts to synthesise this base by inethylation 
of phenyl cUmethyl-p-phenylened iambic gave indefinite results. A 
small amount of this base is also formed when lead peroxide anodes 
are used, whilst, conversely, traces of tetramethyldiaminodiphenvl- 
methane are formed when platinum anodes arc employed. The 
latter are known to favour the formation of peroxides, and in the 
present case a small amount of the picrate of dimethylaniline oxide 
was obtained on treating the electrolysed solution with picric acid, 
after neutralisation and removal of dimethylaniline and tetra- 
methylbenzidine. An amorphous picrate, m. p. 56 — 00°, obtained 
in much larger quantity at the same time, probably corresponds 
with the product which furnishes phenyltrimetliyl-p-phenylene- 
diamine, and is probably the oxide of p-dimethylaminophenol. 
The decomposition of this compound on distillation is probably 
represented by the equation ()H'C 6 H 4 ‘.\Me 2 0+^Me 2 Ph=CH,0+ 
H 2 0+NMe 2 'C 6 H 4 *NMePh. In support of this, it is pointed out 
that formaldehyde and monomethylanilinc arc also among the 
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products of electrolysis. It is improbable that dimethylaniline 
oxide is the primary oxidation product in these reactions, since 
this view offers no explanation of the different results following 
the use of platinum and lead peroxide electrodes. When the latter 
are used for the oxidation of diethylaniline, tetraethylbenzidine is 
almost the sole product. J- K. 

Preparation of o-Sulphonic Acids of Aromatic Amines. 

British Dyestuffs Corporation, Ltd., James Baddiley, Joseph 
Baron Payman, and Harry Wignall (Brit. Pat. 175019).- 
Primary aromatic amines aro treated with chlorosulphonic acid in 
presence of a suitable solvent, preferably tetrachloroethane, and 
the sulphonation is completed by heating. In certain cases, a 
chlorosulphonatc separates as an intermediate product, and can, 
if desired, be collected by filtration and further treated in the 
absence of the solvent, when it is converted, with evolution of 
hydrogen chloride, into the sulphonie acid. G. P. M. 


The Action of Sulphuryl Chloride on Aromatic Amines. 

W. Eller and L. Klemm (Bev., 1922, 55, 217- 224). By the 
action of sulphuryl chloride on aniline in ethereal solution in the 
cold, a mixture of about equal parts of 2:4: 6-trichloroaniline, 
2 : 4-dichloroaniline, and p-chloroaniline is obtained, the last two 
as hydrochlorides. The hydrochlorides are not further acted on 
in the cold, but at a higher temperature, for example, in boiling 
benzene, they are completely chlorinated to 2:4: 6-trichloro- 
aniline. Anthranilic acid in ether is chlorinated by sulphuryl 
chloride to a mixture of 3 : 5-dichloro-2-aminobenzoic acid and a 
monochloroanthranilic acid of m. p. 204°. This was identified as 
5-ckloro-2-aminobenzoic acid and corresponds with the m-chloro- 

2- aminobenzoic acid of the literature. The isomeride of m. p. 148° 
described in the literature as the 5-chloro-compound is actually 

3- chloro-2-aminobenzoic acid. In benzene solution at 65—70°, 
anthranilic acid gives an 80-85% yield of 3 : 5-dichloro-2-amino. 
benzoic acid. p-Aminophenol reacts with sulphuryl chloride at <0 
to give, besides a little chloranil, 2:3:5: 6-tetrachIoro-4-dichloro- 
amino- 1 -hydroxy benzene, white crystals, m. p. 71-5°, readily 
soluble in all organic solvents, insoluble in water and dilute hydro- 
chloric acid, slightly soluble with a violet colour in sodium hydr- 
oxide solution, by which it is slowly decomposed. E. H. K. 


Condensation Products of Phenylhydroxylamine with 
Hydroxymethylene Compounds and Carbinols. II. Hydr- 
oxvmethylenedeoxybenzoin and Phenylhydroxylamine. 

Rupe and R. Wittwer (Helv. Chun. Ada, 1922, 5, 200—2113, 
c f. A., 1921, i, 425).— Interaction of hydroxymethylenedeoxy- 
benzoin and ^-phenylhydroxylamine in presence of glacial acetic 
acid yields acetyl trans-p-pAeny^p-(a-6e?izoy0-P^ e ^^^^7 dr f^ 
amine , CPhBzICH-NPh-OAc, needles, m. p. 157— 158 , from 

which trans - jJ - phenyl - p - (a -benzoyl) - phenylvinylhydroxyUimm, 

CPhBzlCH’NPh'OH, needles, m. p. 166°, is obtained by careiui 
acid hydrolysis. If sodium hydroxide be employed, 


j 
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$.phenylvinylhydroxylamine, C 6 H 5 *CH!NPhOH, plates, m. p. 119— 
120°, is obtained ; its synthesis from phenylhydroxylaminc and 
ethyl hydroxymethylenephenylacetate is to be described later; 
its unstable dibromide easily passes into $-phenyl-bromo-$-phenyl- 
vinylhydroxylamine, C 14 H 12 ONBr, needles, m. p. 180°. cis -^Phenyl- 
<3-( *-benzoyl)-phenylvinylhydroxyfamine , C 21 H 17 0 2 N, needles, m. p. 
158° (methyl ethev, C 2 2^-i9^2^> needles, rn. p. 134 — 135°), results 
if the above condensation is carried out in alcoholic solution, it 
is converted into its f/'fl^s-isomeride by dilute alcoholic sulphuric 
acid, whilst on treatment with sodium hydroxide it furnishes benzoic 
acid and p-phenyl-(3-l : 3 : 4-(or -1:3: 5-)triphenyl-A 2 -5-(or -4-) 
pyrrolinylhydroxyl amine, C 28 II 24 ON 2 , m . p. 180" ( picraie , 

C 28 H 24 ON 2 -C 6 H 2 (^ 0 2 ) 3 *0H , rn. p. 215 — -210°), of which the orientation 
is one of the two alternatives indicated. This compound, which 
also results from the fusion of hydroxymethylenedeoxybenzoin 
with [3-phcnylhydroxy lam i n e, is converted by thionyl chloride into 
the ckloro- derivative, C23H23N2CI, m. p. 216", which is also formed 
when the same reagent acts on the above c is - dcri v at i ve .None 
of the products now described are soluble in alkali hydroxides 
or possess reducing properties. N - 2c -Bmzoylstynjl-y-amin ophenol, 
CgHj’CBziCH’NH’Cg^'OH, lemon-yellow needles, m. p. 199—200°, 
is obtained by condensation of hydroxymethylenedeoxybenzoin 
with p-aminophenol in presence of acetic acid. " J. K. 

Condensation Products of Phenylhydroxylamine with 
Hydroxyniethylene Compounds and Carbinols. III. Di- 
phenylbromomethane and Phenylhydroxylamine. H. Rufe 
and R. Wittwer (II dv. Ckim. Acta, 1922, 5, 217—220; cf. pre- 
ceding abstract)— Diphenylcarbinol. in contrast with Michlers 
hydrol (A., 1921, i, 425), is unaffected by p-phenylhydroxylaraine, 
but the reaction of the latter with diphenylbromomethane is so 
vigorous that decomposition ensues unless" it be carried out in 
presence of crystallised sodium acetate. In this wav, phenyl- 3 - 
diphenylmcthylhydroxylamine (Angeli, Alessandri,*' and Aiazzi- 
Mancini, A., 1911, i, 544) is readily obtained. Its' oxidation to 
diphenylnitron (Angeli, loc. at.) is conveniently carried out in 
methyl alcoholic solution by means of cupric acetate. Its uni- 
molecular formula (cf. Staudinger and Micscher, A., 1919, i, 584) 
is confirmed by freezing-point measurements. ’ ’ K. 

Introduction of the Chloroethyl Group into Phenols, 
Alcohols, and Amino-compounds. George Roger Olemo and 
William Henry Perkin, jun. (T., 1922, 121, 642 -649). 

15-Naphthol. Clarence E. May (,/. Amcr. Chem. Soc ., 1922, 
44, 650— 651).— In the conversion of calcium naphthalenesulphon- 
a e into the sodium salt, it is essential to use pure anhydrous 
sodium carbonate, free from the hydrogen carbonate, in the 
conversion of the sulphonate into the naplithol, the fusion must 
oe earned out under conditions such that no oxidation can take 
place. For this reason iron crucibles should be avoided and com- 
mercial hydrochloric acid should not be used in the recovery of 
the product of the fusion. W h 

vol. cxxii. i. ‘ ‘ 
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Influence of Substituents on Reactions. VII. The Prefer- 
ential Points of Substitution in the Naphthols and in a-Naph- 
thvlamine. Hartwig Franzen and Gustav Stauble (./. ^ 
Chern., 1921, [iil, 103, 352—390; cf. A., 1920, i, 730).— It has 
been previously shown (loc. cit.) that on bronunating ^-naphthyl, 
amine, 1-bromo-, 1 : 6-dibrorno-, and 1:6: 3 - tribromo- (3-naphthyl, 
amine are successively formed. In the case of p-naphthol, the 
corresponding series of bromine derivatives is obtained, only here 
a tetrabromo- (3-naphthol can also be prepared, in vhich the 
4-position is occupied, as well as positions 1, 6, and 3. On reduction 
of these brominated (J-naphthols with tin, or stannous chloride and. 
hydrochloric acid, only the bromine in the position 1 is replaced 
by hydrogen, whilst with sodium amalgam in alkaline solution, 
bromine in the 3- and 4-positions is removed, that in the 6-position 
resisting reduction. This stability must be due to the hydroxyl 
group in the (3-position, as both a- and (3-bromonaphthalenes are 
reduced to naphthalene by sodium amalgam in alkaline solution. 

In the cases of a-naphthol and a-naphthyl amine, the hydrogen 
atoms in the 2- and the 4-positions appear to be equally readily 
replaced by bromine, forming 2 : 4-dibromo-compounds, and these, 
on reduction with tin, or stannous chloride, and hydrochloric acid 
appear to lose both atoms of bromine with equal case. 5-Bromo- 
a-naphthylaminc is unchanged by tin and hydrochloric acid, 
showing that, in this respect, the effect of the a-amino-group on 
the 5-position is much less than on the 2- and 4-positions. 

In general the corresponding chlorine compounds are reduced 
with much ’greater difficulty, if at all. l-Chloro-(3-naphthol, 
2-chloro- a-naphthol, and 2 : 4-dichloro-a-naphthol require the action 
of hydrogen iodide to eliminate the chlorine atoms, whilst even 
this reagent leaves Z-chloTO-x-naphlhol unchanged. This new com- 
pound, thin needles, m. p. 134—135°, is obtained by the reduction 
of 2 * 3 • 4 -trichloro- a-naphthol by hydrogen iodide. If instead it is 
reduced by tin and hydrochloric acid, a substance which is apparently 
a mixture of mono- and di-chloro-a-naphthol is obtained, a- and (3- 
Chloronaphthalenes are not changed by the action of sodium amalgam. 

Alcoholic potash is without action in 1 : 6-dibromo-(3-naphthoI, 
whilst it removes bromine from 2 : 4-dibromo-a-naphthol, although 
no definite product has been isolated. 

The following new' compounds arc described m the paper. 
\-Bromo-2-m&ho.njnaphthalene ) colourless plates with a nacreous 
lustre m. p. 85° ; 1 : Mibromo-2-methoxynaph(hale7ie, lustrous, 

colourless leaflets, m. p. 102°; ij.bromo-2-mdhoxynaphthalene, small, 
colourless needles, in. p. 108°; 3 : Mibromo^-methoxynapm- 

aline, fine, colourless needles, in. p. 103“ ; 3 ; 0-*&roniOO._«6riMy- 
naphthalene , brown, compact crystals, m. p. 128 , • 1 

2-benzoxynaphlMene, fine, colourless needles, m. p. 1 
l-chloro-'l-melhoxyitaphthaUne, pale yellow prisms, m. p. 

3 : Q-dibrorno-l-nitro-V-rtaphlhol, fine, yellow needles, m. p. JA 
(decomp.), obtained by the action of sodium nitrite ace “ 
acid on 1 : 3 : O-tribronio-fi-naphthol (and also by mtratmg a ■ 
dibromo-p-naphlhol, fine, colourless needles, m.» p. 1 >’ 
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j . 3 : 4 : Q-tdrabromo-2-methoxynaphthalene, fine, colourless, felterl 
needles, m. p. 149° ; 3 : 4 ; 6-tribromo - 13 -n aphthol, colourless needles, 
p ’i27 — 128°; G-bromo-fi-naphtkol, small, colourless needles, 

m’ P. 1 28 °* 

9 : 6-Dichloronaphthalene, when pure, melts at 140 — 141°, not 
135° as given in the literature. W. 0. K. 

Tautomerism of Phenols. V. 1:5- and 2 : 7 -Dihydroxy- 
naphthalenes. Walter Fuchs and Walter Sttx (Ber., 1922, 
55 [B], 658 — 670; cf. A., 1921, i, 241). — The occurrence of tauto- 
me ’ r ism with the two dihydroxynaphthalenes has been demonstrated. 

1 ; 5-Dihydroxynaphthalene is heated on the water- bath for 
about thirty days with a freshly prepared, concentrated solution 
of sodium hydrogen sulphite which contains rather more than two 
equivalents of the latter, whereby the sodium salt, C 10 H 10 O 8 S 2 Na 2 , 
is obtained as a yellow, crystalline powder. It readily loses one 
molecular proportion of sodium hydrogen sulphite when treated with 
alkali hydroxide or when boiled with water, giving sodium 5-hydroxy- 

1 Moldrahydron apkthalene-3-sv. Iphon ale, OH‘C 6 H 3 <^ , 

viij'vii'uujjN a 

from which sulphur dioxide is not removed by protracted treat- 
ment with boiling acids or alkalis, and only to a small extent by 
hot barium chloride and hydrogen peroxide. It is not affected 
by a solution of bromine in anhydrous chloroform. The consti- 
tution of the substance is deduced from the observation that it is 
convertible into a phenylhydrazone , C 16 H lfi 0 4 X 2 S, colourless crystals, 
in. p. 203° (dccomp.) (the alkali, barium, calcium, copper, and lead 
salts were examined), from which the original ketone can be re- 
generated by treatment with benzaldehyde ; the methyl ether of 
the phenylhydrazone was also prepared. Further, it is con- 
verted by diazomethane into sodium 5-metlioxyA-ketotetrahydro- 
naphthalene-Z-sulphmale, C n H n 0 5 SNa, an almost colourless, 
crystalline substance. Oxidation of either methyl ether with 
permanganate appears to yield 3-methoxyphthalic acid. It thus 
appears to be established that the product of the action 
of sodium hydrogen sulphite on 1 : 5-dihydroxynaphthalene 
, . - ,, IT /CCOHKO-SO.XaJ-CH., 

must have the constitution OH'CgHgX Na)~ CH" or 

nun tt ^■'C(OH)(0*SO<vNtl)*CTI. J mi " * 2 

UH-lgHgSQjj I CH-SO \a* * a ^ cr conce pU° n is 

preferred, mainly because the substance does not exhibit any 
tendency to involve the hydroxyl group in position 5 in the formation 
of a sulphone. 

Under analogous conditions, 2 : 7-dihydroxynaphthalene behaves 
m a very different manner towards sodium hydrogen sulphite 
solution, giving a crystalline product, C 10 H 9 O 5 SXa, in only 20% 
yield. The new substance is somewhat unstable and is noticeably 
decomposed by solution in water. It appears to have the const i- 

nTI „ TT XH 2 -C(OH)-0-SG,Na m . 
tution “ . This conception is sup- 

r 2 
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ported by the observation that it readily decolorises the solution 
of a molecular proportion of bromine in dry chloroform without, 
liberation of any considerable quantity of hydrogen bromide, but 
it was not possible to isolate a bromodihydroxynaphthalene from 
the product. The ketone-bisulphite likewise reacts with phenyl, 
hydrazine, but this reaction will be fully described subsequently. 

It is converted by dry, gaseous ammonia at 100° into the product, 

OH-C 6 H 3 < ch 1 ( 1,j I , which is decomposed by water 

with the formation of 7 -amino - (3 -naphthol (acetyl derivative, m. p. 
232°). 

The mechanism of Bueherer’s reaction is probably as follows. 
The naphthol, functioning in its tautomeric form, unites with the 
hydrogen sulphite to give a carbonyl-bisulphite compound ; the 
hydroxyl group of this can be replaced by the amino-group, giving 
an intermediate product containing nitrogen and sulphur (see 
above) which is ultimately transformed into the amino-compounrl, 

/} H. W. 

Pyrogallol 1 : 3-Dimethyl Ether. I. K. Brand and H. 
Collischonn (J. pr. Chetn., 1921, [ii], 103, 329 351). — On 
attempting to acetylate pyrogallol 1 : 3 -dimethyl ether with acetic 
anhydride in presence of a few drops of concentrated sulphuric 
acid, 3 -acetoxy-2 : ^-dimethoxyaeetophenone, colourless leaflets, m. p. 
110— 111 0 , is obtained. This forms a phenylhydrazone, C 18 H 20 O 4 N, 2: 
yellow crystals, which are unstable in the air, m. p. 107—108°, and 
with hydroxylamine it loses an acetyl group to form 3-hydroxy- 
2 : ±-dimetkoxyacetophenonc oxime, colourless crystals, m. p. 112°. 
Similarly, with benzaldehyde and alkali ^-hydroxy-2 : i-dimethoxij- 
pkenyl styryl ketone, m. p. 78°, is formed which with a solution of 
bromine in other yields a di bromide, m. p. 147 150 {decomp.), 
The ketone, on methylation, gives 2:3: Urimeihoxy phenyl styryl 
ketone , yellow crystals, m. p. 71—72°, and this on oxidation yields 
2:3: 4-trimethoxybenzoic acid, m. p. 99°, which proves the position 
of the ketonic group. 3-Aceioxy-2 : 4-dimethoxyacetopheiione on 
hydrolysis yields 3-hydroxy -2 : 4 -dimelhoxyacetophenone, colourless 
crystals, m. p. 79—80°, which forms a phenylhydrazone. , m. p. 108- 
110°, and on methylation gives 2 : 3 : 4-trimcthoxyacetophenonc, 
m. p. 15 — IT*. 

On boiling pyrogallol 1 : 3-dimethyl ether with acetic anhydride, 
the simple acetyl derivative is obtained, m. p. 53*5°, which when 
nitrated gives 4:-nitro-2-acetylpyro(jaJlol 1 : 3 -dimeihyl ether, yellowish- 
red crystals, m. p. 92—93°. On hydrolysis, this yields 4 -nitropyro- 
gallol 1 : 3 -dimethyl ether , C 8 H a 0 5 N,H 2 0, long, thin, yellow need es 
m. p 67—68°, and this on methylation gives 4-nitropyrogallo 
trimethyl ether, m. p. 44°, described by Einhorn, Cobliner, and 
Pfeiffer (A., 1904, i, 238), which proves the position of the nitre- 
group. 4-IS T itro-2-acetylpyrogallol 1 : 3-dimethyl ether, on electro- 
chemical reduction, yields ^-amino-2 -acetylpyrogallol 1 : 3-dmm 
ether , which is unstable; its hydrochloride is pure white, m. p- 
(decomp.). On diazotisation and coupling with (3-naphthol, a rea 
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^.compound is produced, forming metallic, lustrous needles, m. p. 

10 ^ 166°. The amino-compound forms an acetyl derivative, 

colourless leaflets, m. p. 131 — 132°, and a benzoyl derivative, m. p. 
]^q— 151°. On further nitration, 4 : G-dini(ro-2-acetylpyrogallol 
l • 3- dimethyl ether , yellow crystals, m. p. 127 — 128°, is formed, and 
this on hydrolysis yields 4 : 6 - di nitropyrogaUol 1 : 3-dimethyl ether , 
yellow needles, m. p. 162 — 163°, which on methylation gives 4 : 6- 
Hinitropyrogallol trimethyl ether, m. p. 87 — 88°, described by 
Thoms and Siebeling (A., 1911, i, 724). W. 0. K. 

The Action of Benzoyl Peroxide on Cholesterol. A. Wind aii s 
and H. Luders ( Z . physiol. Ghent., 1921, 115, 257 — 269). — The 
authors have previously directed attention to the fact that the 
so-called metacholesterol described by Lifschutz (A., 1919, i, 591 ; 
1920 i, 547 ) is only an impure cholesterol as prepared from choles- 
terol di bromide (A.; 1920, i, 675). They now show further that 
the action of benzoyl peroxide on cholesterol docs not, as claimed 
by Lifschutz (loc. cit .), produce metacholesterol but a mixture of 
unchanged cholesterol and cholestan-4 : 7-diol monobenzoate. 

By the prolonged action of benzoyl peroxide on cholesterol in 
ethvl alcohol, a product is obtained which has m. p. 106 — 110°. 
With acetic anhydride, it gives a more than 50% yield of eholestcryl 
acetate. Similarly, a 60% yield of cholesterol dibromide can be 
obtained from the product. Finally, after precipitating the choles- 
terol from the mixture as its digitonidc they have isolated from 
the residue cholestan-4 : 7-diol 7 -monobenzoate, m. p. 186°, which 
was identified by preparing its acetyl derivative, m. p. 154°, and 
the dibenzoate, m. p. 212°. Further identification was obtained by 
saponifying the benzoate and oxidising the diol. 

The product, therefore, of the action of benzoyl peroxide on 
cholesterol is either an isomorphous mixture of cholesterol and 
cholestan -4 : 7 -diol monobenzoate or a loose compound of these two 
substances. W. G. 


New Hydroxamic Acids derived from q/cfoPropanecarb- 
oxylic Acid, isoButyric Acid, and Dibenzylacetic Acid. A 
Comparative Study of the Beckmann Rearrangement of 
their Derivatives. Lauder William Jones and Alfred W. 
Scott (./. Amer. Chcm. Soc., 1922, 44, 407—423; of. this vol., 
i, 248). — The hydroxamic acids described were prepared with the 
view of studying the influence of certain hydrocarbon radicles on 
the ease of rearrangement of the related hydroxamic acids. The 
sodium, potassium, and silver salts of the acetyl and benzoyl esters 
of the parent hydroxamic acids were used for comparison. The 
case of rearrangement of these salts is given by the order K > Xa > Ag. 
Similarly, the comparative influence of the various hydrocarbon 
radicles studied is given by the order di benzyl methyl > isopropyl > 
benzylmethyl > cycfopropyl. 


cyelo Propan emrboxylhydroxa mic aci d, 


h 2 o 

me 


>CH-CO-NH-OH, 


U1 - p. 124° (decomp.), is obtained by the action of hydroxyl amine 
hydrochloride on ethyl cyc/opropa necar box y la t e in the presence of 
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sodium methoxide. It yields a benzoyl ester, m. p. 150 , witli itg 
potassium , sodium, and silver salts. The acetyl ester, m, p. 108°, 
gives a potassium salt. Both these potassium salts decompose 
spontaneously when kept in a vacuum desiccator over sulphuric acid, 

Dibenzylacetic acid reacts with thionyl chloride to give dibenzyl 
acetyl chloride, b. p. 203— 205°/17 mm., which with hydroxylamine 
hydrochloride and sodium methoxide yields dibenzylacethydmmmic 
acid, in. p. 146°. A better yield is obtained by the action of hydr. 
oxylamine itself on the acid chloride in dry benzene. From the 
hydroxamic acid can be prepared its benzoyl ester, m. p. 147°, giving 
a silver salt; and its acetyl ester, m. p. 126 , giving a silver salt. 
In neither case can the potassium and sodium salts he isolated 
owing to the ease with which they undergo rearrangement. The 
product of rearrangement in the presence of water is s-bisdibenzyl 
methylcarbamide, CO[NH‘CH(CH 2 Ph) 2 ] 2? m. p-,159 . 

Attempts were made to prepare tribenzylacethydroxamic acid, 
but they were not successful. Tribenzylmethyl chloride , m. p. 17 -P 
(decomp.), was obtained by the action of acetyl chloride on tribenzyl, 
carbinol. Attempts to prepare a Grignard reagent from it by the 
action of magnesium even in the presence of starters were not 
successful. . 

iso Bulyrhydroxtimic acid (dimelhylacethydroxamic acid), m. p. 115 , 
was prepared either by the action of hydroxylaminc hydrochloride 
on ethyl isobutyrate in the presence of sodium methoxide or by 
the interaction of isobut-vryl chloride and hydroxylamine in dry 
benzene. It yields a benzoyl ester, m. p. 148°, giving potassium, 
sodium, and silver salts, and an acetyl ester, m. p. 87 , giving a 
potassium salt. W.Ar. 

The Constitution of the Secondary Product in the Sulphon- 
ation of Cinnamic Acid. F. J. Moore and Ruth Thomas (J. 
Amer. Chem. Soc 1922, 44, 367— 369).— Contrary to the state- 
ment of Beilstein (Handbuch org . Chem., 3 cd., 2, 1422), it is shorn 
that the second product obtained by Rudnew (ef A., 1875, <G) 
in the sulphonation of cinnamic acid is m-sulphocinnamic acid, and 
that it is identical with that obtained by Kafka (cf. A., 1891, <-0) 
from m-sulphobenzaldehyde by the Perkin synthesis. It may 
readily be characterised by its aniline hydrogen salt, m. 

Ring-chain Tautomerism. I. The Occurrence and Effect 
of Keto-enol Tautomerism between a Ring Compound and 
its Open-chain Isomeride. George Arman i> 

Arnold Stevenson, and Jocelyn Field Thorpe (T., 192-, ** < 
650—665). 

Preparation of Phthalic Anhydride by the Catalysis of the 
Vapour Phase Reaction between Naphthalene and Atmo- 
spheric Air. Courtney Conover and H. D. Gibbs [ J . w - 
Eng . Chem., 1922, 14, 120 — 125).— Naphthalene is oxidised to 
phthalic anhydride when a mixture of naphthalene vapour 
air is passed through a heated tube containing certain cataiy^ 
Vanadium pentoxide is the best catalyst for the purpose, 
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bout 400°, 55% of the naphthalene is oxidised, 27% may be 
recovered and 18% is lost, the yield of phthalic anhydride being 
370 / of the naphthalene attacked. Molybdenum trioxide is also 
a fairly efficient catalyst, but other metallic oxides tried and even 
finely divided platinum mixed with magnesia are poor or worth- 
less. Fused and powdered vanadium pentoxide is more effective 
than is the light powder prepared by decomposing ammonium 
vanadate at low temperatures. Arsenic trioxide and sulphur 
dioxide do not interfere with the catalyst, but the presence of 
sodium compounds is injurious. Phthalic anhydride is the main 
solid product of the reaction; benzoic acid has been found, and 
naphthols are probably present in small quantity. The gaseous 
products consist chiefly of carbon dioxide ; the presence of carbon 
monoxide has not been detected. W. P. S. 

Friedel and Crafts’ Reaction. Diphenyl and Ditolyl Tetra- 
halogen Phthalides. Walter A. Lawraxce and Harold G. 
Oddy (J. Amer . Ckem. 80c. , 1922, 44, 329— 330).— The method 
used by Rubidge and Qua for the preparation of diphenylphthalide 
(cf. A., 1914, i, 539) gives good results for the preparation of 
diphenyl- and ditolyl- tetrahalogenophthalides if tetrahalogenated 
phthalic anhydrides are used. New compounds prepared by this 
method are : diphenyltetralromophthalide, m. p. 202 °; diiolyltctra- 
bromophthalide , m. p. 196 — 197°; diphenyUetraiodophthaUde , m. p. 
206°, and ditolyltetraiodojihthalide , m. p. 213 — 214°. W. G. 

Mechanism of the Colour Change of some Phthaleins. 
A. Thiel ( Z . phjsikal. Chem., 1922, 100, 479 — 488). — The author 
has investigated the colour changes of various chioro- and bromo- 
substituted phenolphthaleins and from the relative intensity of 
the colour discusses the mechanism of the colour change. Taking 
the intensity of the colour of phenolplithalein itself as unity, the 
following intensity values have been obtained : Phenoltetrachloro- 
phthalein, 5 ; chlorophenolphthalein, 0*65 ; dichlorophenolphthalein, 
0-25; trichlorophcnolphthalein, 0*13; tetrachlorophenolphthalein, 
0 * 01 ; bromophenolphthalein, 0*60; dibromophenolphthalein, 0 * 20 ; 
tribromophcnolphthalein, 0*04, and tetrabromophenolphthalein, 
0*01. The results show that the nuclear ring has no chromophoric 
function and that this must be sought outside the nucleus. The 
sensitiveness towards large excess of strong bases is practically 
zero in the case of phenoltetrachlorophthalein ; it is noticeable 
with phenolphthalein and increases with increasing number of 
chlorine or bromine atoms in the side rings, so that under similar 
conditions the tetra-derivatives show the strongest decoloration 
by alkali hydroxides. The decolorising action of alcohol is parallel 
with that of alkali hydroxides ; cooling reduces the colour intensity 
and heating increases it. J. F. S. 

The Molecular Configurations of Polynuclear Aromatic 
Compounds. I. The Resolution of y -6 : G'-Dinitro- and 
4:6:4': 6 '-Tetranitro-diphenic Acids into Optically Active 
Components. George IIallatt Christie and James Kenner 
(T, 1922, 121, 614-620). 
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Disalicylic or Anhydrosalicylic Acid and its Transform- 
ation into Xanthone-4-carboxylic Acid. Richard Anschutz 
and Walter Claasen ( Ber , 1922, 55, [5], 680—689; cf. A., 
1920, i, 48) . — o-Tolylsalicylic acid, C 6 H 4 Me;0-C 6 H 4 *C0 2 H, m. p. 
133*5°, is prepared according to the directions of Ullmann and 
Zlokasoff (A., 1905, i, 597) and is oxidised by potassium pcrraan- 
ganate to disalicylic acid [ anhydrosalicylic acid], 0(C 6 H 4 *C0 2 H) 2 , 
colourless needles, m. p. 230° (decomp.) ; the silver, cakium (+H 2 0), 
and copper salts arc described. The acid is converted by phosphorus 
pentachloride in the presence of s-tetrachloroethane into the corre- 
sponding chloride , 0(C c H 4 *C0C1) 2 , small, colourless needles, m. p, 
161°, from which the following compounds are obtained in the 
usual manner : ethyl ester, b. p. 220°/12 inm. ; di-amide, small, 
colourless needles, m. p. 265°; di-anilide,, four-sided, lustrous 
leaflets, m. p. 194—195°. Methyl disalicylate, prepared by the 
action of methyl sulphate and potassium hydroxide on the acid, 
crystallises in small, colourless needles, m. p. 65*5°. 

Disalicylic acid shows a somewhat unexpected behaviour towards 
acetyl chloride at 170°, since, in place of the expected anhydride, 

it gives xanthoneA-carboxylic acid, C 6 H 4 < CQ,Jx > C t jH 3 , C 0 2 H (the 


same compound is produced by means of sulphuric acid) ; it 
crystallises in almost colourless, matted needles, m. p. 289°, and 
is characterised by unusual stability, since it can be distilled 
unchanged under the atmospheric pressure. The silver, caltim, 
and copper (--}-H 2 0) salts are described. The acid is characterised 
further by conversion into the following derivatives; chloride (by 
phosphorus pentachloride or thionyl chloride), m, p. 165 ; methyl 
ester (by means of methyl sulphate), long, yellow' needles, ni. p. 
146-5°; ethyl ester (from the silver salt and ethyl iodide), micro- 
scopic yellow needles, m. p. 123°; amide (from the chloride and 
ammonia in s-tetrachloroet hane solution), m. p. above 320 
(dccomp.) ; anilide , colourless, lustrous leaflets, m. p. 252 . 

H. W 


Some Derivatives of Anisylacetone (Methoxyphenylpro- 
panone) [p-Methoxybenzyl Methyl Ketone] Emilies Le 
Brazidec {Bull. Soc. chirn., 1922, [iv], 31 , 255—265). jj-Methoxy 
benzyl methyl ketone is converted by the action of hydro bromic 
acid in solution in glacial acetic acid into ip-hydroxybe?i~yl metfiy 
ketone, COMe*CE/O fi II 4 *OH, m. p. 35 5°, cf 20 M159, giving a sem- 
carbazone, m. p. 213°. With potassium cyanide, the bisulphite 
compound of anisylacetone yields a-hydroxy^-amsyU-methylpro- 
pionitrile, OMe*C 0 H 4 -CH 2 *CMe(OH)-CN, which on hydrolysis gives 
first the amide, m. p. 179°, and then *.kydroxy-p-anisyl*nncthy(- 
propionic acid, in. p. 84°. By the action of magnesium methyl 
iodide on anisylacetone, a-anisyl- p-mcthyl- A“-propene, 

CH-CMe:CH*C 6 H 4 *OMc, . 

b. p. 118°/ 15 mm, d 1*0089, is obtained, but its properties do not 
entirely correspond with those given by Klages (cf. A, > 1, 0 
for a compound thus named and prepared from amsaldehyde 
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diutn isobutyrate. Its constitution is shown by the fact that 
S oxidation it yields anisic acid. On reduction by sodium in 
!Ln1ute alcohol, it gives ct-anisyl-fi-meihylpropane, b. p. 123— 
mm., <y 0-9887. 

*Bv the action of magnesium benzyl chloride on anisylacetone, 
„ J e nd-^anisyb^methylpropan- 1 l-cl, 

rV J CH 2 Ph*CMe{OH)*CH 2 »C 6 H 4 *OMe, 

\) p 225— -230°/15 mm., is obtained, and on dehydration by acetic 
anhydride it yields y-phenyl-<x-ani$yl-$-methyl-k*-propene, 

' " CH 2 Ph*CMe:OH*C 6 H 4 *OMe, 

■l „ 206° /12 mm., 1’0551, and this on oxidation gives anisic 
acid.' W.G. 


The Synthesis of Aromatic Ketones by means of Mixed 
Zinc Organic Compounds. F. Mauthxer (J. pr. Chem ., 
1921, [ii], 103, 301 — 396). — -Following Blaise (A., 1911, i, 415), 
the author has prepared various aromatic ketones by the action 
of mixed zinc organic compounds on the corresponding acid chlor- 
ides. From o-toluoyl chloride is obtained o-tolyl ethyl ketone, 
an oil, b. p. 219 — 220°. The following compounds are also de- 
scribed : m-tolyl methyl ketone, an oil, b. p. 220° ; p-tolyl ethyl 
ketone, an oil, b. p. 238 — 239°; 2-mcthoxy-m-toluoyl chloride , b. p. 
121 — 122°/17 mm. ; 2~methoxy- m-tolyl ethyl ketone , b. p. 122°/12 
mtn.; 2-methoxy-p-toluoyl chloride , b. p. 153 — 154°/18 mm.; 
2-meihoxy-p-tolyl ethyl ketone, b. p. 147°/ 14 mm.; ±-metlwxy-m- 
Joluoyl chloride , b. p. 146 — 147°/14 mm. ; 4-methoxy-m-tolyl ethyl 
ketone, b. p. 142 — 143°/13 mm.; p-anisyl methyl ketone, and 
3 : o-dmethoxyphenyl ethyl ketone , b. p. 168 — 170°/17 mm. The 
last compound, when reduced with zinc and hydrochloric acid, 
yields 3 : 5-dimethoxy - 1 -n-propylbenzene. If the formula proposed 
by Hesse (A., 1911, i, 208) for divarinol is correct, this compound 
ought to be identical with divarinol dimethyl ether. W. O. K. 


The Reaction between Alkalis and certain Nitroq/c/opro- 
pane Derivatives. E. P. Kohler and L. I. Smith ( J . Amer. 
Chem. Soc., 1922, 44, 624 — 634). — It has previously been shown 
(A., 1919, i, 582) that 3-nitro-2-bonzoyl-l-phenyfcydopropane is 
decomposed by potassium hydroxide, giving potassium nitrite and 
an open-chain (3-diketonc. It is suggested that the first step in 
this reaction is the elimination of nitrous acid and then the re- 
sulting ci/ciopropene derivative immediately undergoes rearrange- 
ment to an acetylenic compound which in the presence of the alkali 
hydroxide combines with water to give the fi-diketone. Certain 
experimental evidence in support of this view is given. Proof of 
the intermediate formation of an acetylenic ketone was obtained 
by carrying out the reaction in the presence of diethyl malonate, 
when oc-pyronc esters were obtained (cf., this vol., i, 461). 
p -Ghtorophenyl y-nitro-fy-phenylpropyl ketone , 

NO 2 *CH 2 -CIIPh-CH 2 -CO-0 6 H 4 Cl, 

ro. p. 80°, is obtained by the action of sodium nitromethanc on 
p-chlorophenyl styryl ketone. When brominated, it yields p-chloro- 
phnyl z-bromo-y-ni tro* p -phen yip ropyl ketone, m. p. 88 — 89 which 
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by the elimination of hydrogen bromide with potassium acetate 
gives 3-nitro-l-]>-chloroben2oyl‘2-phenylcyc\opropane } m. p. I2p 
This compound is converted into an isomeride, m. p. 144°, by the 
action of ammonia in methyl alcohol. Further, it combines with 
hydrogen bromide, giving p -chlorophenyl y-bromo-^-nitro-y-phenyl 
propyl ketone , CHPhBr-CH(N0 2 )-CH 2 -C0*C 6 H 4 Cl, in. p. 128°, 
which readily loses nitrous acid and hydrogen bromide, giving 
\ -phenyl A-p-cMorophenylfur an, m. p. 123°. The nitrocyclopropane 
described above is decomposed by sodium methoxide, giving as its 
sole product p -chlorophenyl pheruicetylmethyl ketone , 
CH 2 Ph-CO*CH 2 *CO*C 6 H 4 Cl, 

m. p. 78°, giving a copper derivative, m. p. 218—220° (decomp.). 
If the nitroq/cZopropane is warmed with the sodium derivative of 
diethyl malonate in methyl alcohol, then the product is methyl 
5-p-chlorophenyl-3-bcnzylpyrone-2-carboxylate, m. p. 171°, giving 
the free acid, m. p. 155 — 157° (decomp.), and some y-p -cMorobenzoyl 
$-benzylcrotonic acid , C 6 H4Cl , C0*CH 2 *C(CH 2 Ph).CH , C0 2 H, m. p, 
147° (decomp.). The pyrone acid, when heated at 165 — 170°, 
gives Q-p-chlorophenylA-benzylpyrone, m. p. 167 — 168°. The pyrone 
ester when shaken with a saturated solution of ammonia in methyl 
alcohol gives ethyl 2-hydroxy-§-p-chlorophenyl-i-benzylpyridine'%- 
carboxylate , m. p. 210°. 

Starting from phenyl p-chlorostyryl ketone, a similar series of 
compounds can be prepared as follows. Phenyl y-nitro- fi-p-cMoro- 
phcnylpropyl ketone, m. p. 96°; phenyl a-bromo-y-nitro-fi-p-ckloro- 
phenylpropyl ketone , m. p. 116°; 3-nitro- 1 -benzoyl-2-p-diloro- 
phenylcy cXopropane, m. p. 66 — 67°, and its isomeride , m. p. 157 — 
159°; phenyl y-bromo-$-nitro-y-p-chlorophenylpropyl ketone, m. p. 

— 114° ; phenyl $-nitro-y -hydroxy -y-p-chlorophenylpropyl ketone, 
m. p. 142° ; phenyl p -chloropkenylaceiylmdhyl ketone, m. p. 52 — 54°, 
and its copper derivative, m. p. 229—230° (decomp.) ; methyl 3-p- 
chlorobenzyl-o-phenylpyrone-2-carboxylate ; phenyl ay-dibromo -[4- 
nitro-y~p‘Chlorophenylpropyl ketone, m, p. 143°. W.G. 

The Dehydration of Benzylhydrobenzoin (ajBy-Triphenylpro- 
pane-ap-diol). Formation of Benzyl Diphenylmethyl Ketone 
(Semipinacolic Transposition) and of Diphenylindene (Cyclis- 
ation). A. Orekhoff and M. Tiffeneau (Bull. Soc. dim., 1922, 
[iv], 31, 253 — 255). — It has previously been shown that ajJy-tri* 
phenylpropane- ap -diol is dehydrated by concentrated sulphuric 
acid, giving benzyl diphenylmethyl ketone (A., 1919, i, 205). It 
is now shown that if phosphoric oxide is used in place of sulphuric 
acid, the products are benzyl diphenylmethyl ketone and 1 : 2-di- 

CH 

phenylindene, 

^ Y^cHPh ’ If acetyl chloride is the dehydr- 

ating agent, the'' product is exclusively diphenylindene. W.G. 

Hydrindones. I. The Hydrindone of the Vanillin Series. 
Fritz voh Konek and Nikolaus Szamak ( Ber ., 1922, 55, 10-— 
109) —The object of the research was to determine the influence 
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of a third ring substituent on the condensation to hydroxyhydr- 
indones of suitable phenolic acids. Hydroferulic acid ([3-m-mcthoxy- 
p.hydroxyphenylpropionic acid), was prepared by reducing fcrulic 
acid with sodium amalgam, the ferulic acid being obtained from 
vanillin by Perkin’s synthesis. The hydroferulic acid was con- 
densed by heating with concentrated sulphuric acid at 140°. The 
resulting hydrindone, which was obtained in poor yield, crystallises 
from hot water in long needles, in. p. 193 — 194°. It forms a phenyU 
hydrazone, m. p. 205 — 210° (decomp.), crystallising in yellow 

a needles. By methylation and oxidation with 

CH 3 0| | jOH 2 nitric acid, it is converted into m-hemipinic 

HOl /l ICHg acid (4 : 5-dimcthoxypht.halic acid), which 

establishes the constitution of the hydrindone 
J as 6-hydroxy-5-mcthoxydihydrindone (annexed 

formula). Condensation therefore takes place in the position para 
to the methoxyl group. E. H. R. 

The Rearrangement of Benzil to Benzilic Acid. Arthur 
Lachman (J. Amer. Chem . Soc 1922, 44, 330—340). — By pro- 
longed boiling with water, benzil is converted into benzilic acid. 
The addition of small amounts of alkali accelerates the change, 
but the acceleration is by no means proportional to the increase 
in hydroxyl-ion concentration. There is some slight experimental 
evidence that the reversal of the benzil rearrangement is not un- 
likely, but so far it has not definitely been accomplished. When 
boiled with water, benzilic acid yields benzophenone and carbon 
monoxide. The author is of the opinion that the new experi- 
mental evidence is not in accord with the hypotheses of Xef (cf. A., 
1898, i, 102), Tiffeneau (cf. A., 1907, i, 304, 404, 922), or Michael 
(cf. A., 1920, i, 417, 530) as to this rearrangement. He propounds 
a new hypothesis similar to that suggested for the rearrangement 
of dihydroxytartaric acid (cf. this vol., i, 109), that is to say, on the 
basis of intramolecular oxidation and reduction. The rearrangement 
is indicated as follows, COPlrCOPh — ► CPh(0H) 2 ’CPh(01i) 2 — > 
OH*CPh 2 *C(OH) 3 — y 0H*CPh 2 *C0 2 H. The decomposition of 
benzilic acid to benzophenone and carbon monoxide may be 
similarly accounted for: 

OH-CPh 2 ‘CO(OH) =CPh 2 (OII), -{- C0=C0Ph 2 -bH 2 0 4- CO. 

From a study of this and other rearrangements, it is stated that 
if two carbon atoms in a compound are in a symmetrical or a similar 
state of oxidation, such a structure is unstable ; one of the carbon 
atoms tends to a greater degree of oxidation, the other becoming 
reduced. This tendency is enhanced by rise in temperature or by 
different catalysts. W. G. 

Piperitone. II. Benzylidene-dl-piperitone. John* Read 
and Henry George Smith (T., 1922, 121, 574—582). 

Piperitone. III. The Oximes of df-Piperitone. John 
Head, Henry George Smith, and Marie Bentivoglio (T 1922, 
121, 582 — 593). 
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New Halogen Derivatives of Camphor. II. a'-Bromo* 
camphor. Thomas Martin Lowry, Victor Steele, and Hexky 
Burgess (T., 1922, 121, 633—641). 


New Distinctive Characteristics of the Three Propan* 
fl-olcamphorcarboxylolides Melting Respectively at 141° 
117—118°, and 89—90°. A. Haller and (Mme) Ramart-Lucas 
(< Compt . rend 1922, 174, 785—789; cf. A., 1921, i, 673).— With 
sodium ethoxide the camphorcarboxylolide, m. p. 141°, gives 

0 ; r, k r w n h / ( r (C0 2 H) ' CH 2' CHMc ' 0H . 
propan- fi-olcamphorcarboxylic acid, C g H 


m. p. 160 — 170° (decomp.), [a] D -f33° 5', which when heated loses 
carbon dioxide, giving eamphopropan-p-ol. The acid is the ci$. 
traras-acid. The camphorcarboxylolide, m. p. 117 — 118°, under 
the same conditions gives the sodium salt of an isomeric cis-cis- 
propan- $-olcamphor carboxylic acid . Attempts to isolate the free 
acid were not successful as the addition of acid to a solution of 
the sodium salt always regenerated the olide. The third camphor 
carboxylolide, m. p. 89 — 90°, can be obtained in small amounts 
by treating the isomeride, m. p. 141°, with concentrated sulphuric 
acid. When treated with sodium ethoxide as described above, it 
gives an isomeric propan - $ -olca mphorca rboxylic acid , m. p. llo- 
120° (decomp.), j a] D -j-25° 3', which when heated loses carbon dioxide, 
giving a camphopropan-$-ol, m. p. 100 — 101°, [cc] D +62° 4', which 
yields a pkenylurethane, m. p. 120 — 120*5°, [a] D - 1 - 5 ° 47'. W. G. 


Various Oils of Origanum vulgare from Different Parts of 
Italy. E. Axgelescu ( Gazzella , 1922, 52, i, 157 — 166).— Three 
samples of Origanum vulgare, (1) one purchased in Rome, and the 
others gathered (2) at Valle dTnferno and (3) in Sicily, respectively, 
have been distilled in a current of steam, the whole plant being 
employed. The yields of oil obtained were 0*204, 0*072, and 
1*106%, respectively, and the compositions as follows : (1) 6*7% 
of thymol, 15*4% of unidentified free alcohols, 2 63% of esters, a 
small proportion of free acid, and 12*5% of a sesquiterpene, b. p. 
245 — 250°, the density and refraction of which indicate it to be 
bicyclic; (2) 2*2% of thymol, 12*86% of unidentified free alcohols, 
2*5(3% of esters, and probably a sesquiterpene ; (3) 50% of thymol, 
4% of unidentified free alcohols, 0*85% of esters, traces of free 
acid, 17*5% of cvmene, and 10*5% of dipentene. [Of. J. Soc. Ckem. 
Ind ., 1922, 346a ] T. H. P. 

Italian Oil of Thymus striatus. P. Leone and E. Axgetjkstu 
{Gazzeita, 1922, 52, i, 152 — 157). — The dried complete plant yields 
0*342% of a lemon-yellow oil of aromatic odour and burning taste 
and containing 30% of thymol, 9*5% of unidentified free alcohols, 
2*83% of esters, little free acid, 29%, of cymene, and 4*5% of a 
sesquiterpene, b. p. 250—260°, which is apparently monocyclic. 
[Cf. J . Soc, Ckem . Ind 1922, 346a.] T. H. P. 

The Dithiocarbamate Accelerators of Vulcanisation. D* F- 

Twiss, S. A. Brazier, and P. Thomas (J. Soc. Ckem. Ind., 1922, 
41, 83— 88t).— T he dithiocarbamate accelerators of vulcanisation 
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include the alkylditlriocarbamates, the corresponding thiouram 
disulphides, and the xanthates. Unlike aldehyde-ammonia and the 
simple amines, the effectiveness of these compounds as vulcan- 
isation catalysts is influenced to a remarkable extent by the presence 
of zinc oxide. Their use with zinc oxide gives rise to vulcanised 
products of exceptionally high tensile strength and resistance to 
extension, and accelerates the physical alteration of the rubber 
in a greater degree than the chemical alteration, as indicated by 
the combination of caoutchouc with sulphur. The alkylammonium 
alkyldithiocarbamates and thiouram disulphides derived from 
secondary amines arc much more powerful catalysts than the 
corresponding derivatives of primary amines. It is remarkable 
that in the absence of zinc oxide even the zinc dialkylditbiocarb- 
amates and zinc ethylxanthatc are relatively feeble in their action, 
and that with the last-named substance a high vulcanisation tem- 
perature is unfavourable. When applied in the presence of a 
limited proportion of zinc oxide, thiocarbanilide causes the develop- 
ment of a discontinuous progress of vulcanisation similar to that 
described earlier for thiocarbo-p-toluididc. (See also Twiss and 
Brazier, A., 1920, i, 7f>l ; Twiss and Howson, A., 1920, i, 751 : Twiss, 
A., 1921, i, 876.) 1). K T. 

The Constitution of Catechin. IV. Maximilian Nieren- 
stein (T., 1922, 121, 604—613). 

The Addition of Malonic Esters to Benzoylphenylacetylene. 

E. P. Kohler (J. Amer . ("hem. Soc., 1922, 44, 379—385). — Malonic 
esters combine with benzoylphenylacetylene in the presence of sodium 
ethoxide to give compounds of the type C0Ph’CHICPh , CH(C0 2 Me) 2 , 
which, however, immediately lose alcohol and pass into a-pyrone 
derivatives, having the ester group in the position 3. These pyrone 
derivatives arc characterised by the fact that on treatment with 
alkalis they can he hydrolysed without breaking the pyrone ring, 
the product being either the pyrone acid or the corresponding 
pjTone. In this way, the author has prepared 2 : 4 -diphenyl- 
6 •pyrone-o-c-arboxylic acid , in the form of its methyl ester, m. p. 
129°, its ethyl ester, m. p. 119°, and its sodium salt. The free acid 
when heated for two hours at 210 — 212° gives 2 : 4 -diphenyl- 
6 -pyrone, m. p. 142°, which by solution in alcoholic potassium 
hydroxide and subsequent addition of acid gives y -benzoyl-^- phenyl- 
crofonic acid, m. p. 130°, giving a methyl ester, m. p. 36°. A second 
acid, apparently isomeric with the crotonic acid, was also obtained 
during this opening of the pyrone ring, but it could not be isolated 
in the pure state. 

The pyrone esters when heated with aqueous ammonia give 
ammonium salts of amino-compounds, but with concentrated 
alcoholic ammonia at the ordinary temperature they are slowly 
converted into a mixture of hydro xypyridine esters and the corre- 
sponding hydroxypyridines. Of these fi-hydroxy-2 : 4 -diphenylpyr- 
mine, m. p. 210°, and ethyl Q-hydroxy-2 : i-diphenylpyridine-5-carb- 
oxykte, m, p. 197°, have been prepared. W. G. 
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The Oxidation of a-Dinaphthaxanthens. Hemen dra Kpmajj 
Sen-Gupta and Stanley Horwood Tucker (T., 1922, 121, 
557—568). 

Autoxidation of 2- Acetyl- a-naphthol in Alkaline Solution. 
K A f"h Leue (Bel 1922,55, [*], 753-7 6 3). -.Solutions 

of 2-acctyl-a-naphthol in socUum or potassium hydroxide which 
contain more than one molecular proportion of the hydroxide to 
one of the acetyl derivative are completely stable towards air, 
even when heated; on the other hand when an excess of base 
is avoided, the acetyl compound is readily oxidised to acetic acid 
and a substance, C 2 2 H 12 04 , w “ich, on 
_ OH account of its synthesis and reactions, the 
-CO'v/'i*/ \*o annexed constitution is assigned. The 

— /* course of the reaction has not yet been 
/ \ elucidated fully, and it has not been 

. ■ \ / found possible to isolate any intermediate 

\/ product. The completely inhibitive effect 

of even a slight excess of alkali hydroxide is attributed to the 
existence of two types of salts of 2-acetyl-a-naphthol, of which only 
that which predominates in solutions of smaller hydroxyhion 

concentration is autoxidi sable. , 0 , 

If oxygen is passed through a boiling solution of 2-acetyl- *- 
naphthol in alcohol which has been treated with an amount of 
sodium hydroxide solution insufficient for complete combination, 
ethyl acetate is produced and a dense precipitate of the sodium 
salt CooH. ,O.Na, black crystals, separates. The parent com- 
pound, CjjHjA (see above), crystallises in dark red needles, m.p. 
306°; the acetate, lustrous, orange-yellow needles, m. p. .81, 
carbethoxu-den vat i ve, orange-coloured, silky needles, m. p. -39 , 
and methyl ether, slender red needles, m. p. 264 .are described. 
The compound, C 2 ,,H 12 0 4 , is reduced by a saturated solution of 
stannous chloride tn glacial acetic acid to the corresponding In- 

hydroxy -derivative, C 10 H 8 <™^>CH-C 10 H 5 (OH) 2 , yellow leaf- 
lets m p. 195°, which is oxidised slowly to the parent substance 
on exposure to air, rapidly in alkaline solution It gives a (nocetofe, 
colourless leaflets, m. p. 212”. The methyl ether, m. p. ■ nndM- 
goes a peculiar transformation under the influence of alkali 
oxide, being converted by loss and sul^ent addition of a module 
of water into the diketeme, OH-C 10 H e ^^O C 4 <JI 5 (_ ' kk j 

vellow needles, m. p. 186°, which is reconverted into tb red meth 
ether when heated above its melting point or Seated whh co 
centrated acid; it gives a well-defined calcium salt, 
small, pale yellow needles, and is converted by o-phenylencffia^^ 
into the quinoxaline derivative , small, red, pr ism _ ? ^ 

m. p. above 300° (decomp.) after softening at 2/0°. ^ "e 

and^ also the red methyl ether are reducedbystannous 
the presence of glacial acetic acid to the dihydroxy-c o p 
C H < CH ^>CH-C 10 H 5 (OH)-OMe, colourless needles, m. P 



ORGANIC CHEMISTRY. i. 463 

19 §° (diacetate, m. p. 185°), which is oxidised by ferric chloride to 
the red methyl ether. 

The compound C 22 H J2 0 4 is converted by short ebullition with 
aniline into anilino-p-naphthaquinone, m. p. 245°. This observa- 
tion has provided the key to the synthesis of the compound which 
is obtained by boiling a saturated solution of 6 : 7-bcnzocoumaranone 
and anilino- p-naphthaquinone (which behaves as 2-hydroxy- 1 : 4- 
naphthaquinone-4-anil) in glacial acetic acid. H. W. 

Strychnos Alkaloids. XXXI. Violet and Green Colour 
Reactions of Cacothelin. Hermann Leuciis [and, in part, 
ICachrn] ( Ber 1922, 55, [iJ], 724 — 732). — The recognition of 
cacothelin as a quinone, C 21 H 21 0 7 N 3 ,HN0 3 (this vol., i, 362), has 
necessitated a re-examination of its colour reactions. It is found 
that the violet salts are derived from the corresponding quinol. 
The unusual deepening of the colour, however, can only be explained 
by the assumption that fresh quinoid linkings are developed to 
replace those lost during the conversion of quinone into quinol. 
Information on this point is derived from a study of the esterifica- 
tion of the “ nitroquinol ” which, under regulated conditions, 
gives violet salts of a mono-ester and ultimately similar salts of 
di-esters. Since the formula of the nitroquinol in so far as it has 
been elucidated, C 16 H 17 |C(OH) . . . C(OH); :C(XO a ); SN; !NH; 
•C0 2 H; !CH(OII)}, only indicates the possibility of the production 
of a mono-ester, the formation of a di-ester can only be explained 
by the hypothesis that the nitro- passes into the tsonitro-group, 

■ON<q — > This rearrangement involves the pro- 

duction of a new quinoid arrangement. Evidence obtained during 
the acetylation of the “ nitroquinol 5> points to the conclusion 
that the migrating hydrogen atom is supplied by the imino- 
group. 

The free “ nitroquinol ” is obtained by the addition of alkali 
hydroxide to a solution of the violet hydrochloride in boiling water 
and in an atmosphere of hydrogen. The violet salts are obtained 
readily from it by use of the requisite acid if precautions are taken 
to exclude air; the sulphate, hydrochloride, nitrate, and hydro - 
bromide have been examined. Methyl sulphate converts the base 
into the compound, C 23 H 29 0 11 N 3 S, dark violet prisms. 

The hydrochloride of the nitroquinol is converted by methyl 
alcohol and hydrogen chloride in the presence of acetone into the 
hydrochloride of the corresponding methyl ester, long, almost 
black needles, and by more drastic treatment in the absence 
of acetone into methylnitroquinol methyl ester, hydrochloride, 
lemon-yellow plates, C 23 H 27 0 7 X 3 ,HCl,2HCl,3Me0H, or violet 
prisms, C 23 H 27 0 7 N 3 ,HCI,3H 2 0. With ethyl alcohol, the com- 
pounds C 23 H 27 0 7 N 3 ,HC1, reddish -violet, quadratic leaflets and 
C^O^HCa, tile-red, slender needles, are produced. 

i J! Hitroquinol ” hydrochloride is converted by acetic anhydride 
at 100° in the absence of air into the “ diacetyl nitroquinol ” anhydride , 
dark yellow prisms, from which the corresponding monoacetate, 
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CagH^O-yNj, red crystals which become discoloured at 230°, j 8 
derived ; the sulphate , hydrochloride , and hydrobromide were prepared 

H. W. ’ 

Preparation of Neutral Soluble Double Compounds of the 
Alkyl Xanthines and their A T -Acyl Derivatives. Knoll & Co 

(D.R.-P. 340744; from Chem. Ze.ntr,, 1921, iv, 1 102- — 1 103). ^ 

Dialkyl xanthines and their JV-acyi derivatives form soluble crystal- 
line salts with alkali benzoates and salicylates. The following 
double compounds are mentioned : theophylline-sodium salicylate- 
theobromine-sodium salicylate; A-acetyltheobromine-sodium sali- 
cylate; theophylline-sodium benzoate; N -acetylthcobromine- 
lithium salicylate; A T -acetyltheobromine-ammonium salicylate* 
A T - acetyl theobromine potassium salicylate; theophylline-sodium 
salicylate ; theophylline-potassium benzoate. G. W. R. 

l-Phenyl-4-pyridone. Alexander P. Smirnov [Ber., 192*> 
55, [B], 612—613; cf. A., 1921, i, 594).— In reply to Borschc and 
Bonaoker (this vol., i, 50), the author considers that the evidence 
brought forward favours his view of the internal ammonium oxide 
structure of the compound and not the ketonic constitution. 

Anhydrous 1 -phenyl-4 -pyridone has m. p. 126° when slowly 
heated instead of 116° as recorded by Borsche and Bonacker 
{be, ciL). H. W. 

Synthesis of Quinic Acid. Adolf Kaufmann (Ber., 1922. 
55, [/?], 614 — 616). — In his recent communication (this vol., i, 
172, 174) on the synthetic production of quinic acid in quantity, 
Halberkann appears to have overlooked the work of Kaufmann 
and his colleagues (cf. A., 1909, i, 958; 1911, i, 749, 750; 1912, i, 
651 ; 1918, i, 187). II. W. 

The Action of Sulphites on Aromatic Amino- and Hydroxy- 
compounds. IX. 6-Amino-a-naphthol-5-sulphonic Acid 
(A- Acid) and the Sulphite Reaction. IIans Th. Buciierek 
and Kudolf Wahl {J. pr. chem., 1921, [ii], 103, 253—276}.— 
A -Acid, when boiled with 40% sodium hydrogen sulphite, is converted 
into the disulphurous acid ester of 1 : MihydroxynaphthaleM- o- 
sulpkonic acid, the sodium salt of which, C 10 H 5 S 3 O 9 Na 3 , separates 
in long, colourless needles. The dihydroxynaphthalencsulphonic 
acid itself could not be isolated, being exceedingly soluble. 
A-Acid, with 40% ammonium sulphite and ammonia, yields 
2 ; o-dianiinonaphthalene - 1 -sul phonic acid , prismatic crystals and 
rectangular prisms, whilst with aniline and sodium hydrogen 
sulphite it yields G-anilino-'x-naphthol, which was isolated as the 
monobenzoyl derivative, m, p. 128 5°. With phenylhydrazine and 
sodium hydrogen sulphite, the corresponding phenylhydrazine- 
compound, apparently to be postulated as an intermediate stage, 
undergoes a further series of reactions (cf. following abstract), 
and the final products are l-hydroxyphem-fi-mphthacarbazole, I, 
m. p, 215°, 5-hydroxypheno- (3 $-mphthamrbazole - 1 -mlphonic acid, II, 
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and dipUnompMJwdicarbazole, III ( ?), m. p. 209°, 1 and III 
involving the elimination of a sulphonic acid group. 



In the same way, phenyl hydrazine and sodium hydrogen sulphite 
acts on 6-amino-a-naphthol-3 : 5-disulphonic acid to give, not only 
5 -hydwxyphe no- p $-naphlhacarbazole - 1 ; 3 -disulphonic add , but also 
small quantities of 4-hydroxypheno-[i~naphthaca rbazolc-2-suiphonio 
acid. 

Sodium hydrogen sulphite, either alone or with aniline, appears 
to have no action on p-naphthylamine-1 : 5-disulphonic acid. 

W. 0. K. 


The Action o! Sulphites on Aromatic Amino- and Hydroxy- 
compounds. X. Action of Phenylhydrazine-Bisulphite Mix- 
ture, Particularly on Aminonaphtholsulphonic Acids, and 
Azo-dyes. Hans Th. Bitch erer and Walther Zimmerman n 
(J. pr . Chem., 1921, fii], 103, 277 — 315). — Bucherer and various 
co-workers have shown (cf. A., 1908, i, 455; A., 1909, i, 521 ; A., 
1910, i, 144) that the action of a mixture of phenylhvdrazine and 
40% sodium hydrogen sulphite on certain naphtholsulphonic acids 
leads to the formation of phenonaphthacarbazole derivatives, and 
other naphtholsulphonic acids have now been investigated. Carb- 
azole formation takes place in the case of p-naphthol- 8- sulphonic 
acid, a-naphthylamine-7-sulphonic acid, 7-amino-x-naphthol-3-sul- 
phonic acid (-y-acid), 6-amino- a- naphthol-3-sulphonic acid (J-acid), 
5-amhio-a-naphthol-3-sulphonic acid (JBacid). Usually the X- 
sulphonic acid of the carbazole is first formed, and this loses its 
Asulphonic group on acid hydrolysis. The following compounds 
have been analysed: sodium pheno-^-naphthacarbazoie-X : 1-di- 
sulphomte, white needles; sodium phe no- %- naphthaca rbazole^'l- 
sulphonate ; sodium i-hydroxypheno-z-naphthaccirbazole-'l-sulphonate, 
opalescent leaves. Sodium pheno-p-naphthacarbazole-1 : 7-disul- 
phonate when boiled with acid loses both sulphonic acid groups, 
giving pheno-x-naphlhacarbazole, m. p. 132° (acetyl derivative, 
m. p. 149°). In the cases of 5-amino- x-naphthol-3-sulphonie acid and 
of a-naphthylamine-7-sulphonic acid, the corresponding diaryl hydr- 
azine- A-sulphonic acids (which are presumably intermediate stages 

XH*XPh*S0 3 H 


in the carbazole formation) of the type 


a - 1 


are also formed, whilst in the cases of 8-amino- a-naphthol-5- 
sulphonic acid ($-acid) and 8-amino-a-naphthol-3 : 5-disulphonic 
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acid (if-acid) no carbazole formation could be detected. From 
these diarylhydrazine-A-sulphonic acids from *5- acid, and from 
a-naphthylamine-7 -sulphonic acid, azo- compounds are formed by 
the action of alkali hydroxide of the formulae 0 16 H u OJN 2 *b0 3 Ka 
and C 16 H u N 2 S0 3 Na respectively. 

if -Acid and ilf-acid, when boiled with sodium hydrogen sulphite, 
yield <f dioxy-Jf-acid,” and “ dioxy-if-acid ” as greyish-white 
precipitates; that is, the amino-groups are replaced by hydroxyl. 
These give with diazotised p-toluidine red dyes. lhoxy-tf-acid ” 
(1 : 8 - dihydroxynapht halene - 3 : 5-[4 : 6]disulphonic acid), on long 
boiling with concentrated hydrochloric acid, loses a sulphonic acid 
group to give 1 : 8-dihydroxynaphthalene-3-(6)-sulphonic acid. 

The action of phenylhydrazine and sodium hydrogen sulphite 
on azo-dyes has been reinvestigated (cf. Buclierer and Sonnenberg, 
A. 1910 i, 144). The yellow product obtained from croceine 
( 1 - benzeneazo- ( 3 -naphthol* 6 -sulphonic acid) has apparently the 
constitution I, and with alkali hydroxide forms the red dye , II, 
which crystallises in long needles ; its constitution is verified 
by the following reactions. With nitrite it loses aniline, and forms 
the triazole, III, and on reduction it forms 1 : 2-naphthylene. 
diamine-6-sulphonic acid, the properties agreeing with those of 
this compound as described by Witt (A., 1889, i, 270). The red 
compound II, with concentrated hydrochloric acid undergoes a 
semidine transformation to give bbenzeneazo-2-p-aminopfanyl 
ami no-6-sulpho n ic add, IV, the sodium salt of which crystallises 
in long, fine needles. 


J'NH’NHPh 


VNINPh 

j-NH-NHPh 


YVk Y > N:NPh 

IJpNPh I J-]n t H>C 6 H 4 'NH, 

(III.) (IV.) 

Similar yellow and red compounds are obtained from Pp-acety 1 - 

aminobenzeneazo-?-naphthylamine-6 sulphonie acid, whilst tnc 

action of phenvlhydrazine and sodium hydrogen sulphite on napft- 

thol-blue-black (8-amino-2.benzeneazo-7.p-mtrobenzeneazo-*-naph- 

thol-3 : 6-disulphonic acid) is due simply to the sodium hyriroge 
sulphite, and the dye is reduced to 7 : 

mphthol- 3 : 6-<f isulphomc acid, a bluish-red dye. This pa » 
brownish-red dye. with phenanthraquinone, which separates m smsui 
needles, and is turned yellow by mineral acids. w . u. n.. 

Derivatives of Benzthiazole. E. Romani 
52, i, 29 — 32 ).— Thiolbenzthiazole, first prepared by itoimana 
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, 1 jgg 7 ? 823, 1039; ef. Jacobson and Frankenbacher, A., 1891, 

■ 2048), may be obtained easily and cheaply by heating with 
1 lnhur'at 260° in a closed space either phenylthiocarbamide or 
t! iocarbanilide or methyleneaniline, phenylthiocarbimide being 
, me( j as an intermediate product ; the yield of the pure compound 
mounts to 75 — 80%. 1 -Thiolbenzthiazole is a moderately energetic 

acid and' forms salts of the formula [C 6 H 4 <g>CS] 2 X. 


l.ThiolS-mlhylbenzthiazole, 



prepared from 


« ■ p-ditolylthiocarbamide and sulphur, forms white crystals, 

mlp. 177°. , . . 

\.Thiol-ft-{o* 4)-mdhylbenztkiazole , similarly obtained, has m. p. 


{.Tkiol-S-mdhylbenzthiazole, has m. p. 185°. 

1 ; Y-DithiolbisA : i'-dibenzlhiazole, 

SH-0<g>C 6 H 4 -C 6 H 1 <|>C-SH , 


prepared from p : p-diphenylenethiocarbamidc, forms dark yellow 
crystals, m. p. 320°, and in alkaline solution readily forms salts 
of the heavy metals. T. H. P. 


The Blue Oxidation Product of Diphenylamine. F. Kehr- 

mann and G. Roy (Ber., 1922, 55, 156 158).— It was shown by 
Kehrmann and Micewitz (A., 1912, i, 1020) that the blue product 
formed by oxidation of diphenylamine with nitric acid in eon* 
cc titrated sulphuric acid is an imonium salt of N -A'-diphenylbenz- 
j dine. In view of doubts thrown on this explanation (this vol., 
i, 28), further experiments have been made. By oxidation in 60% 
sulphuric acid with potassium nitrate, the quinhydronc salt of 
S -S '- diphenylbenzidine was isolated and was reduced to diphenyl- 
benzidine, m. p. 234 — 235°. When oxidising in concentrated 
sulphuric acid, it is necessary to remove nitrous acid by means of a 
current of air, since this reacts with the imonium salt on diluting, 
forming products which cannot be reduced to diphenylbenzidine. 
By oxidation with manganese dioxide in 80 ° ' 0 sulphuric acid, a 
yield of 62% of the theory was obtained. E. H. R. 


The So-called Peroxidation Products of Leuco-triphenyl- 
methane Dyes. F. Kehrmann, Gustave Roy, and Marie 
Ram.m (Helv. Chim. Acta, 1922, 5, 153 — 157). — It is well known 
that if excess of lead peroxide be used for the preparation of tri- 
phenylmethane dyes from their leueo-compounds, the yield and 
quality of the product are unsatisfactory. It is now shown that 
by gradual treatment at the ordinary temperature of a malachite- 
green solution, not too dilute and acidified with sulphuric acid, 
with lead peroxide until a diluted sample shows no green tinge, 
and addition of the filtered solution to perchloric acid, tdramdhyl- 
dipkmoq uinonemoniii m perchlorate , 

a0 1 NMo 2 =%%%%NMe 2 -C10 1 , 
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is precipitated in the form of orange needles, benzoic acid being 
present in solution. The same perchlorate results from the oxid. 
ation of tetramethylbenzidine. Similarly, brilliant-green and 
tetracthylbenzidine furnish tetraelhyldiphenoquinoneiwxynium pe r . 
chlorate , C 20 H 28 O 8 N 2 Cl 2 . The same products, with carbon dioxide, 
were obtained from Michler’s hydrol and the corresponding tetra- 
ethyl derivative (cf. Rosenstiehl, A., 1895, i, 541). Further, the 
formation of dinitrotetramethylbenzidine by treatment of tetra- 
mcthylbcnzidine with dilute nitric acid (Bourgeois, Bull. 8oc. Ini 
Rouen , 1882, 503) or nitrous acid (Michler and Pattinson, A., 1882, 
199) is preceded by that of tetrarnethyldiphenoquinoneimonimn 
salts, of which quantitative yields may be obtained in the latter 
case. J- K. 

Preparation of New Therapeutically Active Acridine De- 
rivatives. Faubwerke vorm. Meister, Lucius, & BrCmsg 
(Brit. Pat. 176038). — Therapeutically active acridine derivatives 
having a bactericidal action are obtained by introducing into the 
9-position of acridine, or of its substitution products, an amino-, 
or substituted amino-group, the substituents being any organic 
radicles other than aryl groups. These compounds are obtained 
by causing ammonia or a primary or secondary amine (other than 
an arylamine) to act on a 9- halogen acridine or a 9-alkoxy- or 
phenoxy- acridine in presence or absence of a catalyst such as a 
copper salt. They may also be obtained by reducing a 9-hydrazino- 
acridine or a 9-nitroacridine, or by decomposing the azides of 
9-acridine-carboxylic acids with elimination of nitrogen, or finally 
by the action of a hypochlorite or hypobromitc on the amide of a 
9-acridineearboxylie acid. The following briefly summarises the 
detailed examples given in the patent specification for the prepar- 
ation of these acridine derivatives by these various methods, and 
of the necessary intermediate products. 2-Et hoxy -ty-cfhan olam i no- 
acridine, yellow crystals, m. p. 146°, is obtained by mixing amino- 
ethanol with 2-ethoxy-9-chloroacridine in alcoholic solution at 
100°. 2-Ethoxy-§’p-hydroxyphenylethylaminoamdine, m. p. 233°, is 
similarly obtained from p-hydroxyphenylethylamine. 2 -Ethoxy- 
Q-antipyrineaminoacridine, a yellowish -red base, m. p. 257°, is 
prepared similarly from 4-aminoantipyrinc. Q-Aminoacridine forms 
yellow needles, m. p. 236°, and gives a water-soluble hydrochloride 
It may be obtained by heating 9-ehloroacridine Avith alcoholic 
ammonia at 140° in presence of copper acetate, or alternatively 
by heating alcoholic ammonia with 9-ethoxyacridine at 120° for 
several hours. The reduction of 9-phenylhydrazinoacridinc hydro- 
chloride with zinc dust and acetic acid or other reducing agents 
also furnishes 9-aminoacridine, as also does the decomposition of 
the amide of acridine-9- carboxylic acid by digestion in a ball mill 
with potassium hypobromite. The d-chloroacridine and its deriv- 
atives required for the above preparations are obtained from the 
corresponding acridones or directly from the arylanthranilic acids 
by heating them with phosphorus penta- or oxy-chloride. 9 -Etmf 
acridine is obtained by the action of sodium ethoxide on 9 -chloro- 
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acridine; it melts at 83°, and yields acridone when heated with a 
mineral acid. 2 : Q-Viethoxyacridwe forms fine needles, m p 83° 
The hydrazinoacridinc derivatives are produced by treating 
9 -halogcnaCridines with hydrazines. 9 -Phenylkydrazinoacridhe 

forms yellow needles m. p. 173—174°; 2-ethoxy ^-phenylhydrazino- 
acridine is ta Mtjg 1 !™ powder, m. p. 232—234°; 9 -hydmzino- 
acridinc , C 13 HJVNHvNH 2 , forms orange needles from alcohol 
m. P< m ° ; hydrazino-V : Q-bisacridine, C 13 H 8 N'NH»N H*C, 
forms dark red crystals, m. p. 265°. ^-Didhylamino-^Jthoxy. 
acridine is prepared by heating fl-chloro-2-et-hoxyacridine with 
diethylamine in alcoholic solution at 130—140° for six hours iu 
presence of cuprous chloride and copper bronze. The base itself 
is a thick oil, and it gives a red, crystalline hydrochloride, m. p. 
177°. 9* Pipendino-2-dhoxyacridin e is prepared in a similar way 
using piperidine instead of diethylamine. The base melts at 122° 
and gives a water-soluble hydrocMoridc, m. p. 252° (with decomp )’ 
Q-fithyla min oacridi ne from 9-ethoxyacridine and alcoholic ethyl- 
amine is an oil which soon solidifies, and recrystallised from dilute 
alcohol has m. p. 129 . The nitration of 9-aminoacridine in concen- 
trated sulphuric acid yields a dinifro-Q-aminoacridine, a dark red base 
m. p. above 300°, which on reduction with stannous chloride gives 
a triaminoacndine hydrochloride , long, yellow needles, and the free 
base, dark red laminae. 3 : 9-Diaminoacridine is prepared from 
2-oh!oro-4-nitrobenzoic acid and aniline by way of 5-nitrodiphenyl- 
amine-2-carboxylic acid, 3-nitroacridine by elimination of water 
^chloro-Z-niiroacridine by the action of phosphorus pentachloridc* 
yellow needles, m. p. 213 , and Z-nitro-Q-ayninoacridine, m. p. above 
300 {with decomp.), and reduction of this with stannous chloride 
or ferrous sulphate and ammonia. 3 : ^Diamino-l-ethoxyacridine 
is prepared by a similar series of reactions starting with o-phene- 
tidmc instead of aniline. Of the intermediate substances, 4-nilro- 
2-p -p/icnekdinoOenzoic acid melts at 233—234°, Mloro-Z-nitro- 
i-etfoxyacridine melts at 186-187°, 3-?ufro-9-ammo-7-^o™cm//« e 
» obtainable in two forms, red and yellow; crystallised from 
nitrobenzene it melts at 310°, and on reduction gives the di amino- 
ehoxyaendme, m. p. 123-124“ (with decomp.). The a-Jdt of 
mMcarboxyhc ac,d, C IS H 8 X-OO..N s , a very Urtable substance 
decomposing even at the ordinary temperature, is obtained by the 
action of sodium nitrite on the hydrazine , m. p. 244°, prepared bv 
hemng the ester with hydrazine in alcoholic solution. On heating the 
SfJ? 1 a ^ uecms suspension, 9-aminoacridine is formed with evolu- 

alcoholinln^f"’ W lu St lf \ he sai ? e dcoom P 0 sition is carried out in 
«C solution, the vrethane, C 13 H 8 X-XH-CO,Et, crystallises on 

acid T U mc ! ts . at . 188 — 1S4 ° antl on hydrolysis with 2.V -sulphuric 
wav mt0 £ aminoapridin _ e sulphate. In a similar 

VcHmoart/f'' " oncri< ?' n < \J n ■ P- 272— 274' J , is obtained from 
is wX kt! i f 9 ‘™ r6 °T ! ! iC f ,rf > m - P- - ,W °- The latter substance 
iodide* Su f - 0m o^Worobcnzaldehyde. and magnesium methyl 
o- C £2r h , glVe °' c * lloro ! ,ilcn ylothyl alcohol and bv oxidation 
Zh^-y pAenone ’ b ’ P 08 °/ 6 min. This is condensed with 
t oamline to 2-chlnro O-methylaeridine. which by Kaufmann s 
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process (A., 1912, i, 655) is transformed into 2-chloro-^-aldehjdo. 
acridine , m. p. 171 — 172°, which on oxidation gives the acid. p lS 
ethyl ester melts at 71 — 72°, and the hydrazide at 210 — 211°. From 
this the azide is obtained by the action of nitrous acid, and on 
heating it in alcoholic solution the urethane, C 13 H 7 NCl*NH*C0 2 Ft ( 
m. p. 205°, is formed. The latter on hydrolysis yields 2-ehloro* 
9-aminoacridine. G- F. M. 

Dissociation of the so-called 1 : l'-Dibenzyltetrahydro- 
4 : 4'-dipyridyl. Ernst Weitz {Ber., 1922, 55, [£], 599—600; 
cf. Weitz and Ludwig, this vol., i, 365). — A reply to Emmert (A, 
1909, i, 602; 1917, i, 221; 1919, i, 455; 1920, i, 331; this vol, 
i, 179). The di-iodide results from the bimolecular radicle formed 
with the aid of oxygen ; the monoiodide is derived from the colourless 
product. H. W. 

The Acylated and Alkylated Leuco-indigotins. E. Grand, 
mougin (Compt. rend., 1922, 174, 758 — 760). — The author is u{ 
the opinion that the acylation or alkylation of leueo-indigotin gives 
oxygen-substituted derivatives. The acylated derivatives on 
oxidation give nitrogen acylated derivatives of indigotin owing to 
the migration of the acyl group. The alkylated derivatives simply 
undergo saponification and regenerate indigotin. In support of 
this, it is shown that if methyl sulphate acts on an alkaline solution 
of indigo white, kept alkaline throughout, a new dimethyl dcriv 
ative, m. p. 252° (decomp.), of leuco-indigotin is obtained, which 
on oxidation with nitrous acid regenerates indigotin, and on oxid- 
ation with chromic acid gives isatin. Acylation under similar 
conditions must also give an oxygen-substituted derivative, during 
the oxidation of which the acyl group migrates and the stable 
ketonic form of the indigotin results. W. G. 

Electrochemical Studies in the Pyrazole Group. Fb. 

Ficiiter and Hugues de Montmolt.tn (11 eh. Chim. Acta, 1922, 
5, 256—262).— Electrochemical oxidation of a number of pyrazole 
derivatives results for the most part in the formation of carbon 
dioxide, with a small amount of subsidiary products. Thus from 
1 -phenyl-3 -methylpyrazolone, a compound, C 21 H 20 O 2 N 4 ,l|H 2 0, ap- 
parently methylenebisphenylmethylpyrazolone (Pellizzari, A., 1890, 
646) is obtained. Oxidation apparently attacks the 4-position 
first, since 4-keto-l -phenyl- 3-methylpyrazolone and antipyrine are 
completely destroyed with great rapidity. 1 -Phenyl-3 : 4-dimethyl- 
pyrazolone is more resistant, and a small amount of bis-l-phcnji- 
3 : 4 - dime thylpyr azolone is formed, identical with that prepared 
by oxidation with nitrous acid, or, better, dilute chromic acid 
solution. It is accompanied by a compound, C 15 Hj 4 0 4 N 2 , m. Ip- 
242 — 243°, which is hydrolysed by warm concentrated sulphuric 
acid to bis-1 -phenyl-3 : 4-dimethylpyrazolonc (from oxidation of 
the phenyldimethylpyrazolone first produced) and fumaric acid, 
and is therefore probably 1 -phenyl-3 : 4-dimethylpyrazolony • 
. 2-fumaric acid. Oxidation of l-phenyl-3-methylpyrazole hi acid 
6lJo ijpension yields quinone, quinol, and oxalic acid, but no methyl- 
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ivrazolc. From a suspension in potassium carbonate solution, 
however, pyrazole- 3 -carboxylic acid is produced. From 3 : 5-di- 
methylpyr az °l e J with sodium sulphate solution as electrolyte, a 
ver y small amount of pyrazole- 3 -carboxylic acid is formed. In 
these cases, therefore, the action of anodic oxygen is much more 
vigorous than that of alkaline permanganate (Claisen and Roosen, 
\ 1894, i, 346; Marchetti, A., 1893, i, 179; Rothenburg, A., 
1894, i, 384), and it is noteworthy that oxidation of 1-phenyl- 
3 -methylpyrazole by acid permanganate also destroys, not the 
pyrazole ring as in the above electrochemical oxidation, but the 
benzene nucleus (Knorr and Macdonald, A., 1894, i, 543). The elec- 
trochemical reduction of the bisulphite compound of 4-kcto-l-phenyl- 
3 -methylpyrazolone to 4-hydroxy-l-phenyl-3-methylpyrazolone 
(Knorr" and Pschorr, D.R.-P. 75378) in satisfactory yield is de- 
scribed, as also is the formation of rubazonic acid by electrochemical 
reduction of 4-oximino-l-phenyl-3-methylpyrazolone, followed by 
anodic oxidation of the resulting 4-amino- 1 -phenyl-3 -methy 1- 
pyrazolone. J. K. 


The Action of Diazomethane on Uracil. Treat B. Johnson, 
Arthur J. Hill, and Francis H. Case (Proc. Nat. Acad. Sci., 
1922, 8, 44 — 45). — Diazomethane and uracil slowly react in dry 
ether to give 1 : 3-dimethyluracil, The reaction is applicable to 
pyrimidines of this type, and there is some indication that this 
reaction may furnish a method for the detection of replaceable 
hydrogens in the more complicated pyrimidine and purine glucosides. 

W. G. 


The Hydrolysis of Antipyrine Salicylate. I. M. Kolthoff 
(flee. trav. chim 1922, 41, 135 — 144). — Antipyrine salicylate should 
be regarded as a salt of antipyrine and salicylic acid ; it is much 
hydrolysed in aqueous solution. Its molecular solubility at 18° 
is 1*32 xl0“ 2 , its ionic product 6-2 xlO -6 , and its solubility pro- 
duct 1-2 x 10" 4 . According to theory, its solubility in solutions of 
antipyrine should be less, whilst salicylic acid should have only a 
slight influence ; experiment confirms these predictions. 

H. J. E. 


Spirans. IX. Preparation of Bishydrocarbostyril-3 : 3- 
spiran and its By-products. Hermann Leuchs and Hans von 
Katinszky [with Eva Conrad] (Ber., 1922, 55, [/*], 710— 723).— The 
reduction of ethyl di-o-nitrobenzylinalonate to bishydrocarbostyril- 

3 : 3-spiran, has been described 

by Lellmann and Schleich (A., 1887 , 490) and by Radulescu (A., 
1911, i, 498); the analytical data quoted by these chemists are 
not entirely satisfactory, and rc-cxamination of their product has 
disclosed the presence of a number of chlorinated and oxygenated 
impurities, some of which have been identified. Suitable modi- 
fication of their method of preparation leads to the isolation of the 
pure spiran, which is also obtained by a different process. 
According to Radulescu {loc. cit.) } ethyl di- o - ni tro benzyl m al onate 
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is reduced by the gradual addition of concentrated hydrochloric 
acid to a solution of the ester in hot alcohol in the presence of 
granulated zinc. The crude spiran which is thereby precipitated 
is purified by solution in alcoholic potassium hydroxide, filtration, 
and precipitation with hydrochloric acid ; as thus obtained, it is 
free from zinc, but contains chloro-denvatiyes which rannot he 
removed and gives a violet coloration with feme chlonde. It is 
more conveniently purified by glacial acetic acid, but a homo- 
geneous product cannot thus be obtained. The fdtrate from the 
spiran yields, when concentrated, a mixture of phenolic and neutral 
substances tom which the former are isolated by protracted diges- 
tion with concentrated ammonia and subsequent precipitation with 
acid They contain p^' 4 ihydroxybishydrocarbostyrU -6 . d- spiran, 
HO-C 6 H 3 <^™^>C<^^h>C s H 3 -OH, colourless needles, 
m n 265—268° (decomp.) (acetate, coarse, four-sided crystals, 
m ; p. 177-179°), and ^hydroxybishyirmaMynlJ^Uym^ 
thin, colourless needles or prisms, decomp, -ou - 8o 
needles, m. p. 246—248° (decomp.)]. The final residues from the 
preparation of the spiran contain a basic substance, C 19 H 18 U 2 Aj, 
long, colourless needles, m. p. 192—194 (see later). 

Bishydrocarbostyril-3 : 3-spiran is prepared in 6o-80,o yield 
by dissolving ethyl di-o-nitrobenzylmalonate i.isem. -saturated 
alcoholic hydrogen chloride solution at -o to +10 and gradually 
adding zinc dust; when hydrogen has been evolved freely for 
some time, the solution is filtered, the filtrate is diluted with an 
equal volume of water and heated on the water-bath, whereon the 
spiran separates. It crystallises in broad, lustrous needles, m. p. 
350-360°, after darkening at 320°, and sublimes almost without 
decomposition at 300°/15 mm. The basic substance, 

(cf above), is isolable from the filtrates from the spiran and its 
nature is established by the isolation of a wcll-defined /iy+wWon*, 
C„,H, k O,N„HCI. Since it contains tlm etlioxyl group, the toUou 


constitutions are possible: 


C++-CH 


S >C< 


and 


i:C(OEt)'' ~ 'CO-NH 
„ ,, --CH 2 -C(C0 2 Et)-CII 2 Tt is converted by hydriodic and 
JIH/C K ’ 

acetic acids or by hydrobromic acid into the 
C H Nn m. p. 217 — 218°, which has been described by It - 
as 1 A-A r -tetrahydronaphthinoline, but the reaction is of '^actim 
in elucidating its constitution. Evidence in favour otAhe 
ether formula is based on the observations that it does n 3 
an acetyl derivative with acetic anhydride, and that ‘t ca ^ 
prepared tom the hydrocarbostyrilspiran by conversion mt 
imide chloride (cf. Radulescu, Joe. cit.) and treatment of the 
with sodium eth oxide. 1 i mon0 . 

An imj^roved method for the preparation of ethy * t .jj Cse is 
o-nitrobenzylmalonates is given, but only the or ^^1- 

crystalline ; the reduction of the latter to ethy > the 

(J-carboxylate is described. Similar results are re ^°. ■ co loiir- 

methyl esters ; methyl di-o-nitrobenzylmalomte crystallises m 
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l eg8 plates or coarse prisms, m. p. 137 — 138°, whereas methyl mono- 
o .nitrobenzylmalonate is a yellow liquid which is reduced to methyl 
hidrocarboslyril-fi -carboxylate, colourless, matted needles, m. p. 
i j(q_-165 0 Ethyl fi-o-nilrobeTizylkydrocarbostyril-fj-carboxylate, 

C 8 H4< N H-C0 >C< C0 2 Et 8 " P a,e >' ellow l ,nsms > m ' I>- 

143 - 5 — 14^‘5 0 > is prepared by the action of o-nitcobenzyl chloride 
and sodium ethoxide on ethyl hydrocarbostyril-3-carboxylate, and 
is reduced to bishydrocarbostyril-3 : 3-spiran. The conversion of 
the above ester or of ethyl di-o-nitrobenzylmalonate into the spiran 
takes place with the intermediate formation of the corresponding 
amino- or diamino-esters ; these are too unstable to be isolated in 
substance, but their formation is demonstrated by diazotisation 
and subsequent boiling of the diluted solutions of the reduction 
liro duct whereby hydrocarbostyrildihydrocoimarin-3 : 3-spiran, 

s ^ en( ^ er ’ colourless needles, m. p. 
about 280° after previous softening, and biskydrocoumarin- 3 : 3- 
spiran, C,H 1 <^>C<^ 0 >C,H 41 colourless plates, m. p. 237*. 
are obtained. H. W . 

A Method for "Making Methyl-violet. Henry Jermain 
Maude Creighton ( Proc . Nova Scotia Inst. Sci., 1922, 15, [i], 57 — 
61).— A method is described by which, by the oxidation of dimethyl- 
aniline with copper sulphate in presence of phenol and sodium 
chloride, methyl- violet, a mixture of the hydrochlorides of penta- 
and hexa-methylpararosaniline, can be obtained in 75 — 85% yield. 
[Of. J . Soc. Chem. hid., 1922, 323a.] E. H.‘K. 

Behaviour of Azides of Acids. E. Oliveri-Mandala ( Gaz - 
zetta, 1922, 52, i, 101 — 106). — The formation of azides of carbamic 
acids by the interaction of alkylcarbimides with azoimide (Schroeter, 
A., 1909, i, 617; Oliveri-Mandala and Noto, A., 1913, i, 774; 
Oliveri-Mandala and Calderaro, A., 1913, i, 961) is found to be a 
reversible reaction, R‘NICO-)-N 3 H rt NHR-COvX 3 , since addition 
of phenylcarbylamine to a hot benzene solution of the azide results 
in the formation of 1-phenyltetrazole, owing to the fixation of the 
liberated azoimide by the ear by la mine. Unlike the azides of 
carbamic acids, those of thiocarbamic acids, when heated in an 
indifferent solvent or in aqueous hydrochloric acid, yield poly- 
merides of the corresponding alkylcyanamides (Freund and Hempel, 
A., 1895, i, 193; Freund and Schwarz, A., 1897, i, 125; Oliveri- 
Mandala, A., 1914, i, 1144), derivatives of tetrazole thus being 
obtainable directly from thiocarbimides by means of the following 
reactions : (1) R’N:CS-fN 3 H -> NHR-CS*X 3 (2) XHR-CiN, 

(3) shr-c;n+n 3 h nhr-C(n 3 ):nh (4) HR . 

The reaction of azoimide oil methylthiocarbimide yields a com- 
pmid, C 2 H 5 N 5 , which crystallises in small needles, m. p. 218°, 
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and is probably formed in accordance with the scheme NMe!C!NH-| 
N 3 H=N.Me:C(N 3 )v\'II 2 -> 

In view of the formation of azides by treatment of the sodium 
derivative of azoimide with acid chlorides (Schroeter, A., 1909, j 
773), an attempt has been made to prepare nitrosoazide, 0!N*N!N:N 

or 0!N*N<ji or 0<s, 4 t i , by the action of nitrosyl chloride on 
N N!N 

sodium azoimide in ethereal solution. The readiness with whioh 
the action takes place and the liberation of nitrous oxide and 
nitrogen in equal volumes indicate the initial addition of azoimide 
to nitrous acid, thus : 0!NH!0+N3K=0!NH{N 3 )‘0H, the unstable 
additive compound then decomposing into H 2 0-|-N 2 -{“N 2 0. A 
further proof of the instability of inorganic compounds containing 
the triazo-group is furnished by the results of several attempts 
to obtain the compound N 3 *OH by decomposing iodoazide (Hantzseh, 
A,, 1900, ii, 274) by means of water and potassium hydroxide at 
low temperatures. T. H. P. 


Basic Properties of the Hydrazones. II. R. Ciusa and 
L. Vecchiotti (Gazzetta, 1922, 52, i, 128—134; cf. A., 1921, i, 
749). — In the formation of an additive compound of a phenyl- 
hydrazone with one molecule of each of two aromatic polynitio* 
derivatives, one and the same compound results, no matter in 
which order the two polynitro-derivatives are added. 

In order to ascertain the influence of substitution of methyl 
for the methinic hydrogen of benzaldehyde phenylhydrazone on 
the coloration of the halochromic hydrocliloride, the action of 
gaseous hydrogen chloride on benzaldehyde phenylmethylhydrazone 
in ethereal solution has been investigated. As with the phenyl* 
hydrazone, an orange-yellow hydrochloride is obtained, but on 
hydrolysis this yields, not the original phenylmethylhydrazone, 
but a compound, C 28 H 26 N 4 , which corresponds with two mols. of 
the phenylmethylhydrazone less one mol. of hydrogen and yields 
benzaldehyde and a compound, C U H 1S N 4 , when hydrolysed. The 
formation of the compound C 2S H 2fi N 4 probably takes place according 

to the scheme • 2C 6 H 5 -NMe-N:CHPh — > 2CHPh:N-^ ^>NHMe + 
NHMe 

0 -■>- CHPh:N-/~~VNMe-/ ^>-N:CHPh or 
fcHPh:N-/ \-NMe-] 4 - 

Under similar experimental conditions, anisaldehyde phenylmethyl- 
hydrazone yields a compound, Cq 5 H 10 O 2 N 2 , which is isomeric witii 
the phenylmethylhydrazide of anisic acid. 

The additive compound, 

CHPh;N*NHPh,C 6 H 2 Cl(N0 2 ) 3! 0H'C 6 H 2 (N0 2 ) 3 , 
formed by benzaldehyde phenylhydrazone with picryl chloride an 
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rjicfic acid, crystallises in lustrous, reddish-brown needles, in. p. 
qi—9o° The additive compound, 

CHPh:N*NHPh,C 6 H 2 Cl(N0 2 )3,C 6 H 2 Me(N0 2 ) 3 , 
formed by the same hydrazone with picryl chloride and trinitro- 
toluene, forms reddish-brown needles, m. p. 82°. 

The compound C 28 H 2fi N 4 ( vide supra) crystallises in small, white 
needles, m. p. 155°, and in acetic acid solution or when suspended 
j n an acid medium rapidly turns successively green, blue, and 
violet. The compound C 14 H 18 N 4 rapidly reduces Fehling’s solution 
and yields a greenish -yellow, crystalline platinickloride, 
(Ci 4 H 18 N 4 ) 2 H 2 PtCl 6 . 

The compound C 15 H 16 0 2 N 2 (vide supra) crystallises in colourless 
needles, m. p. 233°. 

Benzophcno nediphenylhydrazo ne, C 2 5 H 20 N 2 , forms long, yellow 
needles, m. p. 145°, and, like tetraphcnylhydrazinc, yields coloured 
salts and xylene and formamidine solutions which become more 
highly coloured when heated, so that the base must be regarded 
as undergoing hydrolysis : CPh 2 IN*NPh 2 CPh 2 !N*-{-‘KPh 2 . 

T. H. P. 

Amine-oxidation. III. Bivalent Nitrogen. Diarylacyl- 
hydrazyls. Stefan Goldschmidt and Karl Euler (Ber., 
1922, 55, \B], 616 — G28).— The previous work on triphenylhydrazyl 
(A., 1920, i, 257) has been extended to a-acetyl(a-benzoyl)-diphenyl- 
hydrazyl and a-acetyl(a-benzoyl)-di-p-tolylhydrazyl. Evidence of 
dissociation rests partly on the failure of the solutions to obey 
Beer’s Law, but mainly on the behaviour towards nitric oxide and 
triphenylmcthyl. Results of determinations of molecular weight 
also indicate dissociation, but these are interpreted with con- 
siderable reserve on account of the instability of the solutions. 
The following order of dissociability is given : aa'-diacetyltetra* 
phenyltetrazan < aa'-dibenzoyltetraphcnyltetrazan < ax'-diacetyl- 
tetra -p - tolyltetr az an < a a'-dibenzoyltetra-p-tolyltetrazan . 

A suspension of monoacetylhydrazobenzene in cold benzene is 
converted by lead peroxide in the presence of solid potassium 
carbonate into ax -diacdyl-xz -tetrapkenylielrazan, 

N Ph Ac-N Ph-N Ph*N Ph Ac, 

colourless, prismatic crystals, m. p. 120° (decomp.). The substance 
dissolves in chloroform to a very pale violet-brown solution; in 
cold toluene, it forms a pale yellow solution which becomes brownish- 
violet when heated, returning to yellow' when cooled, but the 
operation cannot be repeated indefinitely on account of its 
instability. The tetrazone, w r hen dissolved in benzene, is imme- 
diately decomposed by dry hydrogen chloride into acetanilide and 
p-chloroazobenzene. It combines with nitric oxide, but the 
product could not be caused to crystallise. (Acetylhydrazobenzene 
and nitrous fumes give N •nitroso-W -acetylhydrazobenzene, a yellow, 
non-crystalline substance.) 

Dibenzoyl- oLx'ffl-telrapheiujUdrazan, m. p. 114° (decomp.), is 
prepared by the oxidation of iY-bcnzoylhydrazobcnzenc, m. p. 138°; 
n gives pale green solutions in benzene, toluene, or chloroform 
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which undergo rapid decomposition at the atmospheric tempera, 
ture. It combines readily with triphenylmethyl to give the com. 
pound O> b H 30 ON 2 , prismatic plates, m. p. 165—166 (decomp.) 
after darkening at 120°. With nitric oxide, it yields the substance 
n H 15 0 2 N 3 , yellow, prismatic leaflets, m. p. 104°. The action oi 

lead peroxide on N -benzoylhydrazobenzene, m. p. 126 (cf, 

Biehringer and Busch, A., 1903, i, 296; Freundler, A., 1903,1, 
663) leads to the immediate formation of azobenzene. 

N-Acelylhydrazo-p- toluene (from p-hydrazotoluene and acetic 
anhydride at 40—50°), almost colourless, prismatic platelets, m. p. 
l l? 0° is oxidised to -diacetyl- ay.' ffi-tetra-p-tolyltetrazan, colourless 
prisms, m. p. 109° (decomp.). It dissolves in chloroform to an 
initially colourless solution which rapidly becomes brownish- violet. 
With triphenylmethyl it gives the compound C 35 H 33 ON 2 , colourless 
crystals, m. p. 156—157° (decomp.). 

Benzoyl-p-hydrazotoluene (cf. Biehringer and Buscn, foe. cjf.) is 
converted by lead peroxide into v.* -dibenzoyl- aa' ffi-tetra-y-tolyl 
tetrnzan, aggregates of needles, m. p. 115° (decomp.), which dissolves 
in organic media to solutions which are colourless initially, hut 
very rapidly become green and arc very unstable. It unites with 
triphenylmethyl to give the substance C^H^ONg, colourless, pris- 
matic crystals, m. p. 146-147° (decomp.) after becoming discoloured 
at 144°. VVl 

Preparation of p-Nitrophenylhydrazine and other Aromatic 
Hydrazines. William Davies (T., 1922, 121, /lo /21). 

Amine-oxidation. IV. Bivalent Nitrogen. aa-Diphenyl* 
R-trinitrophenylhydrazyl. Stefan Goldschmidt and Konrad 
Kenn (Ber., 1922, 55, [£], 628-643; cf. preceding page). - 
The elucidation of the exact relationship between tripheiiylhydrazyl 
and hexaphcnvltetrazan (A., 1920, i, 257) is rendered difficult by 
the instability of these substances. The present communication h 
devoted to a description of attempts to prepare more stable 
hydrazyls, a suitable example being found in aa-diphenyl^-trmitro- 
phenylhydrazyl, XPhr.\C 6 H 2 (NO,) 3 . . which exists entire? 
in the unimolecular form, and is so unusually stable that it» 
molecular weight can be determined in solution with accuracy and 
certainty. The substance appears to be the nitrogen analogue 
of Schlenk’s tri-triphenylmethyl (A., 1910, 1 , 230). 

It is remarkable that the stability of the hydrazyls cannot lx 
foretold from a consideration of the valency demand of the radit > 
and that they do not appear to conform to the regularities \\ 
have been established by Wieland for the dissociation efW» 
arylhydrazines. Signs of uniform behaviour can c 
within the group, hut a general theory cannot be put fomaid 
until further members of the scries have been prepared 
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unstable, particularly in the presence of alcohol or alkali hydroxide, 
and all attempts to methylate it were unsuccessful. 

rtS-Diphenylhydrazine reacts readily with picryl chloride in 
chloroform solution with almost quantitative production of 
M 4 ip}ienyl-$-trinilrophenylkydrazme, NPh 2 *NH*C 6 H 2 (N0 2 ) 3 , long 
urisms, m. p. 172 — 173° (decomp.), which is reduced by stannous 
chloride and hydrogen chloride in the presence of ether to diphenyl- 
amine and tetra-aminobenzene. When dissolved in dry chloro- 
form it is oxidised readily by lead peroxide in the presence of 
anhydrous sodium sulphate to mu-diphenyl- $-trinitrophenylkydrazyl, 
violet-black prisms which show a remarkable resemblance to 
potassium permanganate. The substance dissolves in all media 
with the formation of violet solutions similar to those of perman- 
ganate ; the colour of these shows no diminution in intensity when 
they are cooled in a mixture of ether and carbon dioxide, thus 
showing the degree of dissociation to remain unchanged at this 
low temperature. The solutions are, in general, remarkably stable, 
but decomposition occurs slowly when they are exposed to direct 
sunlight. The radicle converts qulnol into quinone and is itself 
reduced to ax-diphenyl-fJ-trimtrophenylhydrazine, the change in 
colour being so sharp that solutions of the hydrazyl can be titrated 
with standard quinol solutions. 

The hydrazyl reacts very readily with bromine in chloroform 
solution, giving the substance, C 6 H 4 Br , NPh , XH , 0 e H 2 (NO 2 ) 3J slender 
needles, m. p. 179 — 180° (decomp.) after previous softening; the 
constitution of the compound follows from the observations that 
it can be oxidised to a radicle ami that it is reduced to tetra-amino- 
benzene and bro modiphenyla m i ne . colourless needles, m. p. 64°. 

In contrast to other radicles containing bivalent nitrogen, the 
hvdrazyl does not unite with nitric oxide. It reacts with tetra- 
phenylhydrazine in boiling toluene (under these conditions the 
latter suffers incipient dissociation) ; the product, however, is not 
formed by the expected union of the radicles. The hydrazyl 
behaves as a dehydrogenating agent, being itself converted into 
the corresponding hydrazine and transforming the tetraphenyl- 

hydrazine into 5:10-diphenyldihydrophenazine, C 6 H 4 <C^p][>C 6 H 4 , 

m. p. 169 — 174°. It exerts a similar action towards amines and 
phenols, but the products have not been investigated closely. 

Diphenyltrinitrophenylhydrazyl and triphenylmethyl give a 
compound, C 37 H 27 0 6 N 5 , short, yellowish-red prisms, m. p. (indefinite) 
182—183° (decomp.) ; which cannot have the expected constitution, 
NPh 2 i N(CPh 3 )*0 8 H 2 (N0 2 ) 3 , since it is readily oxidised to a violet 
radicle. It is therefore assumed that wandering of the triphenyl- 
methyl group has occurred (cf. Wieland, A., 1919, i, 324) with the 
production of the compound, CPh 3 *0 6 H 4 *NPh ,, NH*0 6 ff 2 (X0 2 ) 3 . 
Simultaneously, dehydrogenation of the triphenylmethyl must 
have taken place, since a considerable proportion of the hydrazyl 
is recovered as hydrazine ; this side of the reaction has not been 
investigated completely. 

Diphenyltrinitrophenylhydrazyl, dissolved in benzene, reacts 
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readily with nitrogen peroxide, yielding [3 - hydroxy- tm-diphen 
trinitrophenylhydrazine, NPh 2 *N(0H)*C 6 H 2 (N0 2 ) 3 , large, red crystals 
with a bluish-black glance, m. p. (indefinite) 156 — 157° {decomp) 
after softening and darkening at 145°. The course of the change 
is probably represented by the scheme NPh 2 *N*C 6 H 2 (N0 2 ) 3 j^°» 
NPh 2 -N(-0-N:0)-C 6 H 2 (N0 2 ) 3 _^V NPh 2 'N(0H)-C 6 H 2 (N0 2 ) 3 . £ 
constitution assigned to the compound is based on the following 
observations. It is an acid which dissolves in sodium carbonate 
to a red solution; it does not yield diphenylamine, tetra-amino. 
benzene, or p -hydroxy diphenylamine when reduced. It is oxidised 
by lead peroxide to a substance, C 18 H J2 0 7 N 5 , short, blackish-green 
prisms, m. p. 198° (decomp.), which gives red solutions in organic 
media. Since it reacts only slowly and gradually with bromine 
the substance is regarded as a radicle containing quadrivalent nitro- 
gen, NPh 2 *N(I0)*C 6 H 2 (N0 2 ) 3 . The investigation of the substance is, 
however, not yet concluded. H. W, 

Amine-oxidation. V. Action of Tetranitromethane on 
Triphenylhydrazine. Stefan Goldschmidt and Konrad Eenx 
(Uer., 1922, 55, [B], 644 — 647). — In the hope of obtaining well- 
crystallised additive compounds of triarylhydrazines, the action of 
tetranitromethane on triphenylhydrazine dissolved in anhydrous 
ether has been investigated; the product , bluish-green, lustrous 
leaflets, decomp. 107°, appears to have the constitution, 
NPh 2 ‘N:C 6 H 4 :C(N0 2 ) 2 . 

It liberates two atomic proportions of iodine from acidified potass- 
ium iodide solution and thereby becomes reduced to the lcuco- 
compound^ C 19 H 18 0 4 N 4 , colourless crystals, m. p. 85° (decomp.), after 
darkening at 75°, in a capillary tube filled with carbon dioxide; 
the latter substance is isolated by reduction of an ethereal solution 
of the primary compound with zinc dust and glacial acetic acid. 
More drastic reduction of the quinone with stannous chloride gives 
diphenylamine and the compound NPh 2 , NH , 0 6 H 4 , CH!N , 0H, yellow 
crystals, m. p. 175°. The position of the !C(N0 2 ) 2 group is not 
established definitely. H. IV. 


Action of Mercuric Acetate on certain Aminoazo-com- 

pounds. L. Vecchiotti (Gazzctta, 1922, 52, i, 137— 139).— The 
interaction of mercuric acetate and aminoazobenzeno in aqueous 
alcoholic solution yields the brown compound, C u H M X,-Hg-0Ac, 
m. p. 174°, which blackens and decomposes in light. 

The action of mercuric acetate on chrysoidine under similar 
conditions yields : (1) Vimercuridiaminoazobenzene diacetate , 

C 12 H 10 N 4 (Hg*OAc) 2 , which crystallises in violet-red scales, m. p. 
186°. (2) Monomer curidiaminoazobcnzem acetate , C l2 H 11 N 1 -Hg'0Ac, 
which forms an orange-red powder, m. p. 165°. (3) The compound 
(C 12 H u N 4 ) 2 Hg, which crystallises in dark red needles, m. p^lh) 0 . 

Mobility of Protein Ions. Wolfgang Pauli (BiocJim- %•> 
1922, 127, 150 — 155). — Potentiometric experiments on the chlorides 
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of basic proteins at constant temperature show that the mobility 
of the protein kation increases to a maximum with increasing 
concentration of the acid added, due to an increase in the equi- 
valence of the protein ion. This applies to horse serum- albumin, 
glufcin, and glutose. For acidic proteins, casein, globulin, fibrin, 
which form neutral salts with alkali, conductivity measurements 
are applicable. Casein forms a tervalent and globulin a quadri- 
valent anion. II . K. 

Are the Carbohydrate Groups which appear in the Acid 
Hydrolysis of Blood Globulin a Fission Product of the Protein 
Molecule ? Leo Langstexn ( Biochem . Z., 1922, 127, 34—37).— 
Carefully purified globulin on hydrolysis by dilute sulphuric or 
hydrobromic acid gives between 0‘5 and 1% of reducing substances 
with a positive fermentation test. The carbohydrate is considered 
to be an essential constituent of the globulin molecule. H. K. 

Casein from Cow’s Milk. B. Bleyer and R. Seidl (Bio- 
chewi- Z., 1922, 128, 48 — 75). — A comparison has been made 
of two specially purified caseins, one prepared by the action of 
lactic acid on milk and the other by the action of rennin. The 
acid-casein contained 15*5% N and rennin-casein 15*64%. The 
equivalent weight of both caseins was 1145 when neutralised 
to phenolphthalein by alkali hydroxides, ammonia, or alkaline- 
earth hydroxides. When excess of the two caseins was shaken 
with increasing amounts of calcium, strontium, or barium hydroxides 
at constant temperature, the ratio of the alkali taken up by the 
caseins to the amount left free in the solution was a constant 
(Henry’s law). When shaken with increasing content (A T /2500 
to A T /100) of hydrochloric, sulphuric, lactic, or acetic acid the 
rennin-casein absorbed more of each of the acids than the acid- 
casein, Henry’s law was obeyed for the highest dilutions of acids, 
but at higher concentrations the relation is one of adsorption. 

H. K. 

The Thermostable Active Agent of Pig's Pancreas . Walter 
Jones (J . Biol. Chem., 1922, 50, 323 — 328). — Evidence is now adduced 
to show that hydrolysis of ycast-nucleic acid into its nucleotides 
by boiled pancreas extract (A,, 1920, i, 687) does not produce any 
increase in the titratable acidity of the solution, although addition 
of adenine nucleotide to the digested solution increases the titrat- 
able acidity by an amount which agrees with that calculated from 
the weight added. Jjevenc’s criticism (A., 1921, i, 821) of the 
author’s formula for yeast-nucleic acid can, therefore, no longer be 
maintained. ^ 

Histopeptone. K. Feltx (Z. physiol. Chem., 1922, 119, GO — 
i istopeptone is a homogeneous substance. The figures 
obtained for the hexone bases agree with those obtained by Kossel. 
f 0 u ew , substances could be obtained by fractionating the peptone 
at A'Hr tm S out ” or h y precipitation by the silver-baryta method 
a* cutterent hydrogen-ion concentrations. 8. 8. Z. 
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The Action of Pepsin and Trypsin on Diastase. W. Brain*. 

trypsin. 

Asymmetric Syntheses by means of Enzyme Action. IV 

L Rosenthalbr (Ferment f orach., 1922, 5, 334— dll , ci. a., 1909, 

; 1910 i, 603).— -A dextrorotatory mtnle is obtained by 

? h Shyde n 'or a< p\cdualdchy de^where^ 1 o-cUorobMt 
aWehyT a i C v^ a y dtx’trorotatory product. The nitrile obtained 
fwm o Tmethoxysalicylaldehydc, benzoyl-o-methoxysahcylaldehyde, 

° r T\TopS 1 lotivitTrf 1 'lL in Scte obtained from «ovaler. 
aldehytbs heptaldehyde, benzaldehyde, anisaldehyde cmnam- 
a dehyde citral, or citronellal attains a maximum value after a 
eivcn interval of time and subsequently dummshes; the rates of 
^ VnH decrement vary greatly with the different aldehydes. 

'"The possibility that emulsin not only catalytically accelerates the 
fonnatten of nitrile but also causes a displacement of the equdibnnm 
» nitrile side has been discussed previous y; with wt 
aldehyde and taobulaldehyde, this displacement is not very -narked, 
whemWh benzaldehyde the results are not uniform although m 
one instance a pronounced displacement was observed. 

The addition of hydrocyanic acid to acetaldehyde, wbutilde- 
hvde and benzaldehyde is a reaction of the second order; mth 
nresence of emulsin this is not strictly the case, since the con- 

alkali hydroxide has not yet been elucidated. 

Carboligase HI. Carl Neuberg and Heinz Ohle (Btockm. 
7 iu->° 127 327-330; cf. A., 1921, i, 480; this yob, b 304- 

Wren? T., 1910, 97, 473). Further treatment wdh^lutesulp^ 
acid gave a-methyldeoxyhcnzoii . stated to have been 

OH'CHPlvCO-CHj and Ph - C p' GH ^^ v Xl e VV the same 
synthesised by previous workers, are now s 1 H Ki 
substance, probably an equilibrium mixture of the 

Artificial Zymogens H Martin Jacoby <* "g. ^ 
1922, 128, 80-88; cf. A., 1920, i. b90).-More mcKei 
by a urease solution than by water, as is *;th nid*l 

test. The longer a urease 

powder or nickel oxide, the greater is the falling olt oi y 



ORGANIC CHEMISTRY. 


I. 481 


due to formation of artificial zymogen. The filtrates from such 
solutions are restored to their original or slightly greater activity 
by potassium cyanide. H. K. 

Artificial Zymogens. III. Martin Jacoby and T. Shimizu 
( Biodiem . Z*, 1922, 128, 89 — 94). -Metallic nickel, cobalt, copper, 
and zinc inactivate urease, but iron is without action. Cobalt' 
copper, and zinc act more quickly than nickel, and in the case of 
cobalt and copper, the quantity of artificial zymogen which can be 
reactivated by potassium cyanide or glycine *f alls' off rapidly with 
time. H. K. 

Artificial Zymogens. TV. Inactivation and Reactivation 
of Takadiastase. Martin Jacoby and T. Shimizu (Biockem. Z. } 
1022, 128, 95— 99).— Diastase solution is not inactivated by con- 
tact with metallic iron, nickel, copper, or cobalt. Inactivation 
by mercuric chloride is temporary, being restored by potassium 
cyanide. H. K. 

Adsorption of Ferments and Zymogens. I and II. Martin 
Jacoby and T. Shimizu ( Biockem . Z., 1922, 128, 100—102, ] 03— 
107).— I. Tribasic calcium phosphate partly adsorbs urease, but 
does so more completely in the presence of electrolytes. Urease 
inactivated by nickel or cobalt is completely adsorbed and is re- 
activated by potassium cyanide. Dibasic calcium phosphate has 
no action. 

II, - Urease solution treated with an alcoholic solution of choles- 
terol and filtered loses activity, the precipitate being very slightly 
active and the filtrate slightly active, but having its activity 
restored by glycine or scrum. An inactivated urease (by nickel), 
v hen treated with cholesterol and filtered, passes unchanged into 
the filtrate and is reactivated by glycine or potassium cyanide. 

H. K. 


The Influence of Cobaltammines on the Action of Catalase 
and Amylase. Eberiiard Funk (Biochem. Z., 1922. 128. 108— 
118) Hoxamminecobaltic chloride, nitropcntamminecobaltic chlor- 
ide, dinitr o tetrainminecoba It ic chloride, trinUrotriamminccobalt, 
potassium tetranitrodianiminecobaltate, ami sodium cobalt initrite 
inhibit the action of catalase, the inhibition increasing with decrease 
in the number of ammonia groups. J n the presence of a phosphate 
puller, r u about 7, the earlier members of the series no longer 
inhibit. Unlike catalase, amylase (takadiastase) lias its action 
accelerated by this series of complex salts. H. lv. 

Preparation of Derivatives of 3 : 3'-Diamino-4 : 4 -dihydr- 
oxyarsenobenzene. Georg Speyeb-Haus (Brit, Fat. 155577) — 

obST °V Sal T arSan which are “tabic in aqueous solution are 
.sulnlmvvl^ together equal weights of the methylene 

e u 0f -dia.mino-4 : 4'-dihydroxvarsenobenzene and 
sou um salt or the complex silver compound of the sodium salt, 
the compounds are thereby formed is proved by 
Yol Cxxi j resU tm ^ S0 ^ U ^ 0US 110 longer give precipitates with 
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carbon dioxide, and the silver solution gives no precipitate with 
sodium chloride. The solutions keep unchanged for many hours 
without formation of any precipitate or increase in toxicity or any 
loss of therapeutic activity. 

Aromatic Compounds of Antimony. V. DiSering Be- 
haviour of Lithium Hydroxide from that of Sodium or 
Potassium Hydroxide in the Hydration of Pol^neric Aryl- 
stibinic Acids. Hans Schmidt (Ber., 1922, 55 [B], 69/-~;01 ; 
cf A 1920, i, 900).— It has been shown previously that a solution 
of trimeric ’phenylstibinic acid appears to be neutralised initially 
by one molecular proportion of sodium hydroxide (indicator, phenol, 
uhthalein) but that in course of time further quantities of alkali 
hydroxide are required until, finally, nearly three molecular 
proportions have been added. The phenomenon has been regarded 
as a fission of the trimeric to the monomeric form. Potassium 
hydroxide resembles sodium hydroxide in its behaviour, but tile 
acid appears capable of neutralising only a markedly smaller pro- 
portion of lithium hydroxide, with »Wch hydration ^ems only to 
proceed to the dimeric stage: (PhSb0 2 ) 3 - ( Ph&bOjjk+PhSbO,. 
»-Aminophenylstibinic acid resembles the parent acid closely m 
its behaviour. On the other hand, p-chloro-, m-mtro-, and p-ch oro- 
m-nitro-phenylstibinic acids arc hydrated by lithium hydroxide in 
the same manner as by sodium hydroxide. A satisfactory explan- 
ation of the differing behaviour of the various alkali hydroxides 
cannot at present be given. H.vf. 


Physiological Chemistry. 


Comparative Investigations on the Blood Sugar Content 
of the Arterial and Venous Vascular Systems. Karl Turban 
(Z vhvsiol Chem ., 1922, 119, 4-10).-The sugar content of the 
arterial and venous blood of starving and fed dogs was studied. 
Generally the arterial blood showed a higher sugar content than 
venous blood. 

Blood Sugar. I. A Critical Survey of the Methods of 
Estimation of Blood Sugar and of the “ Threshold Concept. 

Max Rosenberg (Arch. expt. Path. Phurm., 19 i 2 , 92, LA 16 ). 
The methods dealt with arc those of Bang and of Bertrand, 
sources of error are considered and stress is laid on the im P“ 
of making the estimations under basal physiology 1 
and on the advisability of estimating the sugar of the plasma 

rather than that of the whole blood. , Wcnn . 

Frorn a consideration of the available literature the author con 
eludes that the threshold value is not a constant in any mdiv , , ’ 
but varies with the physiological needs of the organism as a«no . 
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Influence of Amino-acids and Fatty Acids on the Regulation 
of the Blood Sugar. Leo Pollak (Biochem. Z., 1922, 127, 
120-136)- — Subcutaneous injection into normal rabbits of 1 gram 
0 f glycine, alanine, or asparagine produced hyperglycemia, as also 
does Witte peptone, but not leucine. Hyperglycemia is also pro- 
duced by saturated fatty acids with an uneven number of carbon 
atoms those with an even number being inactive. Previous or 
simultaneous injection of ergotamine (Sandoz) completely inhibits 
the hyperglycaemia. The effect is in each case attributed to mobil- 
isation of glycogen due to stimulation of the sympathetic nerve- 
endings. H. K. 

The Ammonia Content of Blood. Thomas P. Nash, jun., 
and Stanley R. Benedict (J. Biol. Chem 1922, 51, 183 — 18o). — 
Further experiments are described confirming the conclusion that 
ammonia is formed by the kidney (cf. this vol., i, 191). E. S. 

The Amino-acid Nitrogen Content of the Blood. Seizaburo 
Okada and Toworu Hayashi (J. Biol Chem., 1922, 51, 121— 
133 ) — Estimations were made of the amino-acid nitrogen content 
of the blood in certain pathological cases, and in animals under 
experimental conditions. No increase was observed following 
subcutaneous injection of adrenaline or pituitrin or removal of 
the thyroid gland. Increases were, however, observed after injec- 
tion of pilocarpine and after removal of the kidneys, whilst complete 
removal of the pancreas produced a transient rise. The amino- 
acid content of human blood varies with the number of white 
corpuscles, in which the amino-acids appear to be concentrated. 
It is suggested that the nuclei are responsible for this concentration. 

E. S. 

The Effect of Carbon Monoxide, Illuminating Gas, and 
Benzene on Blood Coagulation Time. H. S. Forbes and Louise 
IIompe (J. Ind. Hyg., 1921, 3, 213 — 216). — Experiments showed 
no constant change of coagulation time in the blood of cats gassed 
with these gases. The prothrombin content of the blood w r as 
unaltered ; there was no evidence of haemolysis or of blood destruc- 
tion. The condition of coma found in fatal human cases of illumin- 
ating gas poisoning could not be duplicated in cats. They died in 
the gas or recovered entirely. Chemical Abstracts. 

Separate Analyses of the Corpuscles and the Plasma. 

Hsira Wu (J. Biol. Chem., 1922, 51, 21— 31).— The system of 
blood analysis developed by Folia and Wu (A., 1919, ii, 308; 
A-i 1920, ii, 337) may be applied to the corpuscles and plasma 
separately. From the results of analyses of normal human blood 
the following approximate ratios, representing the concentration 
in the plasma to that in the corpuscles, are given for the various 
constituents : urea 1 : 1, sugar 1:1, uric acid 2:1, chloride 2:1, 
amino-acids 1 : 2. Creatine is practically absent from the plasma, 
whilst undetermined non-amino-nitrogen, which, it is suggested, 
represents peptides and peptones, is confined almost entirely to 

s 2 
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the corpuscles. These and other results indicate the desirability 
of substituting plasma analysis for whole blood analysis. E. S. 


Fixation of Quinine by Corpuscles and its Action on Cell 
Respiration. P. Ron a and E. Bloch ( Biochem . Z., 1022, 128 
169 — 184 ; cf . A., 1922, i, 65). — The red blood-corpuscles of birds 
and of mammals are permeable to quinine and its salts, but yeast, 
cells are only permeable to quinine. On the respiration of cor- 
puscles, the base alone has an inhibitory action, the first effect 
being to accelerate respiration, followed by inhibition of respiration 
until an equilibrium is reached where the respiration attains a 
constant value with time. At this point the inhibition is pro- 
portional to the concentration of the quinine. H. K. 


The Non-haemoglobin Nitrogen Content of Corpuscles, 
a Contribution to the Nitrogen-metabolism of Tissues' 
Rudolf Schoen {Biochem. Z., 1922, 128, 293 — 309). — The author 
has estimated the nitrogen content, by Bang’s micro-Kjeldahl 
method of analysis, of washed and defibririated blood-corpuscles 
of normal and pathological eases. The haemoglobin content, the 
volume, and the number of the corpuscles have been estimated 
simultaneously. As the nitrogen content of hremoglobin is known 
an approximate value for the non-hsemoglobin nitrogen can be 
obtained. For normal men, one million corpuscles contain 
0-00563 mg. of nitrogen, for women 0-00527. The value is not 
subject to much variation. H. K. 

The Glycogen Content of White Blood-corpuscles. J. de 

Haan {Biochem. Z., 1922, 128, 124 — 143). — By means of a micro- 
method for the estimation of glycogen depending on the use of 
Pfluger’s method and Bang’s method for the estimation of the 
dextrose produced on hydrolysis, the author has examined the 
glycogen content of the leucocytes with special reference to their 
iodophilic properties. The glycogen content of leucocytes from 
serous exudates from rabbits and goats is between 1 and 2%, 
and is uninfluenced by injections of starch or dextrose. In vitro, 
however, the glycogen content of leucocytes quickly falls off, due 
probably to lysis, unless fixed by some reagent, when it becomes 
resistant to diastase. The normal leucocytes of the blood of the 
horse and of the pig contain about 1% of glycogen, which is the 
sole glycogen in the blood.. H. K. 


Comparison of the Viscosity and Velocity of Ultra-filtration 
of Serum. Alexander Blunder, and S. M. Neusciilosz [Bio- 
chem. Z., 1922, 127, 241-254).- A comparison of the relative 
viscosities of scrum-Ringer solution mixtures and their relative 
velocities of ultra-filtration shows a relationship to exist but no 
exact inverse proportionality. With increasing P n of the solution, 
the velocity of ultra-filtration falls off and the viscosity increases. 
Anions increase the viscosity of inactivated horse-serum in the 
order citrate > sulphate > acetate > Cl > Br > 1 > SCN. The presence 
of small quantities of caffeine may raise ot depress the viscosity 
depending on the P n of the solution. a. 



PHYSIOLOGICAL CHEMISTRY. 


i. 485 


Water and Ionic Distribution in the Organism. Heinrich 
Reichel (Biochem, Z. } 1922, 127, 322 — 326). — The change of 
colour of a dialysed serum solution, containing methyl- orange on 
addition of sodium chloride is attributed to a new distribution 
of the indicator between what the author regards as practically 
anhydrous cmulsoid phase and the aqueous solution. H. K. 

The Influence of Radiations on the Hydrolysis of Fats. 

Ludwig Pincitssen and J. L. Anagnostu (Biochem. Z., 1922, 
128, 268—273). — Butyrin or tributyrin in aqueous solution, ex- 
posed to the light of an arc or incandescent lamp, with or without 
the addition of sensitising dyes (cosin or methylene- blue) are 
unchanged, as is shown by measurements with the viscostalagmo- 
meter. The hydrolytic action of normal rabbit’s serum on butyrin 
or tributyrin falls off slightly on exposure to an incandescent 
lamp, hut is unchanged under Rontgen radiation. Experiments 
on exposure of rabbits to various sources of radiation arc interpreted 
in a somewhat similar manner. H. K. 

Distribution of Enzymes in the Alimentary Canal of ‘the 
Chicken. Robert Henry Aders Plimmer and John Lewis 
Rosed ale ( Biochem . J., 1922, 16. 23 26). — In the crop of the 
chicken diastase, lactase, and a weak peptic enzyme arc present; 
in the proventrieulus, a peptic enzyme ; in the pancreas, diastase, 
lipase, and proteoclastic enzymes which act in neutral, acid, and, 
particularly, alkaline media; in the whole intestine, invert ase, 
diastase, and peptic and tryptic enzymes; in the duodenum, 
peptic and tryptic enzymes; and in the ca?ca, diastase. 

W. 0. K. 

Intestinal Saccharase. E. Knaffl-Lenz ( Z . physiol. Chan., 
11)22, 119, 60 65).- -The surviving intestine of the rabbit can invert 
sucrose. The inversion, velocity is of the same order of magnitude 
as that obtained by Euler and Svanbcrg with minced pigs intestine. 
The inversion velocity is one-half the normal after the intestine is 
irrigated, which shows that the enzyme is secreted by the cells 
in the intestine. S. S. Z. 

The Role of Acid in Carbohydrate Metabolism. V. The 
Action of Acid and Alkali on the Carbohydrate Metabolism 
of Yeast-cells. H. Elias and St. Weiss (Biochem. Z.. 1922. 127, 
1- 12). — By treatment with acid, the glycogen content of yeast- 
cells remains unaltered, but with alkali the glycogen increases 
and at higher concentrations of alkali passes into the surrounding 
fluid. The increase of glycogen is not at the expense of the sugar, 
hut of protein, as is demonstrated by the increase in jion-preeipitablc 
nitrogen. " H. K. 

Carbohydrate Metabolism. III. A Study of Urinary 
Sugar Excretion in Twenty-six Individuals . 1 sa af N e i wirt u 
y.Biol. Vhem., 1922, 51, 11 — 16).— An extension of work previously 
described (Benedict, Osterberg, and Xeuwirth, A., 1918, i, 322) to 
a * ai ® cr number of individuals! E. JS. 
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The Relations between Fats and Carbohydrates. Hass 
Mit lleb ( Helv . Chim. Ada, 1922, 5, 163-166).-Whilst much light 
is thrown on the metabolic relationships of carbohydrates to p ro . 
teins by the interconversions of alanine and lactic acid (Neuberg 
and Langstein, Arch. Anat. Physiol , 1913, Supply 514; Embden 
and others, A, 1911, ii, 53; 1912, ii, 278, 279), less is known in 
regard to the fats, which mostly contain an even number of carbon 
atoms, and of which [3-oxidation furnishes only compounds con- 
taining two carbon atoms. It is probable, however, that l. 
oxidation may occur (Spiro, this vol., i, 489) furnishing, for 
example, succinic and butyric acids. The organism contains an 
oxydase by which succinic acid can be converted into fumaric 
acid (Battelli and Stern, A., 1911, ii, 132); the latter has been 
detected in fresh meat (Einbeck, A., 1914, l, 773) and is now 
stated rapidly to furnish carbon dioxide and lactic acid when its 
sodium salt is treated with fresh yeast. This observation explains 
the “ gluconeogcny ” arising from succinic and fumaric acids 
(Cremer, Berl Bin. Wock 1913, 50, 1457). The formation of 
lacffic acid from succinic acid is to some extent analogous to that 
of acetone from butyric acid. Since acetone may also be produced 
from proteins (Friedmann, A., 1908, ii, 719; 1913, i, 1277), and 
succinic acid is an oxidation product of glutamic acid (Neuberg 
and Ringer, A., 1915, i, 1046), the question arises as to whether 
the above observations arc not applicable to the question of protein 
metabolism. 


The Biological Difference of Stereoisomerides. A. Jtjxg 
and H. Muller (Helv. Chim . Acta , 1922, 5, 239— 243). -Fumaric 
acid, but not its stercoisomeride, maleic acid, can give rise to gw- 
coneogeny ” (Cremer, Berlin. Bin. Woch. t 1913, 50, 14o7). Fui 
the formation of lactic acid (into which fumaric acid is convertible 
by a carboxylase in yeast), in the organism of starving dogs suffering 
from phosphorus poisoning is suppressed in favour of gluconeogcny 
by administration of phlorricin. The connexion between the con- 
version of fumaric acid into lactic acid and gluconeogcny is borne 
out by the fact that yeast has no action on maleic acid. Ibis, 
rather than their relative toxicitics (Cremer, loc. cit.), is the cause 
of their different gluconeogenetic properties. Further, it is shown 
that whilst fumaric acid facilitates fermentation, maleic acid 
inhibits it. Malic acid is fermented even more rapidly thanfumaric 
acid, a fact which supports the view, arrived at from other con- 
siderations, that the latter, rather than the former, represents the 
primary product of the metabolism of succinic acid. 1 ■ 

that |3-hydroxybutyric acid is easily fermented whilst j 
acid is unchanged points to the same conclusion. Acr^n 
cinnamic acids are unaflectcd by yeast. • 1 

Reductions and Oxidations and a Coupled Reaction m 
the Intermediary Metabolism of the Animal Bwiy. 
Knoof (Biochem. Z„ 1922, 127, 200-209).-When «-amm ^ 
phenylbutyrie acid was administered orally to a dog, the • • 

derivative^ was excreted in the urine in proportionate mm 



PHYSIOLOGICAL CHEMISTRY. 


L 487 


If there be administered simultaneously pyruvic, butyric, or acetic 
acid the increase of acetylated product is respectively 50%, 18%, 
nil. Pyruvic acid is therefore the acety lating agent* of the body! 
The amino-acid is oxidised to an imino-acid which combines with 
Joss of carbon dioxide to yield the acetyl derivative of the amino - 
acid. H. K. 

Observations on Sugar Synthesis. I. J. K. Parnas and 
Richard Wagner ( Biockem . Z. y 1922, 127, 55— 65).— A nine- 
year-old girl with a liver tumour had an abnormal sugar metabolism 
as indicated by negligible content of sugar in the blood after a 
fast (morning) and a urine rich in acetone. After a meal rich in 
carbohydrate the blood sugar rose to as high as 0*4%. This 
lasted a considerable time with absence of ketonuria, but with 
pronounced glycosuria. Administration of adrenaline showed no 
effect on the normal sugar content, but feeding with the following, 
proteins, glycine, alanine, glutamic acid, calcium lactate, caused 
an increase of sugar in the blood to about 0'1%. Administration 
of fats in the aglycaemic condition failed to produce sugar in the 
blood. H. K. 


Metabolism of Sulphur. IV. The Oxidation of Cystine 
in the Animal Organism. Howard B. Lewis and Lucie K. 
Root ( J . Biol. Chem., 1922, 50, 303 — 310). — The administration 
of phcnylcarbamido-cystine, both orally and subcutaneously, to 
rabbits was found to produce an increase in the unoxidised sulphur 
content of the urine. Using cystine under the same conditions, 
no such increase was observed, the sulphur in this case being 
eliminated as sulphate. Protection of the amino-group thus 
prevents oxidation of the cystine molecule, a result which indicates 
that deamination precedes, or is connected with, oxidation of the 
sulphur. A slight increase in the sulphate content of the urine 
which was observed after oral administration of phenylcarbamido- 
cystine is attributed to bacterial action. E. S. 


The Transportation, Retention, and Excretion of Carbo- 

lQM*!? 8, ° TT0 Foltn and Hil,)IN,j Rekgi.vm) (J. Biol Chem., 
191.2, 51, 213 273). — A critical review of the more important 
literature of the subject is given. In the experiments performed, 
estimations were made of the sugar content of blood and urine 
alter ingestion of various carbohydrates. Lower values than 
‘ ose § lven by other investigators were obtained for blood sugar, 
a result which is attributed to the absence from the subjects 
employed of emotional complications. With the exception of one 
case or renal glycosuria (subnormal renal threshold), and in the 
affow? ■ emo f* ona l hyperglycemia, no glycosuria was obtained 
iji ... . le in S e $tion of pure dextrose in amounts up to 200 grams. 
<rlvn? Wm -^ ordinary carbohydrate meal, however, a definite 
glycuresis (Benedict, Ostcrberg, and Neuwirth, A., 1918, i, 322) 
of ' v Spk was f° ui *d to be independent of the level 

eyf .. sl JS ar * This, apparently, is due to the absorption and 
n of sugars other than dextrose and lsevulose, of unusable 
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materials present in food or produced from it during preparation, 
and to products of endogenous metabolism. The sugar oi norma] 
urine thus consists of a variety of carbohydrate products and 

derivatives. , , . , , . t ^ , 

A renal threshold analogous to, but independent ot, that of 
dextrose exists for laevulose, but not for galactose or lactose. The 
utilisation of galactose depends on the amount of dextrose available. 

The failure of sugar to accumulate in the blood is considered 
to be due, in the first place, to absorption by the tissues rather 
than to glycogen formation. When the tissues are well supplied, 
the need for sugar transportation ceases. Hypoglycemia is prob- 
ably a reflection of this, and is thus a normal consequence of 
carbohydrate ingestion. 

The distribution of blood sugar between plasma and corpuscles 
is almost uniform during fasting, but varies irregularly at other 
times Hydrolysis usually diminishes the sugar content of the 
plasma and increases that of the corpuscles. The latter, therefore, 
probably contain polysaccharides. E. S. 

The Value of Gelatin in Relation to the Nitrogen Require- 
ments of Man. Robert Robison ( Biochem . J., 1922, 16, 111— 

13(0 On a diet practically free from nitrogen, a certain minimum 

amount of nitrogen, derived from the tissues of the body, is used 
and excreted. If a diet otherwise equivalent but containing 
nitrogen in the form of gelatin be given there is a saying in the 
bodv-nitrogen so used. By feeding on diets contaimng, in the 
aelatin 4*88 grams, 7*54 grams, and 12*00 grams of nitrogen per 
day the author has found, after making certain allowances, a 
saving of between 11 ’9 and 15*9%, 0 and 5 3%, 8*1 and 14 j 
respectively, of the minimum body-nitrogen. 

The ratio of the nitrogen balance (nitrogen intake minus nitrogen 
output in urine) to the creatinine nitrogen is found to be fairly 
constant, and to be equal to that ratio as determined by McCollum 
(A., 1912, ii 5 72) for the pig. vv * u * 

Conditions of Inactivation of the Accessory Food Factors. 

Sylvester, Solomon Zilva (Biochem. J I92-, 16, - )• “ 

accessory food factors in cod liver oil and m decitrated lemon 
juice arc easily destroyed by ozone at t be ordinary temperate, 
whereas autolysed yeast retains its acUvity under exposmefo 
ozone. Passing air through decitrated lemon juice at the ordinary 
temperature, or through cod liver oil at 120 , destroys then act 
factors*' Ultra-violet rays have no effect on the accessory tod 
factors in the absence of air. The effect of boding is app-uc k 
duo to oxidation as the potency of decitrated lemon juia b 
destroyed by boiling in an atmosphere of carbon dm. le. 
also retains its activity to a very considerable intent frfta * 
lysis for five hours by 2A'-hydrochlonc acid in an , 0 K. 

carbon dioxide. ' 

Calcium in Egg-shell Formation. 0. T) - 

Martin, W. C. Piero*, mid A . M. Peter U . ^that heas can 
51 54 ). — The experiments described indicate that 
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utilise calcium carbonate for the production both of egg-shell and 
bones, whilst tricalcium phosphate can be utilised for the latter 
purpose only. E. 8. 

Chemistry of Normal and Abnormal Pregnancies. J. A. 
Killian and Carl P. Sherwin {Amer. J. Obstet. Gynaecol, f 1921, 2, 

P 2 _ In nephritic toxemias there is an increase in the non- 

urotein and urea nitrogen of the blood, and more than 50% of 
the non-protein nitrogen is in the form of urea nitrogen. In normal 
pregnancies the urea nitrogen amounts to about 44% of the non- 
protein nitrogen, and for both the values are low. Normally in 
pregnancy the uric acid, creatinine, chloride, and sugar concen- 
trations of the blood are not changed as compared with non-preg- 
nant women. The carbon dioxide-combining power of the blood 
plasma is slightly increased late in pregnancy. In pernicious 
vomiting and eclampsia the non-protein nitrogen is greatly increased 
but the urea nitrogen amounts to but 15 to 38% of the non-protein 
nitrogen. Uric acid is increased. Chemical Abstracts. 

Blood Chemistry in Normal and Abnormal Pregnancy. 

Wm. E. Caldwell and Wm. G. Lyle {Amer. J . Obstet. Gynvecol, 
1921, 2, 17 — 34). — Comparative values arc given as follows : 

Hat in : 

Non-protein Yroa Urea X : 


N. X. Creatinine. Uric acid. Non-protein X, 

Non-pregnant 35 mg. 18 mg. 2 mg. 3 mg. 50% 

or less or less or loss or less 

Normal pregnancy 29*(>9 11*51 1 05 1*73 39% 

Eclampsia and toxemia... 49*7 20 2*17 6*19 52% 


Chemical Abstracts. 

Lipoids of the Crystalline Lens. M. Goldschmidt [Biochem. 
Z., 1922, 127, 210 — 213). — The dried and powdered crystalline 
lens of the human eye at various ages was extracted successively 
with alcohol, light petroleum, acetone, and benzene. The light 
petroleum fraction consisted of cholesterol. The alcohol-soluble 
fraction was separable into substances no longer soluble in alcohol, 
cholesterol, and a phosphatide. Graphs are given showing the 
variations in cholesterol, phosphatide, acetone-soluble substances, 
and benzene-soluble substances with age. II. K. 

The Cleavage Products of the Crystalline Lens. Yosm- 
zumi Hi.tikata [J. Biol. Chem 1922, 51, 155 — 164). — The following 
percentages of amino-acids, calculated on the ash- and water-free 
substance, were isolated from the hydrolysis product of the crystal- 
line lens of the ox : Alanine 4*7, valine 1*0, leucine (VS, aspartic 
acid 1*4, glutamic acid 15-5, lysine 1*0, arginine 3*3, phenylalanine 
1*9, tyrosine 4*5, proline 2*2, histidine 1*0. A positive test was 
obtained for tryptophan. Adenine, identified by the melting 
point of its picrate, was also present, but no other purine bases 
were isolated. K. S. 

Lyotrope Series and [3-Oxidation. K. Spiro [Biochem. Z., 

922, 127, 299 — 311). — Experiments on the isolated frog’s heart 
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show that anions affect the action of potassium. Potassium com. 
bined with thiocy an- anion is more toxic than with chloridion and the 
latter more so than with acetanion. Calcium chloride inhibits 
the toxicity of potassium chloride but not that of potassium thio- 
cyanate. The primary toxic action of methyl and ethyl alcohols on 
the frog s heart is equivalent, but whereas the action of ethyl 
alcohol can be inhibited by washing out, that of methyl alcohol 
is almost unaffected. H. K. 

Localisation of the Degradation of Fats in the Body. 

Julius Baer (Biochcm. Z., 1922, 127, 275 — 285). — Injection of 
butyric acid into the lymph sac of frogs is followed by excretion 
of small quantities of acetoacetic acid. This acid and butyric 
acid are destroyed to a considerable extent by normal frogs and 
by frogs with extirpated livers. (3-Hydroxybutyric acid is oxidised 
by both types of frogs to acetoacetic acid. * H. K. 

Liver Function. III. Phenol Conjugation as Influenced 
by Liver Injury and Insufficiency. K. F. Pelkan and G. H. 
Whipple [J. Biol. Chem., 1922, 50, 513—526; cf. this vol., i, 86) ~ 
Experiments on dogs in which p-cresol was ingested before and 
after injury to, or exclusion of, the liver, the percentage conjugation 
which occurred being estimated in each case, indicate that con- 
j ugation of phenols is a function of the liver and of no other organ 

E.S. 

Oil from the Liver of Acanthias vulgaris. T. Lexow (Chan, 
Umschau, 1922, 29, 59 — 60). — The oil from the ‘liver of Acantfim 
vulgaris is almost water-white and has a faint, not unpleasant 
odour. When kept at 15°, some stearin is deposited. The follow- 
ing numbers were obtained: d)* f 0*9125; acid number, nil; 
saponification number, 156*4; iodine number (Wijs), 110*1; 
unsaponifiable matter, 12*31%; fatty acids, 79*28%; glycerol, 
8* 18%. The fatty acids freed from unsaponifiable matter had 
m. p. 27*8°; acid number, 177*8; saponification number, 189*5 ; 
mean molecular weight, 296*1. The unsaponifiable matter is soft 
and crystalline: iodine number, 72*9; m. p. 61*3 — 85°. It is 
soluble in an equal weight of lukewarm alcohol and crystals arc 
deposited at .—5°. The cholesterol test is given, but the acetate 
melts under 100°. The presence of higher alcohols or of squalene 
is not indicated. H. C, R. 

Permeability of the Glomerulus Membrane for Stereo- 
isomeric Sugars, with Special Reference to Galactose. 

H. J. Hamburger (Biockem. Z. } 1922, 128, 185 — 206),— Perfusion 
experiments on the frog’s kidney with the Hamburger-Brinkman 
modification of Ringer’s solution (increased calcium content) and 
containing various hexoses and pentoses in solution showed that 
1-mannose, Z-arabinose, Z-glucose, d-mannose, d-glucosearame, a™ 
d-arabinoso passed through the m embrace completely, whereas 
d-galaetose, Z-xylose, d-ribose, and d-xylose were partly retained 
and d-glucose completely. Whatever the concentration of u- gal- 
actose, about one-half is always retained, and about 30% of Z-xylosc. 
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The tentative explanation adopted is that in the case of partial 
retention of the sugar only one form, a or [3, can pass the membrane 
and in the. case of d-glucose, neither modification can pass. Experi- 
ments on the a- and (3-glucosides are foreshadowed. H. K. 

Change of Permeability with Special Reference to Stereo - 
isomeric Sugars. H. J. Hamburger (Biochem. Z., 1922, 128, 

214). The author discusses the importance of calcium on 

the permeability of membranes, with special reference to the 
work of Clowes (A., 1916, i, 583) on the change of a water-oil 
emulsion under the influence of calcium ion from a continuous 
water phase to a continuous oil phase. The former would be 
permeable to glucose, the latter impermeable. This gives a 
picture of the glomerulus membrane, the permeability of which 
mav he likewise influenced by increasing or decreasing amounts 
nf calcium and also by other substances, for instance, phloridzin. 

H. K. 

Physiology of the Glands. LIII. Function of the Spleen 
under Normal and Increased Oxygen Requirements. Leon 
Asher and Ernst Bernet (Biochem. Z., 1922, 128. 251—267). — 
A comparison has been made of the daily excretion of ammonia 
and total nitrogen in the urine of normal rabbits with the excretion 
in the case of rabbits, (1) with extirpated spleen, (2) suffering from 
lack of oxygen (with artificial pneumothorax), (3) with extirpated 
spleen and suffering from lack of oxygen. Extirpation of the* 
spleen causes ai> increased excretion of nitrogen which is still 
greater where the respiratory surface of the lungs is diminished. 

H. K. 

The Function of the Thyroid Gland in the Regulation of 
Temperature and in the Metabolism of Fever. E. Grafe and 
E. von Redwitz (Z. physiol. Chcm., 1922, 119, 125 — 138). — The 
thyroid gland has no influence on the regulation of the body tem- 
perature of the dog or on the metabolic functions during fever in 
this animal. S. S. Z. 

The Influence of the Thyroid Gland on Metabolism, with 
Special Reference to Heat-regulation. Paul Sciienck (Arch, 
apt. Path. Pharm ., 1922, 92, 1 — 21).— A study of the respiratory 
quotient in starvation experiments with normal and thyroid- 
ectomised animals indicates that the effect of the thyroid hormone 
on metabolism is qualitative rather than quantitative. The author 
states that the metabolism-regulating hormone of the thyroid is 
free from protein and almost free from iodine. He regards the 
heat regulation during muscular rest as being brought about, not 
hy direct nervous stimulation of the heat centre, but indirectly 
hy means of the thyroid hormone, and possibly also by the hormones 
of the other ductless glands. C. R. H. 

Tethelin — the Alleged Growth-controlling Substance of 
the Anterior Lobe of the Pituitary Gland. Jack Cecil Drum- 
Mu and Robert Keith Cannan (Biochem. J., 1922, 16, 53— 
59).— Tethelin, which Robertson (A., 1916, i, 350) claims to have 

.«* 2 
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isolated from the anterior lobe of the pituitary gland, is apparently 
a mixture, chiefly of substances of the lipoid class. 

Robertson’s deductions as to the effect of tethelin and of the 
anterior lobe of the pituitary on growth are not warranted. 

W. 0. K. 

The Pharmacology of Cell Respiration. Philipp Ellin gtr 
(Z. physiol. Chan., 1922, 119, 11 — 38). — The endocrine glands 
contain products of protein degradation which can support the 
respiratory function of the erythrocytes of the goose. The presence 
of specific substances could not be demonstrated in these tissues. 
Urea increases whilst quinine decreases the velocity of oxidation 
of the erythrocytes of the goose owing to the increase and decrease 
in the absorptive surface produced by the respective substances 

s. s. i 

Change of Choline Content of the Frog's Musculature 
through Electric Stimulation. E. Geiger and 0. Loewi 
(Biockem. Z., 1922, 127, 174 — 180). — Faradic stimulation of frogs 
muscle leads to an increased choline content as estimated bv a 
slight modification of Reid Hunt’s method. The source of choline 
is possibly hydrolysis of lecithin. H. K. 

Formation of Phosphoric Acid in the Contraction of Frog's 
Muscle. Gustav Embden and Heinz Lawauzeck (Biochm. Z., 
1922, 127, 181—199; cf. A., 1921, i, 529).— A comparison of the 
free phosphoric acid content of the two gastrocnemius muscles of 
frogs, submitted to faradic stimulation for short but different 
lengths of time shows that the free phosphoric acid very readily 
disappears, re-forming laetacidogen. H. K. 

The Amino-acids of Flesh. The Diamino-acid Content 
of Rabbit, Chicken, Ox, Horse, Sheep, and Pig Muscle. 

John Lewis Rosedale (Biockem. J., 1922, 16, 27 — 30).— Estim- 
ations have been made by the Van Slyke method of the diamino- 
acid content of the flesh of the rabbit, chicken, ox, horse, sheep, 
and pig. The red meats show a higher lysine content than the 
white meats. W. 0. K. 

Swelling Processes in Subcutaneous Tissues. P. Mouawttz 
and G. Dexecke (Biockem . Z., 1922, 127, 47— 54),— Agar tablets 
which have increased in weight up to 30% by immersion in serum 
or Ringer's solution, when introduced into the subcutaneous tissues 
of normal rabbits for twenty-four hours, lose in weight, but in 
the tissues of animals suffering from an artificial incipient oedema 
there is a slight increase in weight. Attempts to explain this 
through change of P u or osmotic pressure of the fluids were not 
successful. H. K. 

Synthesis of Amino-acids in Animal Organisms. I 
Synthesis of Glycine and Glutamine in the Human Organ- 
ism. George J. Siiifle and Carl P. Sherwix [J. Amer. Cheui 
Sac., 1922, 44, 618— 624).— It has been shown that man w 
synthesise glycine at the expense of carbamide, as do the lower 
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animals. The synthesis of glutamine at the expense of carbamide 
nitrogen is now also demonstrated in the case of man. The two 
amino-acids may be built simultaneously as readily as cither 
compound alone. The carbamide nitrogen dropped from about 
75% of the total nitrogen to 28%, and during a portion of a certain 
(lay to 12%, whilst these amino-acids were being synthesised in 
the organism. After feeding a moderate close of benzoic acid, 
glycine for its detoxication is built within six hours, but for the 
detoxication of a corresponding (lose of phony lacctic acid a .some- 
what longer period of time is required for the synthesis of 
glutamine. \y. 

The Zinc Content of the Organs of the Rabbit and of some 
Vertebrates. Gabriel Bertrand and K. Vladesco {Bull jS toe. 
dim., 1922, [iv], 31, 268 — 272).— In continuation of previous work 
(A., 1921, i, 382, 907), the authors record the zinc content of 
numerous organs of the rabbit and of certain organs of other 
vertebrates, such as the calf, bullock, sheep, chicken, etc. In 
general, the organs of birds are richer in zinc than those of mammals 
or fish. In the case of mammals or fish, the large organs such as 

muscle, liver, heart, etc., contain, on an average, 20 40 mg. of 

zinc per kilo, of fresh substance, whilst in birds the figure is about 
double this amount. In hen's eggs the zinc is entirely in the yolk, 
the white and shell of the egg being devoid of this metal. W. G. 

Vitamin Requirements of Drosophila . I. Vitamins-# and -C. 

Arthur William Racot and Arthur Harden [Bioclmn'J., 1922*, 
16, 148 152). The complete development of flies of the genus 
Drosophila requires the presence of vitamin- W, but not of vitamin-6', 
and of, at most, very small quantities of vitamin -4. W. 0. K, 

Occurrence of Manganese in the Tube and Tissues of 
Mesochwtopterus Toy tori, Potts, and in the Tube of Chaio- 
pterus rariopedatus, Renier. Cyril Berkeley (Block m. J 
1922, 16 , 70— 77).— Manganese is found in considerable quantities 
in the tube (0-03 0-07%) and tissues (O-002 — 0-015%) of Me-so- 
chaloptcrus Taylor i, and in the tube (04— 0-6%) o i Cltafopterus 
rariopedatus. It is probably to be regarded as a waste material 
and not of physiological importance. W. O. K. 

Hgexnotoxins from Parasitic Worms. Benjamin Schwartz 
[J. Ague. Research, 1921, 22, 379 — 432). — Certain worms parasitic 
on animals contain substances toxic to blood. The body-fluid 
and extracts of Ascaris lumbricoides contain a hemolytic agent which 
is tnermostabile and non-specific. It is not found in worms 
immediately after removal from the host, but appears in a few 
aays^aftcr keeping them alive in vitro. A substance is found which 

v nP !.ifil% COafiU i ^! 01 ?i and also a slll)star ice causing agglutination, 
in fh 01 ^ blood-cells. Haemolytic substances were found 
w r C i parasil ; ic worms UncyloMoma canimtm, Bustomum phlcboto - 
J/”’ ^nonchU'S contortus, Trichuris depressiuscula , and Thysano- 
aC in wide8), Normal blood-serum mav inhibit haemolysis by 
^agents. * G. W. R. 
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The Colouring Matter and Wax of the Blood Louse (Schfe 0 - 
neura lanitjera). Fb. N. Schulz (BiocUm. Z., W22 m 
Xi 2— 119).—' The woolly threads of wax which surround the blood- 
louse {a parasite of apple trees) have been examined, as well as 
the red juice obtained on crushing the insects, the alcoholic 
extract containing wax and colouring matter shows the spectrum 
and some reactions of cochineal contaminated by a second colouring 
matter, possibly a lipochrome. The wax, when purified, crystallises 
readily, has m. p. 48-49°, and gives 7—10% of glycerol and 76% 
of fatty acid. The latter acid has m. p. 30°, solidifies very readily, 
has a molecular weight 327, and has probably 20—22 carbon atoms 
in a branched chain. K. 

Do the Amino-acids occur in Cow’s Milk ? Yoshizu.mi 
Hijikata {J. Biol. Chem 1922, 51, 165— 170) —After removal 
of proteins and lactose from fresh cow’s milk, derivatives of the ’ 
following substances were isolated from the filtrate : lysme, arginine, 
histidine, guanine, adenine, choline. Evidence was also obtained 
of the presence of monoamino-acids. E. 8, 

The Effect Produced on the Composition of Milk by the 
Administration of certain Inorganic and Organic Substances. 

W Denis Warren It. Sisson, and Martha Aldrich (J . Biol . 
Chem., 1922, 50, 315— 322).— The experiments were performed on 
goats and the substances investigated were urea and calcium 
chloride. Ingestion of the former increased the urea content of 
both the blood and milk, whilst ingestion of the latter increased 
the chloride, but had no effect on the calcium content of these 
fluids. Intravenous injection of calcium chloride did not produce 
any change in the calcium content of milk. E. h. 

Fatty Acids of Butter. F. Frog and S. Sciimidt-^Wn 
(Biochem. Z., 1922, 127, 168 - 1 73). -Fractionation of the methyl 
and ethyl esters of the acids of butter fat prepared from the milk 
of cows fed on a standard mixed diet gave the following composition : 
acetic acid-a trace, butyric acid 3-4%, hexoic acid 3-3%, octoic 
acid 1-9%, decoic acid 3-0%, lauric acid 3-7 / 0 mynstic acid A- 9/o, 
palmitic acid 20-8%, stearic acid 6 - 2 / 0 oleic acid 27 '° t an J 
unidentified acids 9-8%. Some of the unidentified acids probably 
arise from the feeding materials. 

Effect of Loss of Carbon Dioxide on the Hydrogen-ion 
Concentration of Urine. E. K. Marshall, jun (J. Biol Men, 
looo 51 3—10). — The escape of carbon dioxide from acid urine 
produces’ no great change in the hydrogen-ion 
With neutral, alkaline, or dilute urines, however, an appreciable 
decrease occurs unless precautions are taken to prevent ^ 
of carbon dioxide. 

Carbonic Acid and Bicarbonate in Urine . James L. Gamble 
(J. Biol. Chem., 1922, 51 , 295 - 310 ).-The content of c arb° 
Lid in urine is nearly constant; that of bicarbonate, ho^ 
varies inversely as the hydrogen-ion concentration, W 
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acidity, there is consequently a rapid diminution in total carbonic 
acid. From these results the inference is drawn that the elirain 
ation of carbon dioxide in urine is determined by the carbon dioxide 
tension of blood plasma. Further, the reaction of urines more 
alkaline than P n is determined by the carbonic acid : bicarbonate 
ratio rather than by the ratio of the phosphates. PJ $ 

Acetaldehyde as a Constituent of Normal Urine. W. Stepp 
and Feijlgen (Z. physiol. Ckem,. } 1922, 119, 72—73) —The 
presence of acetaldehyde in normal human urine was demonstrate 
by the dimethyldihydrorcsorcinol reaction. The Stepp and 
Fricke “ silver method ” showed a content of 0*3 mg of acctalde 
hyde in 1 litre of the fluid. Precautions were taken to demonstrate 
that the acetaldehyde was not produced by the bacterial ferment- 
ation after collection and that the persons from whom the urine 
'was derived did not consume any alcohol. S S Z 

The Presence of Pyruvic Acid in Normal and Diabetic 
Urines. Robert Fricke (Z. physiol. Chem., 1922 119 qq_ 
Appreciable quantities of pyruvic acid cannot’ be demon- 
strated m either normal or diabetic urines. S S Z 

Meet of Severe Muscular Work on the Composition of the 
Urine. James Argyll Camtbell and Thomas Arthur Webster 
<«*»*• ’L 1922, 16, 106 -110). — The urine of a subjoct acc^ 
tomed to do 67,500 Mlogrammctres of work in five hours showed 
an increase in creatinine, undetermined nitrogen, neutral sulphur 
and lactic acid when an attempt was made to do 100 000 kilo* 
gramraetres of work in five hours. Acetone substances were 
present during part of the experiment. 

During such severe muscular work, the acidity and the ammonia 
and phosphate content are higher during the night than durinv 
’ th ? su lphur is evenly distributed, and the total nitrogen 
is higher during the day than during the night, as found in a previous 
research (cf. Campbell and Webster, this vol., i, 197). W O K 

Distribution of the Nitrogenous Constituents of the Urine 

19'” 16 ni r ° mi £*?•• f RoB T Ro » ISOS l Bioch ™- J- 

„„r-’ "> Ml— 133).— Estimations have been made of the 

Binary nitrogen (total, urea, ammonia, creatinine, uric acid) in 

the human being on a diet containing only about 0 3 cram of 

s . h0 "; agreement wi?h C ol 
n |a., UUo, 183 and 268) and others. \y q ^ 

add tk a ^ minist ’ ered c >ther orally" w 
of nitrogen in tho 1 S ’ » ame e ^ ect 011 excretion 

in amino- acid and d - e ', sma ^ ^oses, there is an increase 

and ammonia remain unrh^ whSkt total Ilitro ^ e11 

n unch anged. Larger doses produce an increase 
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in all four types of nitrogen both with fasting animals and with 
those maintained in nitrogen equilibrium. E. 

Lsevulosuria. Hermann K. Barrenscheen (Biochem. % 
1922, 127, 222 — 230). — Examination of the metabolism of a case 
of hevulosuria (female aged twenty-two) showed that dextrose and 
galactose were utilised completely, as was white bread. When 
laevulose was given in a single dose, 10% passed into the urine 
independently of the dose ; but where the administration was spread 
over a period, the excretion of he vu lose was much greater. The 
blood sugar increased from 0*1 to 0*2% on oral administration of 
50 grams of laevulose within forty-live minutes, falling olf to normal 
in six and a half hours. II. K. 

Acetonuria Produced by Diets containing Large Amounts 
of Fat. Roger S. Hubbard and Floyd R. Wright [J. Bid. 
Chem. , 1922, 50, 361 — 402). — Experiments were made on a number 
of normal subjects to determine the effect of diets rich in fat on 
the excretion of acetone compounds. Using as a basis for calcu- 
lation the conclusion reached by Shaffer (A., 1921, i, 754) that 
the minimum molecular ratio of kelogenic to antiketogenic sub- 
stance for the avoidance of ketonuria is unity, the authors conclude 
from their results that proteins and the glycerol portion of the fat 
molecule function as antiketogenic substances only to the extent 
that they produce dextrose in the organism. E. S. 

A Case of Unusual Acetonuria. Otto Porges (Biockcm. Z.. 
1922, 127, 293 — 298). — An account of a female patient who 
developed an acetonuria very rapidly after withdrawal of carbo- 
hydrate diet. H- K. 

Reduction Reactions in the Urine of Patients treated with 
Arsenobenzenes. A. Gaviati and T. Pavolini {Arch. Farm, 
sperm. Sci. off., 1921, 32, 1—10, 17— 26).— Aqueous solutions of 
arsenobenzene derivatives readily reduce alkaline bismuth and 
copper solutions. Solutions of these derivatives in urine reduce 
the bismuth solutions appreciably and the copper but slightly, 
respond to Abelin s test for amino-groups in all eases, and exhibit 
the presence of forma kleliyde when the derivatives contain the 
aldehyde group. The reactions given by the urines of patients 
to whom arsenobenzene preparations have been administered 
by injection are, excepting in cases of glycosuria, mostly the 
expression of physico-chemical modifications produced in the 
urine and only occasionally due to the direct action of the pre- 
parations on the reagents. The administration of silver-salvarsan 
may be followed by transitory symptoms of albuminuria, giycosuna, 
and urobilinuria. 1- *■ 

Bladder Calculus of Silicic Acid. A. Sen light {Pham. 
Zeit, 1922, 29, 316).— Stones found in the bladder of a wether 
were approximately spherical, of 1 — 6 mm. diameter, and ^ cr )’ 
hard. The amount of organic matter was very small, the major 
portion of the mass consisting of silica. 
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Chemistry of Amyloid Degeneration. Hans Dppinger 
'Biocherti. Z., 1922, 127, 107 — 11 1). — An amyloid tumour of the 
liver proved to be protein in nature, but free from sulphur and 
phosphorus. It was rich in diamino-acids and in tyrosine, but cystine 
and histidine were absent as also were carbohydrates. H. K. 

Zinc and Cancer. Paul Cristol ( Compt . rend, 1922, 174, 
Qg7— 889). — An examination of the zinc content of benignant 
Conjunctive tumours and malignant epithelial tumours show that 
the latter contain a much higher percentage of zinc than the former. 

W. G. 

Cancerous Anaemia. A. Robin and A. Bournigault [Bull 
acad. med , 1921, 85, 198 — 203). — Estimations of the iron content 
of the blood and tissues of normal and cancerous individuals 
indicate that in the latter there is a considerable decrease in iron, 
formal blood averages 0*439 gram ; that of cancerous persons 
0*257 gram, or a loss of 41%, In the tissues at the cancerous 
foci the difference in iron content amounts to 60%. Urinary 
elimination of iron in the non-cancerous averages 2*15 mg. as 
compared with 5*85 mg. for cancerous individuals. 

Chemical Abstracts. 

The Kidney Factor in Phloridzin Diabetes. Thomas P. 
Nash, jun. [ J . Biol. Ckem ., 1922, 51, 171 — 181). — In phloridzinised 
dogs there is a lower concentration of sugar in renal venous blood 
than in general arterial blood. These and other results indicate 
that phloridzin diabetes is not accompanied by ail active pro- 
duction of sugar in the kidneys, and confirm an increased per- 
meability of the renal epithelium. E. 8. 

Composition of a Rhinolith. L. Deb coquet ( J . Pharm . 
dim., 1922, 25, 305 — 306). — A rhinolith, taken from the nasal 
chambers of a young soldier, contained 79*5% of calcium phosphate 
and 10*7% of calcium carbonate, the remainder being material 
insoluble in hydrochloric acicl. It is of interest to note that the 
ratio of phosphate to carbonate is 7*43, a value which is very 
close to that for human bones. \V\ G. 

The Protein Requirement in Tuberculosis. W.m. S. McCann 
[Arch. Ini Med, 1922, 29, 33—58; cf. ibid., 1921, 28, 847).— In 
nine out of ten cases of tuberculosis, the minimum excretion of 
nitrogen was from 0 041 to 0 093 gram per kilo, per day ; in the 
tenth case, in which the basal metabolism was 30% above normal, 
the value was 0*267 gram per kilo, per day. Some eases could be 
brought into nitrogen equilibrium on diets containing from 37 to 
44 grams of protein, of which half was from animal sources, so 
Jong as the energy content was from 1*7 to 2*4 times the energy 
requirement. Chemical Abstracts. 

The Mode of Action of Narcotic Gases : Nitrous Oxide and 
^tylene. Hermann Wieland [ Arch . expl Path , Pkarm ., 
^ j 92, 96 152). — The vital activities of the round -worm, and 
ue phase of muscular contraction which is independent of the 
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presence of oxygen* are no more affected by nitrons oxide oi 
acetylene than 'by indifferent gases, whereas the higher 'animal* 
are rapidly narcotised. From these experimental results, and 
from the similarity between the symptoms of nitrous oxide intoxica. 
tion and of anoxaemia, it is argued that the narcotic effect of nitroug 
oxide and acetylene is due to an interference with the uptake or 
utilisation of oxygen by the nerve-cells. The fact that these 
two gases in particular exert a narcotic effect is ascribed to their 
relatively great solubility in water, which permits a high concen- 
tration to be attained in the blood. It is claimed that the experi- 
ments emphasise the distinction between the true lipoid-soluble 
narcotics such as chloroform and the narcotic gases of the type 
of nitrous oxide. C. R. H. 

The Physiological Action of Metallic Ammines and Allied 
Compounds. Ad. Oswald ( Biochem . Z., 1922, 127, 156— 
167). — The action of a series of ammines of cobalt, nickel, and 
chromium and similar complexes of cobalt, iron, and chromium 
with ethylenediaminc, pyridine, and phenanthroline and of complex 
oxalates and malonatcs has been studied on frogs, mice, and rats. 
A description of the physiological action of each is given, but in 
general the action of the ammines is that of ammonia or ammonia 
derivatives, that is initial stimulation of the motor centres followed 
by paralysis. The activity increases with the number of ammonia 
radicles. Unstable complex oxalates have the action of oxalic 
acid which is similar to that of the complex ammines, but the 
action of sodium chromomalonate has no similar action. The 
action of stable oxalates, for instance, potassium and rhodium 
oxalates, is therefore ascribed to their oxalate content and the 
action of ammines to their ammonia content. H. K. 

The Fate of Methyl and isoPropyl Alcohols in the Organ- 
ism. Julius Poiil (Biochem. Z.. 1922, 127, 66 — 71). --The 
normal urinary content of formic acid of dogs is increased many- 
fold by oral administration on successive days of 3 grams of methyl 
alcohol. Similar administration of isopropyl alcohol to dogs or 
rabbits leads to a combustion of about 88% in the body and an 
excretion of about 12%, chiefly in the form of acetone with a 
little isopropyl alcohol in the expired air. H. K. 

The Physiological Action of ( 3 - Amino- 4 -ethylglyoxaline 

(Histamine). Paul Schexck (Arch. expt. Path. Pharm., 1922, 
92, 34 — 51). — Histamine is in general antagonistic to adrenaline 
(A., 1921, i, 640). Experiments on the surviving excised liver 
show, however, that histamine cannot antagonise the stimulating 
effect of adrenaline on the mobilisation of sugar ; histamine itself, 
in fact, stimulates the latter process to some extent. 

Anaemia could not be produced in guinea-pigs by prolonged 
administration of histamine. 0. R- H* 

The Physiological Action of Melanin Acids. 0. Adler and 
W. Wiechowski (Arch. expt. Path. Pharm., 1922, 92, 22—33).-“' 
Intravenous injection of a 1 % solution of the sodium salts of t e 
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melanin acids, obtained by the oxidation of tyrosine with hydrogen 
peroxide and ferric chloride, or from cabbages, in doses of about 
1 mg. per cC * Wood, produces a state of incoagulability of the 
blood which lasts for several hours. Simultaneously, changes are 
observed in the form elements of the blood ; in particular, there 
is a great reduction in the number of the blood-platelets after an 
injection, C. R. H. 

Physiology of the Phenols. II. Absorption, Conjugation, 
and Excretion. K. F. Pelkan and G. H. Whipple (J. Biol . 
Gkm ., 1922, 50, 499— 511).— After intravenous injection in dogs] 
phenols rapidly disappear from the blood, being converted, in 
part, into conjugated phenols. On the other hand, ingestion in 
sufficiently large doses is followed by the appearance, for a short 
time, of free phenols in the blood and an increase in the content 
of conjugated phenols, the latter reaching a maximum in about 
an hour. The authors conclude from their results that toxic 
phenols (phenol and p-cresol) produced in the intestine from tyrosine 
by bacterial action are to a large extent oxidised in the organism, 
the remainder being conjugated in the liver with sulphuric or 
glycuronic acid and finally excreted in this form. E. S. 


[Fate of Tetrahydronaphthalene in the Organism,] W. 

ltocKEMAttN (Arch. expt. Path. Pharm ., 1922. 92, 52— 67).— Tetra- 
hydronaphthalenc, a volatile constituent of floor-polishes, may be 
absorbed in appreciable quantities by inhalation. 

As a result of feeding this substance to rabbits there was isolated 
from the urine an optically active (dextrorotatory) compound of 
the composition C 10 H 12 O; evidence is adduced to show that this 
is probably ac-p-tetrahydronaphthol ; from the urine of dogs 
treated similarly, the only product obtained was dihydronaphthal- 
ene, and it is assumed that in this case the earlier metabolic product 
was ac- a-tetrahydronaphthol, which substance would lose water 
with great ease to give dihydronaplithalene. C. R. H. 


The Relative Toxicity of the Haloids and other Anions. 

' iji *o? R0N and Hollehberg [J. Gen . Physiol, 1922, 
% 411-421).— Experiments were made on the survival times of 
trogs heart and muscle-nerve preparations in modified Locke 
solutions in which part or the whole of the sodium chloride had 
been replaced by equimolecular amounts of the sodium salt of 
wL ha ogen acids or b y sodium nitrate, 
hen more than 5% of the sodium chloride was replaced the 
relative toxicities of the replacing ions were found to be as follows : 

rn 0i *- >X >N0 3 >Ci0 3 '>Br'>Cl'. 

, K ™ V ? Iy the greatest toxic effect was produced by the first 
ight replacement of the sodium chloride. C. R. H. 

hlf T , h f ,, T . oxicol ,°!?y of Arsine. II. Toxicity for Warm- 

Jf0H515B expt. Path. Pharm., 
Shows 301) - -A scrles of ex P°rimenis with white mice 

02 ,L . Minimum concentration in the atmosphere of 0'1 to 
g- Of arsme per litre causes death from acute poisoning in 
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two to three hours. In these cases, post mortem estimations of 
arsenic show a concentration of 0 013 to 0*020 mg. of As 2 0 3 p er 
gram of body- weight. Death from delayed poisoning is inducer] 
by exposure for thirty minutes to a minimum concentration 0 f 
from 0-1 to 0*15 mg. of arsine per litre, and the slowly poisoned 
animals show a concentration per gram of body-weight of 0 007 
to 0*013 mg. of As 2 0 3 . 

The toxicity of “arsine is not markedly greater than that c f 
corresponding doses of sodium arsenitc administered by suben. 
taneous injection. t - R. H. 

Toxicity of the Metallo-albumins. V. Ariola {Arch. Farm, 
sperim. Sci. off., 1021, 32, 31 — 32, 33 — 39). — The metallo-albumins, 
obtained by shaking egg-albumin with powdered metals, exert a 
toxic action on Col poda cucullus and vinegar eels, the intensity 
of the action with different metals diminishing in the order : cobalt, 
copper, iron, antimony, nickel, arsenic. Prolongation of the 
shaking at first enhances, but, if carried beyond a certain point, 
diminishes the effect of the resultant product. T. H. P. 

Toxicity of Metallic Powders. V. Ariola {Arch. Farm, 
sperim, Sci. off., 1921, 32, 75- 80, 88—90; cf. preceding abstract.)— 
Powdered metals introduced under the skin of Rana escuknki, 
Hyla arborca, or Bufo vulgaris determine phenomena of paralysis, 
followed by death. In order of diminishing activity, the metals 
studied are arranged thus : antimony, copper, cobalt, and iron. 
Oxides of copper, cobalt, and iron also exhibit toxic effects, which 
are less than those of the corresponding metals. T. H. P, 

Pharmacological Action of Magnesium Sulphate and its 
Application in Strychnine Poisoning. Man fee di Ferrara 
(Arch. Farm, sperim. Sci. aff ., 1921, 32, 91—96, 97-98, 113—125).— 
Magnesium sulphate exerts a depressing action on the nervous 
system and when administered in large doses through the veins 
or spine produces complete paralysis and anscsthcsia, often followed 
by death. The general effects produced by medium doses of the 
salt are of short duration. No true antagonism exists between 
the action of strychnine and that of magnesium sulphate, the latter 
exerting merely a retarding influence on the former. T. H. P. 


Chemistry of Vegetable Physiology and Agriculture. 


Fat Metabolism of the Timothy Grass Bacillus. Marjory 
Stephenson and Margaret Dampikr Whetiiam ( Proc . Roy. Soc., 
1922, [5], 93, 262 — 280). — Timothy grass bacillus was grown on 
a medium consisting of inorganic salts, including ammonia as it ic 
sole source of nitrogen, together with dextrose and sodium acet-ac. 
Estimations were made from time to time of the amounts oi » 
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phosphatide, and protein, respectively. In each case a maximum 
is shown which almost coincides in time with the disappearance 
of dextrose and acetate from the medium. The organism is unable 
to utilise acetate in the absence of dextrose. Lactic acid (as lactate) 
gives results similar to those with dextrose. Both are utilisable 
alone. The acetic acid utilised in the presence of lactic acid or 
dextrose only affects the proportion of lipoid material formed 
and does not increase the general growth. Propionic and butyric 
acids gave results similar to those with lactic acid. A method 
for estimating acetic acid is described. 0. \y. ft 


The Production of Carbon Dioxide by the Typhoid Bacillus 
and the Mechanism of the Russell Double Sugar Tube. H. J. 

Nichols (J. Infect. Dis 1921. 29, 82 — 85). --The typhoid bacillus 
produces considerable amounts of carbon dioxide both from sugars 
and from proteins. The appearance of the Russell double sugar 
tube during the growth of the typhoid bacillus is not due to direct 
oxygen requirements, but (a) to the retention of carbon dioxide 
in the butt of the tube and its escape from the slant and (6) to 
alkaline reversion of other acids. Chemical Abstracts. 


Rate of Formation and the Yield of Yeast in Wort. Norman 
A. Clark (J. Physical Chem ., 1922, 26, 42— 60).— A number of 
experiments on the rate of growth of yeast in beer wort, and in a 
sucrose medium are described together with experiments on the 
influence of alcohol, lack ot bios, and crowding on the rate of growth. 
It is shown that if wort he seeded with normal ” actively budding 
y cast-cells {Sacch. cerev. race F.) and the culture is properly shaken 
and aerated at 25°, the rate of reproduction follows tl io logarithmic 
formula log C7O 0 =(H60f, from the moment of seeding 'until the 
crop reaches one hundred million cells per c.c., whether the seeding 
be five cells or eight million cells per c.c. or even more. At this 
point the solution contains 1 -8 grams of alcohol per 100 c.c. When 
the concentration of alcohol exceeds 1*8% the constant h of the 
logarithmic formula must be replaced by a function of the per- 
centage of alcohol, namely, l^0-2774-6-0806(%)d-O‘00So43(%) 2 , 
which holds from L8 to 5-0%. The crop of yeast reaches its 
maximum, about three hundred and twenty-five million cells 
per c.c., in about tuenty-four hours ; this maximum is independent 
of the seeding up to twenty-five million cells per c.c.; but if the 
uort be seeded up to four hundred million cells per e.c the crop 
may reach six hundred and seventy-five million; this difference is 
to be asenbed to the lower content of alcohol. If wort be diluted 
«UU an artificial medium made up from sucrose and salts, the 
emn t I?? ro .f uction 115 tho . samc a* in pure wort ; the maximum 
at Licf'ino/ * samo> provided that the culture medium contains 
is the'am * snlntions containing less woit tile rate 

but “* “toximum crop is less; this must be 
ment. Of 11 “ k ° f J ‘° S m tlle culture Quantitative measure- 

of e^irmr 16 cro P may he used as a convenient means 

mating luos. Washed yeast-cuke rapidly absorbs bios from 
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wort, and if enough yeast is used the removal is practically Coni 
plete and the cells do not bud. Under the experimental con. 
ditions, the rate of reproduction is independent of the concentration 
of sucrose and of bios ; it is independent of the concentration of 
alcohol until this reaches 1*8 gram/100 c.c. The assumption 
underlying Carlson’s formula for the rate of reproduction of y east 
are therefore without foundation (A., 1913, i, 117). J. F. S. 

Action of Saponins on Yeast-cells. Friedrich Boas (£ er 
Dent hot. Ges ., 1922, 40 , 32—38; cf. A., 1921, i, 294; A, ^ 
i, 94). — The effect of different varieties of saponin on the alcoholic 
fermentation of sucrose by yeast was studied. Whilst with highly 
active saponins fermentation was inhibited owing to destruction of 
the yeast plasma, with less active saponins the rate of evolution 
of carbon dioxide was increased owing to increased permeability 
of the plasma membrane. The addition of salts generally inhibited 
fermentation. The action of different saponins on yeast may he 
correlated with their haemolytic activity. The action of saponin 
is due to its effect on the colloidal state of the lipoid complex of 
the plasma membrane. G* W. R. 


Decomposition of Lactic Acid by Yeast and by Blood-cells, 
Otto Furth and Fritz Lieben ( Biochem . Z. y 1922, 128, 144- 
168). — For the extraction of lactic acid the authors use and recom- 
mend Ohlsson’s method (A., 191G, ii, 542), the removal of amyl 
alcohol by extraction with benzene being replaced by steam distil- 
lation. Yeast-cells and blood can destroy lactic acid, the most 
favourable condition in the case of yeast-cells being agitation of 
the medium in a brisk current of oxygen. Under such conditions 
25—50 grams of press yeast destroy 0’2— 0-3 gram of lactic acid 
in six to fourteen hours. The fate of the lactic acid is not known, 
but a portion appears as carbon dioxide. Yeast killed by acetone 
or heat cannot destroy lactic acid. H. K. 


The Course of Alcoholic Fermentation in the Presence of 
Urea. Mar ta Sandberg ( Biochem . Z. y 1922, 128, 76 — 79). — 
Top and bottom yeasts ferment sucrose in the presence of large 
quantities of urea with production of about 4% less alcohol than 
in the absence of urea. The urea is unchanged at the end of the 
fermentation. K. 


Formaldehyde as an Intermediate Step between the Real 
Assimilation and the Formation of Carbohydrate in the 

Plant. II. Martin Jacoby [Biochem. Z. y 1922, 128, 119— 
121 ; cf. A., 1920, i, 800).— Leaves of Tropccolum majus exposed to 
formaldehyde vapour show an increased weight of dry mateml 
which is independent of the presence of oxygen. h- h- 

The Resorption of Aluminium Ions by the Roots of Plants. 
Julius Stoklasa [with J. Sebor, F. Tymich, and J. CwaciuJ 
(Biochem. Z„ 1922, 128 , 35-47 ; cf. A., 1918, i, 476 ).— Hydrophyte, 
mesophytes, and xerophytes were grown in aqueous culture roe 
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with and without addition of aluminium sulphate. Aluminium is 
absorbed by the first two groups, but only slightly by xerophytcs, 
the roots taking up most. The amount absorbed falls off with 
increasing concentration of aluminium in the solution. Employing 
plants which absorb considerable amounts of aluminium, for 
instance, Eriophorum vaginutum, Phragmites communis , and Carex 
riparia, it was found that when aluminium or iron was absorbed 
calcium, magnesium, and sodium appeared in the nutrient medium] 
and if both iron and aluminium were present together the absorption 
of either was partly inhibited and less of the other ions appeared 

H. K. 

r Behaviour of certain Organic Compounds in Plants. XIV. 

G. Ciamician and A. Galizzi (Gazzetta, 1922, 52, i, 3— 20).— The 
authors have investigated the resistance to oxidation by pulped 
spinach of uric and dimethyl uric acids; aniline, acetanilide, and 
methylacetanilide ; salicylic acid, methyl salicylate, and m-hydroxy- 
p-toluic acid; pyrrole- and dimethylpyrr ole-carboxylic acids;, 
phthalic and tetrahydrophthalic acids; aniline, a-naphthylamine,* 
pyridine, and quinoline; carbamide and guanidine; eugenol, 
vanillin, and benzilic acid (cf . A., 1921, i, 483). The results obtained 
confirm the previous conclusion that the chemical actions of organic 
compounds on plants are not determined solely by etherification 
of the hydroxyl, amino-, and imino-groups, but are dependent also 
on other differences of constitution. The most poisonous products 
are not necessarily those most resistant to oxidation by vegetable 
enzymes. 

Immersion of the leaves of Prunus laurocerasua in boiling water 
for some minutes results in the inactivation of the emulsin, whilst 
the oxidising enzymes present retain their activity. Amygdalin 
and saiigenm are largely, and salicin completely, destroyed by the 
oxidising enzymes of pulped spinach. Thus, the oxidation of 
dextrose appears to catalyse that of the aromatic compound com- 
bined with the sugar. Tannin is far more resistant than pyrogallol 
to the oxidising enzymes of spinach. 

It was previously found that, in general, fundamental compounds 
Harmless to plants yield innocuous derivatives, but the fact that 
xanttmie and ammonia were regarded as noil-poisonous whereas 
Bteotowmne, caffeine, and the amines are poisonous did not accord 
«un this conclusion; further experiment shows that xanthine 
inmoma exert a deleterious action on the bean plant. 

Itan e f , observatl0n that es ters are more injurious to bean plants 
nf w 6 c ^ res P on ^ in g potassium salts is confirmed by the results 
infi nAn * Wi r\ e %} and potassium succinates and oxalates. The 
^ simiIar t0 that of the amines, as far as the 
eharaJLr,' ?■ ° * concerned, although the phenomena 

the aIk 1 al0ids do ,10t a Pl )ear - Farther, the action 
increase '+1^° nuniber carbon atoms in the normal chain 
is few? the exception that methyl alcohol, like methylamine, 
and armful tj 1 ® scries. Like isoamylaminc, isobutyl 

niy] alcohols exhibit abnormally high toxicity, probably 
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owing to the presence of a methyl group in the side-chain of the 
alcohol radicle. 

For compounds containing equal numbers of carbon atoms, the 
series : amines, alcohols, aldehydes, acids, represents the order of 
diminishing toxicity towards plants, the toxicity increasing with 
the resistance offered to enzymic oxidation. Acetone, methyl 
ethyl ketone, cyc/ohexanone, and 2-methylcycfohexanone appear 
to be without influence on bean plants. Experiments with glycollic 
and acetic acids, and with lactic and propionic acids, fail to reveal 
any specific influence of the substituted hydroxyl group. As 
regards the effect of a double linking, stearic and succinic acids 
are harmless to bean plants, whereas oleic, fumaric, and maleic 
acids retard development and cause darkening and ultimate drying 
of the leaves. T. H. P. 

The Chemical Composition of the Ergot of Diss and of the 
Ergot of Oats. Georges Tan ret (Compt. rend., 1022, 174. 
827 — 830). — The ergot of diss, Ampelodesmos temx , Linck, from 
‘North Africa, and the ergot of Algerian oats contain the same 
principles as the ergot of rye, but the proportions are very variable 
in passing from one species to another. The ergot of diss is poor 
in crystallised ergotinine, whilst that of oats, on the other hand, 
is richer than the average for the ergot of rye. The ergot of oats, 
but not the ergot of diss, could apparently be substituted for that 
of rye in years of scarcity. W. G. 

Proteins of the Adsuki Bean, Phascolus antjularis. D. 

Breese Jones, A. J. Finks, and C. E. F. Gerrdorff (J. Biol. 
Ckem ., 1922, 51 , 103—114). — The adsuki bean contains 21d3° 0 
of protein (N X 6-25). By extraction with sodium chloride solu- 
tion, an a- and a p-globulin were obtained which were separated 
by fractional precipitation with ammonium sulphate. Both 
globulins gave positive tests for tryptophan. They differed mainly 
in their sulphur content. Using Van SLyke's method, the following 
values were obtained for the diamino-acids : a-globulin — arginine 
5-45, histidine 2*25, lysine 8'30, cystine V(33 ; (3- globulin— arginine 
7 00, histidine 2T>1, lysine 8-41, cystine 0-8G%. The adsuki bean 
was also found to contain a small quantity of an albumin. 

E. S. 

The Carbohydrate Content of the Seed of Aspuraqu^ 
officinalis , L. W. E. Cake and H. H. Bartlett ( J . Biol. Chm., 
1922, 51, 93— 102).— The reserve carbohydrates of the asparagus 
seed consist of hemicelluloses. After removal of oil from the seed 
they may be extracted by dilute alkali, from which they are pre- 
cipitated by acidification or addition of alcohol. Obtained in lhb 
way, the dry substance forms blue adsorption compounds with 
iodine which readily decompose on washing with water. Estim- 
ations of the carbohydrates in the seeds gave the following results? . 
pentosans 2*02, galactans 0-42, dextrose 3-3, Jmvulose 1‘4, con- 
densed mannose 21-8, condensed dextrose 15-1, condensed kmiilo&c 
64%. From the values obtained for condensed sugar it is con 
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hided that the hemicelluloses occur either as mixtures of gluco- 
C annans and fructomannans or as glucofructomannans. Cellulose, 
starch, and inulin are absent from the seeds. E. S. 

Nitrogen Distribution of Proteins extracted by 0-2 per 
Cent- Sodium Hydroxide Solution from Cotton-seed Meal, 
the Soja Bean, and the Coconut. W. G. Erie deman x (./. Biol. 
Ckm, 1922, 51 , 17 — 20). — The following results were obtained: 
Cotton-seed meal — amide-N 10-54, humin-N 2*09, cystine-N Ml, 
arginine- N 23*48, histidine-N 4*94, lysine -N 5-10, arnino-N of 
filtrate 51-26%. Soja bean — amide-N 11*31, humin-N 1*84, 
cvstine-N 1-04, arginine-N 14*57, histidine- N 5*92, lysine-N 8*26, 
amino-N of filtrate 54*32%, Coconut — amide-N 7*40, humin-N 
'>•08 cvstine-N 0*86, arginine-N 28*60, histidine-N 4*88, lysinc-N 
total-N of filtrate 51*35%. E. S. 

The Role played by the Various Elements of the Wood of 
Juniper us oxycedrus in the Formation of Oil of Cade. II. 

Huerbe (J. Pharm. Glim., 1922, 25, 165-173, 214-221), The 
various constituents of oil of cade arc produced by the action of 
heat on certain well-defined constituents of the wood of Juniperus 
oxycedrus, of which two groups may be distinguished, namely, the 
water-soluble matter, the essential oil, a resin soluble in light 
petroleum and in ether, and a resin soluble only in ether, all of 
which contribute to the production of a pyrogenous oil lighter than 
water, and, secondly, a resin soluble in ethyl acetate, and the 
deresinified wood itself, both of which furnish a tarry distillate 
heavier than water. The above elements of the wood give the 
following percentages of their weights of distillate : matter soluble 
in water 9%, essential oil 100%, resin soluble in light petroleum 
resin soluble in ether 45%, resin soluble in ethyl acetate 
33%, wood 2%. The light oil obtained from the first group of 
materials acts as a solvent for the tar produced by the distillation 
of the entire wood, and if this is poor in essential oil, but little oil 
of cade is produced, whilst if it is also poor in resins soluble in ether 
and in light petroleum only a trace is obtained, consisting of tar 
heavier than water. G. F. M. 

Volatile Oil of Milfoil. R. F. Kremers (J. Amer. Pharm. 

1921, 10, 252 — 261). — Dried Achillea millefolium, when 
distilled with steam, yielded 0*467% of oil, two specimens of which 
had respectively d 17 0*915, 0*913; acid number, 7*24, 4*27; ester 
number, 2*22, 5*65; saponification number, 9*44, 10*92; ester 
number after acetylation, 23*5, 17*8. The following substances 
were present : methyl alcohol, formaldehyde, ethyl alcohol, acetone, 
furfuraldehyde, valeric acid, formic acid, eugenol, pinene, nopinene, 
cmeole, thujone, borneol, camphor, earyophylleue, and a/.ulene. 

Chemical Abstracts. 

Spilanthol, the Pungent Principle of Para Cress. II. 

i'asuhiko As akin A and Micinzo Asa no (,/. Pharm. Soe. Japan, 
1922, 85 — 07 ; of. A.. 1920, i, 654). — -When hydrospilanthol is 
strongly pressed on a clay plate, its melting point is raised to 
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36 — 37° and its boiling point to 171°/6 mm. The analytical results 
correspond with the formula C 14 H 29 ON, and the acid obtained fro^ 
it by hydrolysis ( he . cit,) gave an amide, m. p. 98 a , and an anilide 
m. p. 67 — 68°, which proved to be identical with dccoamide and 
decoanilide. The authors next proceeded to synthesise the isobutyl, 
amides of decoic and ?i-nonoic acids. According to Fittig’s method 
(Annalen, 1885, 227, 85), heptaldehyde was condensed with sue- 
cinic acid, producing hexylparaconic acid, which when subjected 
to dry distillation yielded decenoie acid; this on reduction with, 
hydrogen in the presence of platinum black gave decoic acid 
m. p. 30 — 31°. 

n-Nonoic acid was prepared by oxidising dihydroxystearic acid 
with chromic acid mixture. Decoisobutylamide , forms white 
needles, m. p. 37 — 38°, b. p. 171°/6 mm., and a mixture with hydro- 
spilanthol melts at 36 — 37°. Nonoisobutylamide, forms white 
needles, m. p. 37 — 38°, b. p. 162°/6 mm., but a mixture with hydro- 
spilanthol melts below 30°. It follows that hydrospilanthol is 
mainly composed of decoisobutylamide; the hay-like odour and 
bitter taste of the former depend on some impurities, which are 
not removed by mere distillation. K. K. 

Constituents of the Seeds of Pharbitis Nil Chois, II. 

Yasuhiko Asa hina and Toraji Shimidzu (J. Pham . Soc, 
Japan , 1922, 1—18; cf. A., 1920, i, 360).— When pharbitin, a 
glucosidc of the seeds, was hydrolysed with barium hydroxide, 
d-a-methylbutyric acid, b. p. 176°, df :> 0*9303, [a] D +19-33°, con- 
taining a small quantity of tiglic acid, was obtained. Nilio acid 
(be. cit.) purified as its copper salt, C 5 H 8 0 3 Cu, which forms blue 
crystals, was converted by distillation into tiglic acid and water, 
hence it is ^-hydroxy- a-methylbutyric acid. In addition to pentose, 
rhamnose was isolated in crystalline form from the decomposition 
product of pharbitie acid. When ipnrolic acid was warmed with 
hydriodic acid and rod phosphorus in a sealed tube, a syrupy 
acid containing iodine was obtained, which gave myristic acid, 
m. p. 53*5°, when reduced w ith zinc and hydrochloric acid. The 
acid has therefore a normal carbon chain. When oxidised with 
nitric acid ( d 1*35), ipurolic acid gave suberic and azelaic acids, 
whilst with hot chromic acid mixture, butyric acid and a diJcetone, 
white needles, m. p. 49° ( disemicarbazone , aggregates of needles, 
m. p. 135°), were isolated in addition to the two acids above 
mentioned. 

When ipurolic acid is boiled with acetic anhydride and sodium 
acetate, and the reaction product is saponified with alkali, an un* 
saturated inonohydroxy-acid is produced, the reduction of which 
with hydrogen in the presence of platinum black gives a mono* 
hydroxymyristic acid, needles, m. p. 51°. When the acid is oxidised 
with chromic acid mixture, sebacie and butyric acids are obtained. 
From these results, the ipurolic acid is shown to be a p-hydroxv 
acid of the formula : 

CH 3 -CH 3 -CH 2 -CH(0H)*[CH 2 ] 7 *CH(0H)'CH 2 'C0 2 H. 

h. h. 
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Pectinase produced by Different Species of Rhizopm. 

L L. Harter and J. L. Weimer (J. Agric. Research , 1921, 22, 
371—377; cf. Harter and Weimer, ibid., 1921, 21, 609—625). — 
Rhizopus spp. } parasitic on sweet potatoes, produce an enzyme which 
dissolves the middle lamellae of the cells of the host plant. The 
relative activity of the pectinase produced was compared for nine 
parasitic and two non-parasitic species by noting the time required 
for maceration of disks of sweet potato. The results show con- 
siderable variation in the amount of mycelial enzyme and also in 
the amount excreted in culture solutions. Pectinase is produced 
even by the non-parasitic species. G. W. R. 

The Efflorescences of Rhodymenia palmata ; Presence of 
a Xylan in the Floridean Algae. C. Sauvaoeau and G. Designs 
(Compt. rend., 1922, 174, 791 — 794). — The authors have obtained 
from the alga, Rhodymenia palnmia , a pentosan which they have 
definitely identified as a xylan. It is admixed with a certain 
amount of a methylpentosan, which they were not able to identify. 
They were not able to find any indication of the presence of either 
mannitol or trehalose. W. G. 

Velocity of Reaction of Vegetable Enzymes. I. Influence 
of the Concentration of the Enzymes on the Velocity of Action 
of the Enzymes of Germinated Barley. Dario Maestri ni 
[Arch. Farm, sperim. Sci. off., 1921, 32, 40—48, 49—59). — Measure- 
ments of the velocities of action of the three principal enzymes of 
germinated barley, namely, amylase, protease, and lipase, yield 
results in contradiction with the law of Schiitz and Borissow, which 
states that the velocity of peptic digestion is proportional to the 
square root of the amount of the enzyme. The amylolytic and 
proteolytic actions of extract of germinated barley may be com- 
pletely inhibited by addition of dextrose and peptone respectively. 
During the final period of the enzyme action, the amount of hydro- 
lytic products produced is greater with the smaller concentrations 
of the enzyme ; this result appears to depend on accumulation of 
the products of the action, since removal of these results, in the 
case of amylase, in renewal of the hydrolysis. T. H. P. 

Velocity of Reaction of Vegetable Enzymes. II. Effect 
of Hydrogen Ions and of Salts on the Velocity of Action of the 
Enzymes of Germinated Barley. Dario Maestri ni (Arch. 
Farm, sperim. Sci. aff., 1921, 32, 99—112; cf. A., 1920, i, 273, 
413; 1921, i, 152, 281, 628). — Treatment of germinated barley with 
0'3% acetic acid solution having electrical conductivity X=14x 10 -4 
yields an extract having very high amylolytic activity. As the 
concentration of the acid is increased, the activity diminishes until 
it becomes almost zero for 0 9% acid, having X=45x 10" 4 . With 
proteases (lipases), the optimum activity is obtained with about 
°; 4 % acetic acid solution, having X— 28(26) X 10 -4 ; 0*9% acid 
gives an extract of very low proteolytic and lipolytic activities. 
1 he enzymic activity of these extracts appears to be proportional, 
Within certain limits, to the concentration of the hydrogen-ions. 
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The author’s results with malt amylase furnish no support f 0r 
Duclaux’s statement that calcium chloride inhibits completely 
the action of vegetable enzymes. The activity of malt diastase 
may be enhanced by chlorides, such as those of sodium and calcium 
provided that the hydrogen-ion concentration of the enzyme 
solution is not at its optimum value. Cadmium chloride inhibits 
the amylolytic action of germinated barley extracts. T. H. p 

Velocity of Reaction of Vegetable Enzymes. III. Efiect 
of the Quantity and Volume of the Substrate on the Activity 
of the Amylase of Germinated Barley. Dario Maestri/] 
(Arch. Farm, sperim. Sri. aff., 1921, 32, 126 — 128, 120 —133). — 
Tlic results of the experiments here described show that, as regards 
the absolute quantity of the substrate, the behaviour of malt 
amylase closely resembles that of ptyalin (cf. Bielfeld, A., 1901, 
ii, 561) and that of emulsin, the quantity of reducing sugars pro- 
duced being directly proportional to the absolute quantity of 
substrate used. Increase in the amount of the latter without 
increase of its concentration does not greatly affect the production 
of reducing sugars by amylase under the experimental conditions 
employed. Gradual increase of the volume of the substrate by 
addition of water is accompanied by a corresponding diminution 
in the activity of the amylase. T. H. P. 

Analysis and Composition of Maize Pollen. R. J. Axdkr- 

son and W. L. Ivulp (J . Biol. Ckcm., 1922, 50. 433 — 453). — Pollen 
from three different varieties of maize was investigated. Con- 
siderable variations in composition, especially as regards starch 
and sucrose, were found, but it is possible that these were due to 
differences in the degree of ripeness. From the ripe pollen of 
the variety mainly examined were isolated : choline, f-prolinc, 
inositol, a substance melting at 88—89° which was probably 
myricyl alcohol, and an amorphous and a crystalline phosphatide. 
The amorphous phosphatide gave on hydrolysis choline and a small 
quantity of another base which formed an auriehloride containing 
Au 49- 84% and having m. p. 132°, glycerophosphorie acid, a 
saturated fatty acid, m. p. 63°, which was probably palmitic acid, 
and a small quantity of an unidentified unsaturated fatty acid. 
It was also found to contain sulphur. The crystalline phosphatide 
was hygroscopic after drying over sulphuric acid, and contained 
nearly two atomic proportions of nitrogen to one of phosphorus. 

E. S. 

Ab sorbent Power of Soils, and the Absorption by Plants 
of Nutritive Substances from the Soil. Luici r Casai.e 
sper. agr. ital, 1921, 54, (>5—113).— The causes determining the 
absorbent power of soils are the same as those which govern abrup- 
tion by colloids. The colloidal constituents of the soil acquire 
a positive or negative charge by yielding anions or kations to the 
liquids moistening them; the positive colloids are considered 
be absorbed by the mass of the negative colloids, and the absorpu 
of kations to” take place as soon as the necessary difference 



VEGETABLE PHYSIOLOGY AND AGRICULTURE. 


i. 509 


potential is established between a colloid particle and the zone of 
concentration of kations round it. The coagulating power of 
various electrolytes is given by the decreasing order: Fe>Al> 
■\fg>Ca>K>NH 4 >Na; in general, the coagulating power of the 
electrolyte is the greater the lower the solution tension of the 
kation and the greater its relative velocity, sodium being an excep- 
tion. The anion of electrolytes also influences the coagulating 
power. Absorption by colloids is exerted on the entire zone of 
concentration. From the complex solutions which moisten the 
soil, potassium and ammonium ions arc more absorbed than those 
of calcium, magnesium, and sodium. The last to be absorbed 
form the outermost layers, and being most easily redissolved, are 
most easily replaced by other bases; the substitution is therefore 
not chemical, but electrical in character. In order that absorption 
can occur, the colloid must acquire a negative charge by sending 
positive ions into solution. Basic silicates and humates, after 
being treated with boiling hydrochloric acid and washed, cannot 
do so, and therefore lose their absorbent power. The behaviour 
of organic colloids is exactly identical with that of inorganic colloids 
treated with metallic salts of solution tension lower than that of 
hydrogen. The ectoplasm of the absorbent cells of a plant sends 
hydrogen-ions into solution and thus acquires a negative charge 
winch is less than that of the colloids of the soil, so that, there is 
a difference of potential between the plant and the soil; the 
colloidal particles are consequently attracted and adhere to the 
absorbent zone, and, in endeavouring to equalise their negative 
charge with that of the ectoplasm, send kations towards it, estab- 
lishing a kind of continuity. Equalisation does not, however, 
occur, since the absorbed ions are attracted by the tonoplast in 
an identical manner; they thus pass through t lie protoplasmic 
mass and can be utilised. The passage of nutritive substance 
from cell to cell is governed by the same causes as those controlling 
absorption. The beneficial action of fertilisers is explained by 
the action which their kation has in lowering the negative charge 
of the colloids, thus raising the difference of potential between 
them and the plant. Chemical Abstracts. 

Factors affecting the Hydrogen-ion Concentration of the 
Soil and its Relation to Plant Distribution. W, R. G. Atkins 
(#«. Proc. Boy, Dubl. #o<?., 1922, 16, 1169 — 413). — A comprehensive 
survey is given of modern theories on soil reaction. The buffer 
system in soils is discussed. Whilst the maximum alkalinity duo 
to calcium carbonate in the soil is P u 9*01, in the presence of carbon 
dioxide lower alkalinities are obtained owing to the formation of 
calcium hydrogen carbonate. In the presence of magnesium 
carbonate, alkalinity up to P H 10‘0 is possible, a circumstance 
which may explain the supposed unfavourable effect of lime pre- 
pared from dolomitic limestone. Alkalinities of more than P H 10 ’0 
are possible where sodium carbonate is present in the soil. In 
such cases, the alkalinity may be reduced to P u 8 by additions of 
calcium sulphate. A survey of soils derived from different rocks 
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shows the influence of geology on soil reaction. This relation 
also modified by topographical factors. Records are given for tfo 
soil reaction of the habitats of a large number of native plants 
Data are also given for the reaction of spring- and river- waters 

g.w.b. 

Relation of the Hydrogen-ion Concentration of the Soil to 
Plant Distribution. E. A. Fisher (Nature, 1921, 108, 306- 
cf. Atkins, this vol., i, 415, and preceding abstract). — The apparent 
p tl of the soil, as determined colorimetrically, is often influenced by 
the fineness of division of the sample. Moreover, the actual of 
the soil at the moment of measurement is sometimes of less im. 
portance than the rate of change of the p a under natural con- 
ditions. The buffer effects imposed by the nature of the soil on 
its reaction vary enormously in magnitude with different soils. It 
is suggested that measurements should be made, not merely of the 
p H of soils, but also of the variations in p 1L with addition of acids 
and alkalis ; the titration curves could then be correlated with the 
magnitude of the buffer action of the soil. A. A. E. 

Factors in the Development of Soil Acidity. J. Koxig, 
J. Hasenbaumer, and E. Kroger (Z. Pflanz. Dung., 1922, [A], \ t 
3 — 12). — Estimations of the P T1 of soil moisture were made in order 
to determine the effect of different soil dressings, the effect of the 
growth of individual species of plants with varying manurial 
treatment, and the effect of different species of plants on soil 
acidity. The experiments were carried out in zinc pots. Even 
without the addition of any dressing, there v r as a slight increase 
in acidity after eight months, probably owing to defective aeration. 
Slight increases of acidity were observed as the result of norma! 
applications of superphosphate, potassium salts, and ammonium 
salts. Sodium nitrate, “nitrolimc,” and basic slag had little effect, 
whilst calcium carbonate decreased the soil acidity. Similar results 
were obtained when the soil carried a crop of oats. In the experi- 
ments with different crops, peas, lupines, and buckwheat produced a 
slight increase in acidity, whilst maize, grass, clover, and mustard 
gave slight decreases. These results are in agreement with observ- 
ations on the acidities of the root sap of the plants used. 

G. W. R, 

Soil Acidity and its Effect on Germinating Plants. Otto 
Lemmermann and L. Fresenius (Z. Pflanz. Dilng., 1922, [A], 1, 
12 — 32; cf. A., 1921, ii, 516). — Three types of soil acidity may be 
distinguished, namely, the actual acidity of the soil moisture due 
to the presence of acids, the latent acidity developed in the presence 
of solutions of neutral salts due to base exchange whereby sails 
of iron and aluminium appear in the soil extract and produce 
acidity by hydrolysis, and the latent acidity developed in the 
presence of salts of weak acids and strong bases where the base 
is absorbed by the soil colloids and the acid remains in the extract. 
The greatest acidity is found in the latter case and is not considered 
as of importance from a plant physiological point of view. Pie 
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three types of acidity for a number of soils as measured by the 
titratabie acidity and by the P H were compared. Whilst the 
results show a general agreement, the order of acidity is not quite 
consistent between the three series. Experiments with seedlings 
grown in sand cultures with the addition of varying amounts of 
sulphuric acid in the water supplied show that cereals have differing 
toleration. Oats showed the greatest toleration of acidity, whilst 
wheat was the most sensitive. In the case of oats, a concentration 
of 0‘05% of sulphuric acid was required to produce injury. The 
effect on the titratabie latent acidity of the soil extract of the 
previous addition of varying amounts of sulphuric acid is shown 
by curves giving the relation between the amount of sulphuric 
acid added and the titratabie latent acidity of the soil extract. 
The curves for soils treated with sodium acetate show higher acidities 
than in the case of soils treated with potassium chloride. In the 
case of the potassium chloride series, the amount of sulphuric 
acid required to produce a titratabie acidity in the extract sufficient 
to cause injury (as shown by the sand culture experiments) gives 
an expression for the amount of added acid which will produce 
harmful effects on plant growth. Results obtained with sodium 
acetate and similar salts are not regarded as trustworthy criteria 
as to the acidity of the soil for plant physiological purposes. From 
the differing tolerations of plants to acidity, the acceptance of 
any particular degree of acidity, measured as P n , as critical is not 
to be recommended. Soil acidity must be considered in relation 
with the manurial treatment. Soils may have little active acidity, 
but marked latent acidity. With such soils no injurious effect 
due to acidity is observable unless dressings of salts such as potass- 
ium chloride are given. G. W. R. 

Displacement Method for Obtaining Soil Solution. F. W 

Parker (Science, 1921, 54, 438— 439).— The method, which is 
essentially that of Itscherekov (J. expL Landw. [ lhissia ], 1907, 8), 
consists in displacing the soil solution from soil packed in brass 
or glass cylinders, by means of ethyl alcohol. The latter, as it 
percolates through the soil, displaces some of the soil solution which 
forms a zone of saturation below the alcohol ; this zone increases 
in depth as it is continually forced downwards by the alcohol, and 
is ultimately delivered free from alcohol. From 35 to 75% of 
the soil solution may be obtained by this method. Successive 
portions of the displaced solution have the same composition, and 
the results indicate that the true soil solution is secured. 

A. A. E. 

^^.^hang® in Soils. Yon Nostitz (Mitt. deal. landw. 

1921, 36, 608— 610).— A review of the present state of know- 
e ge regarding absorption and basic exchange in soils, with par* 
ticu ar reference to the work of Ramann (A., 1917, ii, 46S; 1919, 

’ ll » 154 5 1 1 920 > ii ’ 257 )> which is of importance inasmuch 
1 1 . hydrated aluminium silicates are fairlv widely 

silW U ^ r n so ^® - ^he au thor has shown that even crystalline 
a es such as mica and felspar can to a certain extent exchange 
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their potash for other bases; thus excessive liming may eailSe 
potash impoverishment. Certain soils can be deprived of all basic 
elements by repeated treatment with ammonium nitrate; after 
treatment of such a soil with a solution containing ammonia 
calcium, and magnesium salts, plants die soon after germination 
with typical symptoms of potash-hunger, whereas appropriate 
addition of potassium salts restores the fertility. 

Chemical Abstracts. 

The Nature of certain Aluminium Salts in the Soil and their 
Influence on Ammonification and Nitrification. Irving A 
Denison ( Soil Science, 1922, 13, 81 — 106). — By the analysis of 
dialysed extracts from some acid soils, it is shown that the soluble 
aluminium in soils is not in the form of salts but of colloidal alumin- 
ium hydroxide. Increased hydrogen-ion concentration brought 
about by the formation of mineral acids, by adsorption of basic 
ions from salts, may ultimately produce soluble aluminium salts. 
The presence of soluble aluminium salts is the result rather than 
the cause of soil acidity. Ammonification is stimulated by 
aluminium salts, but nitrification suffers a temporary check. 
Calcium carbonate is the most effective agent for the removal of 
soluble aluminium salts from soils. A. 0. F. 


Substances Dissolved in Rain and Snow. Shekmas 
Schaffer ( Chem . News, 1922, 124, 35 — 36). — Forty -five samples 
of rain and snow which fell between August 18th, 1920, and June 
1st, 1921, have been analysed. The deposits consisted of 1814 in. 
of rain and 34'0 in. of snow, which fell in Mount Vernon, Iowa. 
During the period 0*60126 lb. of nitrates, 0*03985 lb. of nitrites, 
1 *48045 lb. of free ammonia, 1*16022 lb. of albuminoid ammonia, 
34*43179 lb. of chlorides, and 102*08035 lb. of sulphates calculated 
as S0 3 , fell per aero. Generally, the author finds no seasonal change 
in the amount of these substances deposited. The nitrates had an 
average value of 0*3 per million of rain with a maximum of 1*0 per 
million, the average for the nitrites was 0*0033 per million with a 
maximum of 0 03 per million ; free ammonia had an average of 
0*67 and a maximum of 2*1 per million, whilst the average for 
albuminoid ammonia was 0*38 and the maximum 2*0 per million. 
The chlorides had an average of 10*1 and a maximum of 49*7 per 
million. It is shown, from an analysis of the sodium and potassium 
in the chloride, that these do not come from ocean spray, but 
probably from coal smoke. The average for the sulphates vn$ 
29*9 and the maximum 101*2 per million. Sulphites were also 
estimated, seven samples showed no sulphite, whilst the remaining 
samples had an average of 1*43 parts per million with a maximum 
of 1*8 per million. The total nitrogen which fell in this period was 
3*28178 lb. per acre and consisted of 5*74% nitric acid, 0*51% 
nitrous acid, and 93*73% ammonia. J. f 1 . b. 
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Natural System of Carbon Compounds. II. Empirical 
and Rational Allologous Series and their Graphical Repre- 
sentation as a System. Herman Decker ( Helv . Chim. Acta , 
1922, 5, 285—299; cf. this vol., i, 417).— Series of compounds 
are termed allologous when the formulae of members conform to 
a general expression. The special type of allology in which the 
formulae of compounds differ by (CH 2 ) a , is termed empirical homo- 
Jogy. These definitions, however, permit the inclusion in one class 
of structurally different compounds. Rational homology, exhibited 
by compounds the interconversion of which may be conceived 
by addition or removal of *CH 2 * groups, may be direct or indirect, 
according as the relationship is analogous to that of direct descent 
or of cousinship in human genealogy. Irrational homology, 
exemplified by the acetylenes and the allylenes, is specially frequent 
among aromatic compounds. Among hydrocarbons, C a H m , the 
following types of rational allology (of which the respective series 
equations are indicated) are at present distinguishable : — homologucs 
-paraffins (»-j»/ 2+1=0), ethylcnes (»-ro/2=0), acetylenes 
(»-w/2-l=0), benzene homologue3 (rc-w/2-3=0), naphthalene 
homologues {n— m/2— 6=0); centrologues— acetylene, benzene, . . . 
(w-m=0) ; phenylogues— benzene, diphenyl, . . . (»— 3/2m-f-3=0), 
toluene, diphenylmethane, . . . (»~3/2w-j-o=0), ethylbenzene, di- 
phcnylcthanc, . . . {n-~Zf>m+ 7—0) ; benzotogues—beracne, naph- 
thalene, . . . [n— 2?n-{-6=0), diphenyl, phenylnaphthalene, . ... 
(r-2m+ 8=0), pyrene, isoperilene, . . . (n~2m-j-4=0) ; and peri- 
logues— naphthalene, pyrene, . . . (n— 3m-f-14— 0); anthracene, 
perilene, . . . ( n Swt-blfi—O). The series equations show that 
each of these may be represented by straight lines, of which the 
angle of inclination to the n-axis is termed the specific constant 
of the type. The discussion of the results of this mode of repre- 
sentation does not lend itself to abstraction. J. K. 


Some Compounds of Bivalent Carbon. Alfred Gillet ( Ball 
chim. Belg., 1922, 31, 126—131; cf. this vol., i, 213).— A 
development of the theory put forward in the previous paper. 
V anous data are tabulated and the conclusion is drawn that, of 
all the known saturated isomerides, the compound which is most 
closely related in formula to the corresponding unsaturated 
compound differs least in boiling point from the latter. Some 
connexion between these differences and their variations in various 
senes oi compounds is deduced. H J E 

9 xida ^ l0n Aliphatic Hydrocarbons with Nitrogen Per- 

and p - Schaufelbekoek (Ilelv. 

192 f’ 5 ’ 3 ? 2 r 395; cf - 1921, i, 2). — Neither palmitic 
the dold coul d J>e detected among the acids obtained by 
vAr rl“ n - f pMaffin ( m - P- 50-52°) with nitrogen peroxide 

VOL, LXXU. 1. 
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(cf. Bergmann, A., 1918, i, 285). The main fraction, b. p. 24 ^ 
300° /23 mm., of the esterification product of the acid mistu^ 
furnished an ester, leaflets, m. p. 40*5°, from which a saturate 
acid, O^H^Og, leaflets, m. p. 59— -60°, was obtained. Since these 
are not the properties of behenic acid, the new acid must contain 
a branched chain structure, and it is concluded that paraffin 
contains considerable quantities of hydrocarbons, other than 
normal. From a fraction, b. p. IK) — 135°/12 mm., of the csterified 
product, a lithium salt, C 14 H 27 0 3 Li, was obtained, correspond^ 
with a saturated liquid hydroxy-acid, probably naphthenic acid or 
containing a branched chain structure. Another fraction, b. p, 
135 — 155°/12 mm., similarly furnished a lithium salt, C 15 H 29 0 3 Li ) 
also derived from an analogous hydroxy-acid. J. K. 

Preparation of Fatty Acids, Aldehydes, and Ketones from 
Mineral and Tar Oils. Carl Harries (D.R.-P. 339562; from 
Chem. Zentr ., 1921, iv, 1222). — The raw oils before oxidation with 
ozone are treated with liquid sulphur dioxide to remove the portions 
soluble therein. For example, the tar from bituminous coal is 
treated with liquid sulphur dioxide, whereby strongly unsaturated 
compounds are removed, less unsaturated compounds with double 
linkings remaining behind in the residue. This is cooled to the 
point of partial solidification and the portion remaining liquid, 
the so-called “ Schwitz ” oil, is run off and fractionated with 
steam. The fraction between 100 and 250°/10 mm. is treated with 
ozone until the increase in weight amounts to 8 — 12%. The 
oxidised oil is then treated with superheated steam to decompose 
the peroxides formed and the acids ar* separated from the un- 
attacked portion by hot concentrated potassium hydroxide. The 
resultant soaps are separated from the oil by treatment with 
superheated steam. The soaps thus obtained on hydrolysis give 
principally palmitic and stearic acids. The material after the 
removal of the soaps still contains unsaturated compounds and 
the portion containing aldehydes is again treated with ozone, 
steam, and potassium hydroxide, whereby aldehydes arc con- 
verted into acids. The yield of fatty acids, for the most part 
crystalline, amounts to about 18 — 20% of the Schwitz oil. In 
order to obtain aldehydes and ketones, the ozonised material 
after treatment with steam is shaken with sodium hydrogen sulphite 
and the aldehydes and ketones are recovered by way of the bi- 
sulphite compounds. A large number of aldehydes and ketones 
are obtained boiling over a large range. A yield of aldehydes and 
ketones up to 80% may be obtained if the ozonidcs are treated 
with sodium hydrogen sulphite or potassium ferrooyanide in the 
presence of potassium hydrogen sulphate. The residual ‘ ‘ Schwitz 
oil after treatment with sulphuric acid is no longer oxidisable and 
has m. p. — 6 ° to 1°, according to origin ; b. p. 280 — 350° /760 mm. 
F G. W. R. 

Preparation of Diolefines and Polymerisation Products 

Thereof. H. Otto Traun’s Forschungslaboratorium {Brit. Rat-. 
156116 ).— Diolelines arc obtained by heating together for a suitable 
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time under pressure at a sufficiently high temperature molecular 
quantities of acetylene and ethylene hydrocarbons in presence 
or absence of a catalyst, for example, anhydrous alkali hydroxides, 
and if cither the pressure or temperature or time of interaction be 
increased polymerisation products of the diolefines are obtained 
in a single operation. For example, a mixture of acetylene and 
propylene in approximately molecular proportions is forced into 
a thick-walled spiral or autoclave at 3 — 15 atmos. pressure 
and heated at 350 — 450°. The spiral is provided with a non- 
return inlet valve and an outlet valve which can be regulated to 
release the gases at any desired pressure. The escaping gases are 
cooled and the diolefine condenses, unchanged gas being recircu- 
lated through the apparatus. By using an indifferent gas as a 
diluent to increase the pressure to, say, 30 atmos. the yield of 
diolefine, in the present instance isoprene, can be increased to 
85% of the theoretical. When the operation is performed in an 
autoclave and the heating is continued for ten to fifteen hours 
at 55—65 atmos. pressure the diolefine undergoes polymerisation 
to rubber- like substances together with intermediate products 
which can be utilised as varnish and turpentine substitutes. 

G. F. M. 

Preparation of Diolefines and Derivatives Thereof. H. Otto 

Traun’s Forschtjngslaboratorium (Brit. Pat. 156122) -Halogen- 
ated derivatives of diolefines are obtained by the pyrogenetic decom- 
position of hydrocarbons such as turpentine, dipentene, or limonene 
in presence of halogens or hydrogen haloids, the reactions being 
accelerated by catalysts euch as silicon alloys, silicates, or metallic 
platinum. Similar diolefine derivatives are also produced by the 
chlorination of pentane or isopentane at 600 — 800°. From these 
stable derivatives the unstable diolefines may readily be obtained 
as required for use by splitting off hydrogen haloid. By way of 
example, a mixture of equal volumes of benzene and limonene 
vapours and hydrogen chloride is passed through a ferro-silicon 
tube heated at 550-— 600°, or, alternatively, a mixture of 1 vol. of 
gasolene vapour (b. p. 40 — 45°) and 4 vols. of chlorine is similarly 
treated at 600 — 800°, and the chlorinated products, consisting 
mainly of dichloropentanes, are led into a suitable water-cooled 
condenser and collected. The yield of compounds from which 
diolefines suitable for caoutchouc synthesis can be obtained amounts 
to 60—80% of the theoretical. G. F. M. 

Compounds of Acetylene with Silver Phosphate and Silver 
Arsenate. P. Benedict Oberdoereer and J. A. Nieuwland 
(*/. Amer. Chem. Soc 1922, 44, 837 — 840). — The formula assigned 
to their acetylene silver phosphate compound by Nieuwland and 
-laguire (A., 1906, ii, 721) is now' shown to be incorrect. The 
substance which they analysed contained small amounts of water 
Phosphoric acid. Analytical results from the carefully 
substance give the following formula to the compound, 

^(Ag.CiCH),Ag 2 HPO,. F 

An acetylene silver arsetiaie has also been prepared by the same 

‘ 1 2 
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method, and the analytical data point to the constitution 
2(H 3 As0 4 ),Ag 3 As0 4 ,4C 2 Ag 2 . Its properties are similar to those of 
acetylene silver phosphate (he. cii.). W. G, 

The Interaction of Methyl Iodide and Potassium Plumbite 
J. G. F. Druce (Chem. News, 1922, 124, 215—217 ; cf. A., 
i, 426).— Contrary to the behaviour of alkaline solutions of stannous 
hydroxide, it is shown that no organo-metallic compounds are 
obtained with potassium plumbite and methyl iodide. The con- 
stitutional formulae of the potassium hydrogen plumbites and 
stannites are discussed. W. E. G. 

Preparation of Vinyl Compounds and Polymerisation 
Products Thereof. H. Otto Traun s Forschitxgslaboratoeicm 
(Brit. Pat. 156117).— The addition of hydrogen haloids, methyl 
haloids, or organic carboxylic acids to acetylene hydrocarbons 
takes place smoothly and rapidly at 100 — 120° under a pressure 
of 1 — 2 atmos. By increasing the pressure and by raising the 
temperature when all the acetylene is absorbed, polymerisation 
products of the vinyl esters are obtained without the necessity of 
isolating the intermediate product. Although the reactions pro- 
ceed quite satisfactorily without catalysts, they can be accelerated 
if desired by the addition of small amounts of certain metals or 
metallic compounds (other than mercury compounds, the use of 
which is already known, and involves troublesome regeneration 
processes) such as magnesium, tin, or copper, or their compounds, 
iodine, hydiiodic acid, boron compounds, or organic acid anhydrides. 
If the acetylene is diluted with an inert gas such as nitrogen, or 
with benzene or petroleum vapour, the pressures can he increased 
to 10—15 atmos. or more and the reaction correspondingly accelerated 
without risk of explosion of the acetylene. Examples : (1) 40 parts 
of allylene and 36—38 parts of dry hydrogen chloride are heated 
at 120° at 1—2 atmos. pressure for ten to twenty -four hours. 
Yields of 80 — 85% of p-chloropropylene and 10—15% of another 
chloro-eompound are formed, and the former can be completely 
polymerised by further heating at 150 — 200°. The polymerisation 
is accelerated by increasing the pressure to, say, 15 atmos. by the 
introduction of nitrogen. The polymerisation product can be 
employed for the preparation of varnishes, or can be transformed 
into rubber-like substances by the removal of the halogen by the 
action, for example, of sodium, calcium, or magnesium in presence 
of an inert organic liquid. (2) Twenty-six to twenty -eight parts 
of acetylene are gradually introduced into a mixture of 50 parts 
of acetic acid and 1 part of acetic anhydride. The mixture is 
heated at 40 — 60° and the pressure raised to 5 atmos. by the intro- 
duction of nitrogen. The product consists of 75 parts of vinyl 
acetate and 3 — 5 parts of ethylidene diacetate. If the temperature 
is then increased to 120— 200° and the pressure to 10 atmos. or 
more, the esters are polymerised to products which vary in in- 
sistence from semi-liquids to more or less tough solids, according 
to the extent to which the polymerisation is allowed to proceed. 

G. F. M. 
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preparation of Vinyl Haloids. H. Otto Traun’s Forschu ngs- 
LiBORATORiUM (Brit. Pat. 156120). — Vinyl haloids are obtained in 
good yield without the intermediate isolation and purification of 
acetylene by the action of concentrated aqueous hydrogen haloids 
^ 60—95° on calcium carbide in the presence of a catalyst, pre- 
ferably a mixture of a mercury and a copper salt. The reaction 
occurs without catalysts if the pressure is increased above atmo- 
spheric, but some of the vinyl haloid is polymerised under these 
conditions. The vinyl chloride distils off as it is formed, and if 
a stream of hydrogen chloride is passed through the reaction mixture 
during the operation the yield is almost quantitative. Small 
quantities of zinc, aluminium, or tin chlorides accelerate the 
addition of hydrogen chloride to the nascent acetylene, but ferric 
chloride accelerates the reaction in the direction of the formation 
of dichlcroacctaldehyde. G. F. M. 

The Labile Nature of the Halogen Atom in Organic Com- 
pounds. II. Action of Hydrazine on Nitrogen Halogen 
Compounds and on Bromomalonic Esters. E dm ij n n La ngley 
Hirst and Alexander Killen Macbeth (T., 1922, 121, 901 — 
Ml). 

The Labile Nature of the Halogen Atom in Organic Com- 
pounds. I. Titanium Reductions of Substituted Nitro- 
paraffms. Thomas Henderson and Alexander Killen 
Macbeth (T., 1922, 121, 892—903). 

The Surface Tension of Mixtures of Alcohol and Water at 

25°. Louis Leighton Bircumsiiaw (T., 1922, 121, 887 — 891). 

Co-ordination Forms of Glycerides. I. Klimoxt (Oestcrr. 
Chem. Ztg ., 1922, 25, G3— 61). — A replv to Grim (this voh, i, 
420). " H. \Y. 

Properties of Mixtures of Ethyl Ether, Sulphuric Acid, 
and Water. James Robert Pound (T., 11122, 121, 941 — 945). 

Preparation of Alkyl Sulphates. Henry Dreyfus (Brit. 
Pat. 177189). — Ethyl sulphate or its homologues are obtained by 
beating alkali pyrosulphates (2 mols.) or chlorosulphonates (2 mols.) 
with ethyl alcohol or ethyl ether or their homologues (2 mols.) 
and after four to five hours, distilling olf the ester, preferably in 
a vacuum. Alternatively, the alcohol vapours may be passed over 
sodium pyrosulphate heated at 150° in a vacuum, whereby ethyl 
sulphate together with unchanged alcohol distils oft’ as fast as it 
is formed. G. F. M. 

Preparation of Vinyl Sulphuric Acid and Homologues 
thereof. H. Otto Traun’s Forschungslaboratorium (Brit. Pat. 
156121). — Vinyl sulphuric acid is formed almost quantitatively 
according to the equation CHiCH+H. i S0 4 —0H 2 :CH < S0 3 *0H, when 
cold anhydrous sulphuric acid (96 parts) is gradually saturated, 
at temperatures below 0°, with 26 to 28 parts of acetylene at 
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2 to 5 atm os. pressure, preferably in presence of small quantities 
of a catalyst such as mercuric sulphate. Homologues of acetyl^ 
can be used in a similar way. G. F. M # 

Trimethylene Dinitrate. F. Bleciita [Z. ges. Schiess-Sprena. 
stoffw 1922, 17, 57 — 58). — Pure trimethylene glycol (b. p. 211-1 
212°/741 mm., d 15 1*054) was nitrated in Schlogel’s apparatus 
the composition of the mixed acids being nitric, 25*26%, sulphuric 
66*55%, water, 8*19%. Ten grams of the glycol were slowly 
dropped into 200 grams of mixed acids cooled to 8° with violent 
agitation. The increase of temperature was much greater than 
in the nitration of glycerol, and drops hanging from the funnel 
on being splashed with the acids ignited regularly. The nitrate 
obtained was washed with cold water, 2% sodium carbonate 
solution, and finally several times with cold water and dried to 
constant weight in a vacuum over sulphuric acid. The nitrogen 
content was 16*7% (theoretical, 16*87%), The product was 
similar to glyceryl nitrate but less viscous; d 15 1*408. It was 
miscible in all proportions with methyl alcohol, ether, chloroform, 
benzene, or acetone, only slightly soluble in carbon bisulphide, 
solubility in 96% ethyl alcohol 1 : 5, solubility in water at 20° 
1 : 410. No signs of crystallisation occurred on cooling for three 
hours at —20°. Tested by Abel’s method at 83°, it showed slightly 
less stability than glyceryl nitrate. Its sensitiveness to impact 
is the same as that of the latter. H. C. H. 

Symmetrical Dibromopivalic Acid and 1 -Methyl w/c/o- 
propane-l-carboxylic acid. Moritz Kohn and Akissim 
Men dele witsch (Monatsh., 1921, 42, 227 — 244). — Symmetrical 
dibromopivalic acid and from it dihydroxypivalic acid were 
synthesised by the following steps. Two mols. of formaldehyde 
and 1 mol. of propaldehyde were condensed in aqueous potassium 
hydroxide to dihydroxy- xx-dimethylpropaldehyde, which was 
converted into its oxime. The oxime, which readily decomposes 
on heating, was boiled with excess of acetic anhydride whereby 
it was converted into diacetoxypivalonitrile. By heating in a 
sealed tube at 125 — 130° for twenty hours with saturated hydro- 
bromic acid, the nitrile was converted into dibromopivalic acid, 
CMc(CH 2 Br) 2 ‘C0 2 H, m. p. 56—58°, crystallising from light petrol- 
eum in rhombic pyramids [a : b : c— 0*8949 : 1 : 0*7789], d 2*078. 
By boiling with lead oxide and water, the dibromopivalic acid was 
converted into d ihyd rox ypivalic acid, m. p. 179 — 182°, crystallising 
from water in small, acute rhombohedra or tetrahedra belonging 
to the trigonal-pyramidal class of the rhombohedral system, 
[a : c=l : 1*2549], d 1*329. The product obtained by Koch and 
Zemer (A., 1901, i, 633), m. p. 163-164°, was evidently impure. 

Methyl dibromopivalate has b. p. 229 — 231°. Methyl dihydmf 
pivalate was prepared by alkylating dihydroxypivalic acid with 
diazomcthanc. It forms apparently rhombic, very deliquescent 
prisms, m. p. 40-45°, b. p. 145°/20 — 22 mm. 

By reduction of the methyl ester of dibromopivalic acid in nietuy 
alcohol with zinc dust, methyl 1 -ntelkylcyclopropane-hcarboxyia c 
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ag f or med; it is a colourless, mobile liquid, b. p. 121 — 123°, 
w .v camphor-like odour. The free acid crystallises from water 
in spear-shaped crystals, m. p. 28-31°, b. p. 183-185°/762 mm. 
The calcium salt, (C 5 H 7 0 2 ) 2 Ca, crystallises in flat, rhombic needles; 
the silver salt, C 5 H 7 0 2 Ag“ forms thin needles or leaflets, apparently 
rhombic. ' E - H - R 

Behaviour of Crotonic Acid in Ultra-violet Light. II. 
r Stoermer and E. Robert (Ber., 1922, 55, [J5], 1030—1040; 
cf. Stoermer and Stockmann, A., 1914, i, 925). — It has been found 
previously that the transformation of crotonic into foocrotonic 
acid under the influence of the light from a Uviol lamp could not 
be established with certainty. By the use of the more powerful 
Heraus lamp, this transformation has been shown to occur to a 
small extent; on one occasion, it was found possible to isolate 
pure wocrotonic acid from the product, but, in general, the sub- 
stance is separated as the corresponding amide. The experiments 
are rendered difficult by the restricted range of solvents available 
and the marked resinification which usually occurs, but is least 
obvious in toluene. 

Under the influence of ultra-violet light, aniline and ammonia 
are very readily added at the double bond of a(3-unsaturated acids. 
Thus crotonic acid and aniline give mainly (3-anilinobutyric acid 
and anilinobutyranilide with minor amounts of croton- and iso- 
croton-anilides/ whereas the chief products with ammonia are 
|3-aminobutyric acid and iminodibutyric acid, and, in addition, 
very small quantities of crotonamide. Crotonic acid and p-tolu- 
idine give (3-p-toluidinobutyric acid, which could not be caused to 
crystallise and was therefore analysed as its ethyl ester, b. p. 186 — 
188°/30 mm.; the latter yields a hydrochloride which crystallises 
with difficulty. 

Acetic, propionic, and (to a less extent) benzoic acids are con- 
verted into their anilides when mixed with aniline and exposed 
to the light of the Heraus lamp ; the action is shown to be due to 
the radiation and not to the temperature of the lamp. The forma- 
tion of amides takes place with considerably greater difficulty. 

H. W. 

Erucic Acid and Erucic Anhydride. II. D. Holde and 
C. Wilke ( Z . angeiv. Chem,, 1922, 35, 186 — 187; cf. this vol., i, 
217).— Historical. The authors give an account of attempts by 
earlier workers to isolate pure erucic acid from rape oil, the suc- 
cessful conclusion of which in their hands has been already 
described (foe. cit.). G. F. M. 

So-called Rapic Acid. Alfred .Grabner (Monatsh., 1921, 
42, 287 — 292). — The acid known as rapic acid was first isolated 
by Reimer and Will (A., 1887, 1030) and was shown by Zcllner 
to have the formula C^H^Og (A., 1896, i, 592) and to be probably 
an isomeride of oleic acid. It has now been submitted to detailed 
comparison with oleic acid and shown to be identical therewith. 

E. H. R. 
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Action of Thionyl Chloride on a-Hydroxy-acids. ft g 

Blaise and (Mlle) Montagne (Cmnpt. rend-., 1922, 174, 

1174). — Thionyl chloride reacts with glycollio acid, giving ^ 
products, namely, Chlorosulphonylacetyl chloride, S0 2 C1*CI1 2 *COC1 
b. p, 78 — 82°/16 mm., and chloroaceioxyacetyl chloride. 

CH 2 CI*COO*CH 2 *COC1, 

b. p. 99 — 101°/17 mm. The former compound is very unstable 
and on heating at 180° it decomposes, giving sulphur dioxide and 
chloroacetyl chloride. It is also decomposed by water or methyl 
alcohol. With aniline, it gives ghjcollanilide sulphite , 
S0(0-CH 2 -C0-NHPh) 2 , 

m. p. 140 — 141°. This sulphite also loses sulphur dioxide 
heated, giving glycollanilide, which, with thionyl chloride, regen. 
erates the sulphite. Chloroacetoxyacetyl chloride gives with 
aniline an anilide, m. p. 119°. W. 0. 

Oxidation of Dihydroxy stearic Acid. Yoshihiko Asa hi x* 
and Yoshitoyo Ishida (J. Pharm. Soc. Japan , 1922, 171—179).- 
Azelaic and w-nonoic acids are readily prepared from dihydroxy, 
stearic acid by oxidation. One part of dihydroxys tearic acid 
(obtained by oxidation of oleic acid with potassium permanganate 
in potassium hydroxide solution) is added to a mixture of 2 parts 
of crystallised sodium dichromate and 25 parts of 25% sulphuric acid, 
and gradually heated on an oil-batli until the temperature has risen 
to 80°; the mixture is then distilled with steam, the temperature 
of the bath being maintained at 110—120°. The distillate is 
saturated with sodium chloride, extracted with ether, and recti lied, 
when n-nonoie acid of b. p. l;50°/20 mm. is obtained. The non- 
volatile residue is filtered while hot. On cooling the filtrate, 
impure azclaic acid crystallises. It is dissolved in concentrated 
sodium carbonate, or, better, sodium hydroxide solution, boiled 
until the accompanying coloured compound is destroyed, filtered, 
acidified, and crystallised, when white leaves, m. p. 128—132 . 
are obtained. From 504 grams of di hydroxy stearic acid, 202*5 
grains of azelaic acid and 130 grams of n-nonoic acid were 
obtained. 

By the same method, 89 grams of azelaic acid and 415 grams 
of heptoio acid were prepared from 480 grams of the trihydroxy- 
stearic acid obtained from ricinolic acid by oxidation with potassium 
permanganate. K- K. 

The Hydrolysis of the Mono - and Di-ethyl Esters of Diethyl- 
malonic Acid. Philippe Dumesnil {Bull. Soc. ckim 19-- 
[iv], 31, 320-324; cf. A., 1921, i, 391).— The author has repeated 
previous work (loc. cit.) under slightly different conditions, and 
has obtained confirmatory results. 

Glutaconic Acid. II. P. E. Verkaue (Rec. trav. chivi.. 
1922, 41, 208—223; cf. Verkade and Coops, A., 1920, i, 

A summary and extension of previously published work. I>ineren 
methods of preparation of glutaconic acid (Conrad and Gut izei f 
A., 1883, 311; Blaise, A., 1904, i, 10; Fichter and Dreyfus, a., 
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1900 i, 426; von Pechmann and Jenisch, A., 1892, i, 147; von 
Pechmann, A., 1891, ii, 1457; Bucherer, A., 1890, i, 736) are 
shown to yield a substance of identical properties; no trace of 
the presence of an isomeride could be detected. Various methods 
of preparation of isomerides were attempted, but without success. 
The formula suggested by Perkin and Tattersall (T., 1905, 87, 
361) and modified by Thorpe (T., 1912, 101, 871) is discussed and 

the author suggests that C0 2 H — CH CH — CH — C0 2 H is the 

H 

best representation of the experimental evidence. H. J. E. 

Isomerism in the Glutaconic Acid Series. Franz Feist 
[Annalen, 1922, 428, 25 — 40). — The evidence which has been 
accumulated by Thorpe and bis co-workers during the past seven- 
teen years is summarised. The author maintains his view that 
the isomerides in this series of acids are of the ordinary geometrical 
type, the difference, revealed by Thorpe’s work, between the 
chemical relationship of these compounds and that subsisting 
between other maleoid and fumaroid acids being a difference of 
degree and not one of principle. The absence of a second form 
of glutaconic acid is readily explicable on the assumption that the 
double bond changes position (cf. following abstracts and this 
vol., i, 553). C. K. I. 

The Two p-Methylglutaconic Acids. Franz Feist and 
Paul Karl Breuer {Annalen, 1922, 428. 59 — 68). — Both the 
cis- (labile) and tram - (normal) forms of ethyl (3-methylglutaconate 
yield ozonides which on hydrolysis give ethyl acetoacetate and 
ethyl glyoxylate (also acetone and oxalic acid), cis- Ethyl S -methyl- 
glutaconatc readily absorbs chlorine, giving a dichloride (C 10 H 16 O 4 Cl 2 ), 
b. p. 159 — 161°/12 mm., and a fricAioro-coinpouud (O 10 H 15 O 4 C'l 3 ), 
b.p. 116-5° /0*57 inm., 130°/0*96 mm., 142-0°/l-70 mm., 155 0 o /2-70 
mm, The dibromide, b. p. 10S°/0*11 mm., 116°/0G6 mm., 133 /2 20 
mm., 154: — 156°/11 mm., 159 — 160 D /13 mm., on condensation with 
ethyl sodiomalonate gives ethyl ethanetetra carboxyl ate and ethyl 
\nomlyl-n-butyrale, b. p. 125'3°/r6 mm., 163 0 /5 min. (cf. preceding 
abstract). Q. K. I. 

o$-Diniethylglutaconic Acid. Franz Feist and (in part) 
Paul Karl Breuer [Annalen, 1922, 428, 68 — 75). — Xeither the 
: c/s ; (labile) nor tram - (normal) forms of a,3-dimethylglutaconic 
acid undergo optical resolution with the help of brucine, strychnine, 
or quinine. The quinine salt of the cw-acid is crystalline (needles), 
and has the composition C 7 H 10 O 4 ,2C 20 H 24 O 2 N 2 ,6H 2 O. 

Ethyl cis- (labile) a^-dimethylglutaconate gives an oily ozonidc, 
4'nHigOg, wliich on hydrolysis gives ethyl acetoacetate, ethyl 
U acet0acetate ’ raet ^yl ethyl ketone, and other products 

ich were not identified. The trans - (normal) ester yields au 
| 01 ly ozomde, which on hydrolysis gives mainly ethyl 

,acctoacetate, acetone, and acetic acid. To account for these 

t* 
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results it appears to be necessary to assume three-carbon 
tautomerism as in the case of the (3-phenyl-a-methylglutaconic 
esters (cf. preceding abstracts and this vol., i, 553). C. K. I, 

Aleuritic Acid. C. Harries and W. Nagel [Chem. Umschau^ 
1922, 29, 135— 137).— The acid was obtained as potassium salt 
in 30% yield by allowing 5A-potassium hydroxide to act in the 
cold for twelve hours on shellac. After purification, the acid 
gave figures corresponding with the formula 0 16 H 32 0 5 , and mole- 
cular weight determinations confirmed this. The acid has ra. p, 
100 — 101°, and yields a methyl ester (colourless needles, m. p< 
69 — 70°) and a triacetyl derivative, C^H^OAc^COgH, and when 
reduced by hydriodic acid yields palmitic acid. The acid is there- 
fore a trihydroxypalmitic acid as suggested by Endemann and 
not dihydroxytridecoic acid as stated by Tschirch and Farner 
(A., 1899, i, 447). H. C. R. 

Action of Acids on Ammonium Molybdomalate. E, 

Darmois (Compt. rend., 1922, 174, 1062 — 1064). The ammonium 
molybdomalate, 2Mo0 3 ,C 4 H 4 0 5 (NH 4 ) 2 , is very sensitive to the 
action of acids. On the addition of small amounts of hydrochloric 
acid to its solution the rotation rapidly decreases to a limit value 
which is the same if nitric or sulphuric acids is used in place of 
hydrochloric acid. The limiting value of the rotation corresponds 
with the formation of the compound, Mo0 3 ,2C 2 H 6 0 5 . If acetic 
acid is used, the action is not so marked and the results with this 
acid and its chloro-dcrivatives indicate that, in these cases, the 
diminution in rotation is proportional to the total quantity of 
hydrogen -ions. It is suggested that this difference may serve 
as the basis of a method for detecting the presence of mineral 
acid in acetic acid. ^ * ^ 


Preparation of Formaldehyde and Methyl Alcohol. H. 

Otto Traun's Foksch u ngslaboratori u m (Brit. Pat. 156148). 
Formaldehyde and methyl alcohol are obtained by the oxidation 
of methane, or natural gas containing methane, by means of 
carbon dioxide, the mixed gases being passed through a con- 
stricted pipe heated at 500-700° at the constriction, and the 
gaseous reaction products rapidly cooled. The tube may be made 
of copper, silver, or nickel, or alloys of these metals wit i one 
another or with tin, zinc, aluminium, etc., which metals calalytica \ 
assist the reaction. If iron pipes are used, they arc advantageous, 
packed with wire or turnings of the above metals or alioya. ^ 
following reactions apparently occur in the process . a 
2CO -f 20 and CH 4 -|- 20 = H*CHO f H 2 0 . The yield of formal; ^ 
under favourable conditions may amount to 56 / 0 , caltu ■ 
the methane employed. The yield of methyl alcohol lS a ,, 
by a slower passage of the gas through the tubes, an J g 
presence of hydrogen in the gas mixture. Saturation of . th J - 
with alcohol vapour at 20 — 30° favourably influence ^ ^ jj 
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Aptitude of Formaldehyde to Form Hydrocyanic Acid by 
Oxidation in Ammoniacal Silver Solutions. R. Fosse and 
A. Hieulle (Compt. rend., 1922, 174, 1021 — 1023; cf. this vol., 
j 117).— By oxidising very small amounts of formaldehyde with 
excessive amounts of potassium permanganate in strong ammonium 
hydroxide in the presence of a silver salt and ammonium chloride 
the yield of hydrocyanic acid obtained may be as high as 37%. 
At the same time, however, a considerable amount of cyanic acid 
is produced. W. G. 

Preparation of Acetaldehyde from Acetylene. Shuichir6 
Ochi, Yoichi Onozawa, and The Tokyo Industrial Laboratory 
(Japan. Pat. 38752, 1921). — Acetaldehyde is prepared by intro- 
ducing 10-3 litres of acetylene into 100 c.c. of a solution containing 
25 grams of sulphuric acid, 1 gram of mercuric oxide, and 3*6 grams 
of ferric acetate, and heating at 40° for three hours, the product 
being then distilled with steam. K. K. 

Researches on Residual Affinity and Co-ordination. VIII. 
Interaction of Tellurium Tetrachloride and (3-Diketones. 

Gilbert T. Morgan and Harry Dugald Keith Drew [with 
E. A. Cooper] (T., 1922, 121, 922—940). 


Electrolytic Reduction of Dextrose. Alexander Findlay 
and Vernon Harcourt Williams (Trans. Faraday Soc 1922, 
17, 453 — 456). — The method and apparatus used were those of 
Tafcl (A., 1900, ii, 588). A current density of 0*16 ampere per 
sq. dcm. was employed, the solutions contained 1—10% of dextrose 
in 3% of sulphuric acid, the rate of absorption of hydrogen fell 
rapidly almost to zero, and the total amount absorbed corresponded 
with a 2% reduction of dextrose. The current concentration was 
varied between the limits of 0*04 and 0*444 ampere per 100 c.c. 
\Vith increase of current concentration the absorption of hydrogen 
increases but falls off rapidly. No appreciable change was effected 
by changing the temperature, substituting gas carbon or Acheson 
graphite for lead electrodes or changing t lie current density. The 
rapid falling off of the hydrogen absorbed was found to be due to 
» film of lead formate formed on the cathode. The products of 
(eduction were found to be formic acid and a pentose {cf. Lob, 
riAoio /ii’ 94 ) ; C01lt rary to the claims of O’Brien Gunn (D.R.-r. 

(1900)], no hexahydrie alcohol was formed. W. T. 

The Catalytic Hydrogenation of Dextrose. W E (Uke 
\ : Ai ™r.Ckem. Soc,, 1922, 44, 859-861 ).— When dextrose is 
J r °g? na tcd m iV/2-potassium hydroxide solution in the presence 
p a mum black, d- sorbitol and d - mannitol are obtained. 

W. G. 

Eiinrm^ eS Acylated Halogen Sugars. Karl 

Tho R ? und 0tto Ivkes ( />r » 1922, 55, [J?], 929—941).— 
tvno nf 10r + u ave the synthesis of substances of the 

n oi acetobroniogl ucose in which the individual acetyl groups 

t* 2 
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are replaced by other acyl radicles. The preparation of triacetyl. 
p- toluenesulphonylbromoglucose , 

CHBr-CH(C)Ac)-CH(O*SO 2 *C 7 H 7 )-0H*CH(OAc)*CH 2 *OAc, 

1 - O “ 1 

is now described, the initial material being dextrosediacetone 
(cf. Fischer and Rund, A., 1916, i, 364). 

A simplified method for the preparation of dextrosediacetone 
consists in shaking ^-glucose (Behrend, A., 1907, i, 481 ; I9p ) 
i, 14) with acetone containing a little hydrogen chloride at the 
atmospheric temperature and subsequent neutralisation of the 
acid by the addition of 5A 7 -sodium hydroxide solution; the bulk 
of the acetone is removed by distillation on the water-bath and 
the remainder under diminished pressure. The dextrosediacetone is 
removed from the residue by treating it with warm light petroleum. 
It is converted by toluene-p -sulphonyl chloride in the presence of 
aqueous potassium hydroxide solution or pyridine into tolum- p. 
sulphonyldext rosed iacetone, slender needles, m. p. 120 — 121°, 
—81-7° in A'.-tetrachlorocthane; the latter substance is remarkably 
stable towards warm concentrated alcoholic alkali hydroxide 
solutions and is unaffected by ammonia at 100°. Warm dilute 
sulphuric acid causes the successive removal of the acetone residues 
and the toluene-p-sulphonyl group, so that by interrupting the 
reaction at the requisite moment it is possible to isolate 3-tohm 
p-sulpkonyldextrose (the constitution assigned to this compound is 
necessarily dependent on the correctness of the formulation of 
dextrosediacetone) ; the substance crystallises as the monohydratc. 
m. p. (indefinite) 70—71° after softening at 65—66°, [a]g 4-39-64' 
in aqueous solution. It is reconverted by acetone and hydrogen 
chloride into toluene-p-sulphonyldextrosediacctone. Treatment of 
toluene-p-sulphonyldcxtrose with pyridine and acetic anhydride 
leads to the formation of tdutne^suIphonyUetm’acelylqlum, 
m. p. 170—171° (decomp.), [a] D -f 13-6°, when dissolved in a.-tetra- 
chloroethane. The tetra-acetyl derivative is converted by glacial 
acetic acid and hydrogen bromide or by liquid hydrogen bromide 
into tditene-ip-mlphonyUriacetylbromoglucose, slender needles, m. p. 
150—151°, [a] D -f 164*4°, which can also be prepared directly from 
toluene -p-sulphonyldextrosediace tone, glacial acetic acid, and 
hydrogen bromide; it is re-converted by a solution of thallium 
acetate in acetic acid and acetic anhydride into toluene-p-sulphoiiyl- 
to t ra* acet yldext r ose . Toluenc-p-sulptomyltriacetylmethylgluMW 

slender needles, m. p. 138°, [xg — 17*1° in «.-tetrachlorocthaneb])»| 
pared by agitating a solution of the bromo-compound m me } 
alcohol with silver carbonate. „ , 

BenzoyUriacei ylb ro moglucose, m. p. 152°, [a] D + 16-° ™ 
dissolved in s.-tctrachloroethane, is prepared by the action o 
glacial acetic acid and hydrogen bromide on benzoyldex r t 
diacetone (Fischer and XotJi, 7 
An improved method is gh 
maltose. When dissolved in 
solution of hydrogen chloride 
substance, m. p. 112 — 114° 


loc. ca.). , i 

ren for the preparation of octa-ace 
benzeiic, it is converted by a satura e 
} in anhydrous ether into a cry&ta 
, [a] D +67*5° in chloroform, w* 1 
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nears to be an octa-acetylchloromaltose ; the chlorine atom 
is displaced with unusual readiness. 

*The estimation of readily eliminable halogen is conveniently 
effected by boiling a solution of the substance in glacial acetic 
acid with a similar solution of thallium carbonate. The thallium 
haloid which is quantitatively precipitated is filtered through a 
Gooch crucible, washed with hot glacial acetic acid, dried at 
135_140°, and weighed. H. \V. 

Thioglucose. Fritz Wrede (Z. physiol. Chem., 1922, 119, 
46—59)- — Boiling potassium disulphide solution converts tetra- 
acetylbromoglucose into oeta-acetyldithiodiglucose (Wrede, A., 
1920 i. 13), and this, on reduction at a temperature below 25° 
with sodium amalgam in alcohol containing acetic acid, gives 
/ etra-acdyltkioglucosp, , which crystallises in thick, compact masses, 
m p 75 °; [ a ]b — 13-57°, in 90% alcohol, after seven days, — 6-78° ; 

in aa^p-telrachloroethane. Tetra-acetylthioglucosc 
quickly changes Fehling’s solution in the cold and gives a dark- 
coloured precipitate on boiling. On long exposure to the air, 
hut quickly if hydrogen peroxide be added, it is reconverted into 
octa-acetyldithiodiglucose. With diazomethane in ethereal solu- 
tion, tctra-acetyl-fi-incthylthioglucoside is formed, compact crystals 
from methyl alcohol, m. }>. 95°, [a]^ —10-18° in aa^Metrachloro- 
(' thane. By acetic anhydride, it is converted into penla-ace’yl- 
thioglucose, white, compact needles, m. p. 121°, [x]'d +1*6° in ethyl 
acetate. This substance is also obtained directly from octa-acetyl- 
dithiodiglucose on reduction with zinc dust and acetic anhydride. 
Penta-acctyl thioglucose, on hydrolysis by methyl alcohol saturated 
with ammonia, is converted into thioglucose, which can also be 
obtained in a less pure condition by the reduction of octa-acetyl- 
dithiodiglucose with aluminium amalgam or sodium amalgam in 
alcoholic solution containing acetic acid. It has not been found 
possible to recrystallise thioglucose. After drying over phosphoric 
oxide in a vacuum, it is an amorphous, white ponder, sintering 
at 70“ and foaming at 105°. ft shows mutarotation ; [at]}? -f23° 
in 50% alcohol when equilibrium is reached. Its solubility is similar 
to that of dextrose; its taste is unpleasant and scarcely sweet. 
Folding's solution gives a green colour in the cold, which does 
not increase on heating. It forms a silver salt, C 6 H n 0 5 SAg, a 
yellowish-white non -hygroscopic powder, which can be decom- 
posed by methyl iodide to give p-methylthioglucoside isolated as 
its tetra-acetyl derivative. W. O. K. 

The Polymerisation of Lsevoglucosan. Ame Pictet and 
J. II. Ross (Compt. rend., 1922 ; 174, 1113—1114; A., 1921, i, 647, 
766). — When laevoglucosan is heated with a trace of zinc chloride 
at 140°, the reaction ftC 6 H 10 O 5 — (C 6 H 10 O 5 ) n takes place in a few 
minutes, but the products of the reaction vary with the pressure. 
As the pressure increases the value of n increases. Thus at a pres- 
sure of 15 mm, the product is a dilcevoglvcosan , m. p. 135°, [a] D 
+28-2° ; at the atmospheric pressure the product is tetralcevoglucosan , 
+111-0°; at a pressure of 4-6 atmos. hexalcevoglucosan , 
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Md 4-94*1°, is obtained, and at 13-3 atmos. odal(BVoght COm 
[a] D 4-72*8°, is the product. As the polymerisation increases, tfo 
products have properties more nearly approaching those of ^ 
dextrins. \V. G. 

Celloisobiose. H. Ost and G. Knoth ( Cdhtlosechemie , 1922, 
3, 25 — 38 ). — Celloisobiose is a well-characterised biose sugar the 
octa-acelale of which occurs in the products of acetolysis of cellulose, 
but readily undergoes conversion into the more stable cellobiose! 
octa- acetate. The octa- acetates are partly separable by extracting 
the crude product of acetolysis with ether and then extracting thJ 
extracts with alcohol. The utobioso acetate is concentrated j a 
the fractions which arc readily soluble both in ether and in alcohol. 
The biose itself is isolated by saponifying the acetate fraction with 
N /2-barium hydroxide at 25° and submitting the syrup to a 
systematic fractionation with aqueous alcohol of 85— 100% strength. 
The major portion occurs in flic fractions soluble in 85% alcohol. 
A yield of 2*5 parts of purified Mobioso per 100 of cellulose was 
thus isolated, but, owing to the instability of its acetate, the 
quantity originally formed must have been much larger. Cello- 
isobiose crystallises in microscopic needles with HL 2 0; after 
drying at 105°, the crystals break down to a powder. It is hydro- 
lysed more slowly than most other bioses into 2 niols. of dextrose. 
It shows multirotation, which arrives at a constant value of 
[ajj5 4-24*6° after six horn's in 0 — 8% solution. It has a cupric- 
reducing value equivalent to 63*2% of dextrose, and forms an 
osazonc melting at 165 — 167°, with a composition indicating one 
free aldehyde group. The authors consider that the cellulose 
molecule is probably built up entirely of biose units, and that 
their crude acetates derived directly from the cellulose apparently 
contained 40% of cellobiose octa-acetate, 40% of wobiose octa- 
acetate, and about 15% of acetates of cellulose dextrins, which 
themselves would presumably have given further quantities of 
biose acetates if the reaction had been more complete. J. F. 8. 

The Heat Developed by the Action of Sodium Hydroxide 
on Cotton (“ Mercerisation ”). Titos. Barratt and J. W. 
Lewis (Traits. Text. Inst ., 1922, 13 , 113— 120) —As a contribution 
to the problem of the connexion between the concentration of 
podium hydroxide employed and the “degree of mercerisation' 
produced, which has not yet received any satisfactory solution, 
the authors have measured the heat developed when well-scoured 
Egyptian cotton is immersed in solutions of sodium hydroxide of 
various concentrations. Since the heat developed is not great 
(the greatest rise in temperature being O-o 0 ) and equilibrium is 
only reached after several minutes in certain cases, an electrical 
system was elaborated by means of which heat development was 
measured directly and such factors as the specific heat of the 
liquid and the total thermal capacity of the calorimeter and i » 
contents could be neglected. The apparatus is fully describee, 
and it is stated that it would also serve for a study of heats 
dilution. 
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A small correction was applied for the heat of dilution of the 
alkali by the water present in the cotton. This amounted to 5*1 %, 
the material being kept for several months in a desiccator over 
sulphuric acid {cl T345), at nearly constant temperature, in order 
to control the moisture content. The “ heat of mercerisation ” 
increases with the concentration of the sodium hydroxide solution, 
but is not proportional to it. The curve shows an inflection corre- 
sponding with a rapid increase in the heat produced when the 
concentration of alkali is between 10% and 15%, which is the 
lower limit of the commercial mercerising process. A second 
inflection, corresponding with a decrease, occurs at about 30%, 
which is near the upper limit of solutions usually employed in the 
industry. The rate at which heat is developed is greatest between 
about 10% and 18%, equilibrium being reached in solutions within 
these concentrations in about two minutes. J. C. W. 

Compounds of Iodine with Constituents of Starch. H. von 

Euler and Karl Mykhack (Annalen, 1922, 428, I — 24). — This 
paper records a large number of measurements of the partition 
coefficient of iodine between benzene and starch obtained from 
various sources and previously treated in different ways. The 
general inference is that two compounds are formed probably 
with the amylose, and the formulae (C 6 H. 10 O-) 12 L, and (C 6 H 10 O 5 ) 12 I 4 
are suggested with reservations. The formation of these substances 
is reversible, and is controlled by a dissociation pressure for each 
which is constant for a constant temperature, although above 
40° the formation of hydriodic acid becomes perceptible. 

Starch -iodide can be titrated with sodium hydroxide, one atom 
of iodi ne being eq uiva lent to about 7Na()H . On back -t it ration with 
acids, the iodine is again liberated and forms starch -iodide, one atom 
of iodine being set free for each INaOII neutralised. 0. K. I. 

Amylocellulose considered as Composed of Silicic Acid 
and Amylose. G. Mauitano and M. (,'atoirk {Comp}, rei.cl, 
1922, 174, 1128 — 1130). — The authors suggest that the resistance 
to the action of hot water or acids shown by that part of the starch 
grain known as amylocellulose is due to the presence of silicic 
acid and that this material is really a complex compound of amylose 
with silicic acid of the type [Sib 3 ((\H J0 O 5 )JH 2 . They consider 
that the various amylaeeous materials may be looked on as com- 
plexes of silicic acid, phosphoric acid, or simply water with the 
group C 6 H 10 O 5 , and that this theory is in better accord with the 
experimental facts than that which demands varying stages of 
polymerisation and condensation. ~ \y g 

Chlorites of Ammonium, Tetramethylammonium r and 
oa^ ta ^r Ami f nes ' Giorgi ° RiSNATO Levi {Gazzetta, 1922, 52, i, 
07 -09; cf. A., 1916, ii, 27 ). — Ammonium chlorite, NH 4 C10 2 , 
orma transparent, pale yellow, prismatic needles, is not- deliques- 
cent, decomposes rapidly when heated, and is exploded bv per- 
cussion on an anvil. Methykmine chlorite, NH,Me,HClb,, is 
amable only in 66- 67% aqueous solution, which detonates 
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slightly when poured on to a hot iron plate. Dimethyhmint 
chlorite, NHMe 2 ,HC10 2 , and trimethylamine. chlorite, NMe 3 ,HClO 
also obtainable only in aqueous solution, behave similarly to the 
previous compound, the tertiary compound exhibiting greater 
tendency to decompose on concentration. Tetrarnethylammoniujn 
chlorite, NMe 4 C10 2 , forms colourless crystals, is highly deliquescent 
explodes on percussion, and forms neutral aqueous solutions. 

T.H.P. 


Preparation of Hexamethylenetetramine and Formaldehyde 

H. Otto Traun’s Forschungslaroratorium (Brit. Pat. 156136).^ 
Formaldehyde can be obtained in satisfactory yield by the contact 
oxidation of methane (or natural gas containing methane) if the 
oxidation takes place in presence of ammonia whereby the more 
stable hexamethylenetetramine is formed and the aldehyde k 
thus saved from destruction. For example, a mixture of fi yols 
of methane, 12 vols. of oxygen, and 4 vols. of ammonia is passed 
through a reaction tube provided with a constriction, where it is 
heated at 300 — 500°, or even at 700° if the reaction is performed 
under reduced pressure. The tube itself may serve as the catalyst 
or a steel or iron tube packed at the constriction with silver, niekek 
or copper wire may he used. The reaction product is condensed 
and consists mainly of hexamethylenetetramine (70% yield), from 
which formaldehyde can be regenerated in knowii manner. The 
yields are favourably influenced by saturating the gases with 
methyl or ethyl alcohol vapour before passing them through the 
contact tube. G. F. M. 


The Two Modifications of Glycine. Methylation with 
Diazomethane. Hetxrtch Btltz and Hass Paetzolii (Ber.. 
1922, 55, [B], 10(H) — 1073).' — The occurrence of two modifications 
of glycine has been noted by Fischer (A., 1905, i, 863) and Falk 
and Sugiura (A., 1918, i, 292) ; according to the former, the yield 
of aminoacetyl chloride hydrochloride from glycine depends on 
whether the plate or needle variety of the latter is used, whilst, 
according to the latter, the two modifications behave differently 
when heated and have differing additive capacity towards bromine. 
The explanation is now found in the observation that the largo 
plate-like crystals deposited from aqueous solution enclose mother- 
liquor which is not removed even when the finely divided material 
is heated at 100°. This can be effected at 130°, and the behaviour 
of both crystalline forms becomes then physically and chemically 
identical. Alanine behaves in a similar manner. When heated 
glycine decomposes at about 245° after becoming brown at about 
220° and black at about 237°. Either form absorbs bromine vapour 
to an equal degree under identical conditions, but the actual amount 
depends greatly on the tension of the bromine vapour, and there 
does not appear to be any indication of the formation of a definite 
product. The absorbed bromine is evolved completely when the 
products are prepared over moistened potassium hydroxide. 

Neither variety is methylated appreciably by an ethereal solution 
of diazomethane, such action as is observed being due to the 
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ethylation of admixed methyl alcohol, which can also he 
'atalvsed by other agents. The addition of a small quantity of 
C vater causes the reaction to proceed vigorously with the formation 
of betaine in about 75% yield from either variety ; the action of 
, lip wa ter is attributed to its solvent power towards glycine. 

1 H. W. 

preparation of Diaikylaminoalkyl Compounds. Farbwerke 
vorm. Meister, Lucius, & Bruning (Brit. Pat. 167781; from 
Chm‘. Zentr., 1921, iv, 1223). — Halogen alkyldialkylamines are 
allowed to react with alkali salts of compounds of the general 
formula R*COCHR'*X, where R and R' are hydrogen or an 
organic radicle and X is a negative group such as — C0 2 Et, — COMe, 
— Bz or — CN. Such compounds arc ethyl acctoacctate, ethyl 
cyanoacetate, ethyl malonate, ethyl acctoncdicarboxylate, ethyl 
camphorcarboxylate, ethyl succinylsuccinate, or acetyl acetone. 
Diaikylaminoalkyl compounds can also be prepared by the action 
of dialkylamines on halogen derivatives of the compounds men- 
tioned. Ethyl a -dietkyfaminoethylucetoacetate is prepared from 
ethyl sodioaeetoacetate and cliloro- or b romo - ethy ldiet hyl amine, 
or from ethyl a-bromoethylacetoacetate and diethylamine. By 
similar methods, the following compounds arc obtained : methyl 
ulieihyla minoethylacdoacdate ; ethyl x-di m dhyla m inoetJiylaceio- 
aedatfi ; ethyl dielhylaminobutyldcetoacetate; ethyl dietkylaminodhyl- 
malonate; ethyl diethyla mi n oethylcya noacetate ; ethyl bisdiethyl- 
aminoethyldiketoe.yelohexan edica rboxylate (from dietbyloliloroothyl - 
amine and ethyl sodium succinylsuccinate); ethyl didhylamino - 
(ihylacelonedicarboxyhte ; methyl d i eihykim inodhylca m phorcarboxyl- 
ate; diethylaminoethylacetylacetone. I) i e thylch loroeth yla mine- is ob- 
tained by the action of thionyl chloride on diethylaminoethanol 
in chloroform solution and decomposition of the hydrochloride 
with potassium carbonate. Didhylbromodhylamine is obtained 
by heating diethylaminoethanol hydrobromide with 48% hydro- 
bromie acid. Didhylchlorobutylamine, XEto^OJH.JyCHMeCI , is 
ibtained by the reduction of diethylaminobutanone to the corre- 
sponding alcohol and subsequent treatment with thionyl chloride. 
IHethjlpiperazine dichlorocthylatc is obtained as a by-product in the 
preparation of ethyl a-diethylaminoethylacetoacetate. G. W. R. 

Synthesis of Formamide from Carbon Monoxide and 
Ammonia. Kurt H. Meyer and Ludwig Orth nek (Ber., 1922, 
55, [B], 857 ; cf. A., 1921, i, 775). — A correction in the calculation 
of the equilibrium constant. H. W. 

Synthesis with Cyanamide. Cyanamido ethyl Alcohol and 
Guanidoethyl Alcohol. Emil Fromm and Ernst Hon old (Ber.. 
1922, 55, [B], 902 — 91 1 ). — Gyanamidodhyl alcohol , an oily liquid 
which could neither be caused to crystallise nor distilled without 
decomposition even in a vacuum, is prepared by the action of 
ethylene chlorohydrin on an aqueous solution of sodium cyanamide 
and is characterised by its benzoate and p-tolucnesulphonate. 
The substance can react in the following forms, NC*NH*CH 2 *CH 2 *OH , 
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HN:c:N-CH 2 -CH 2 -OH,CH 2 <® fi' 1 ™ 2 , and CH 2 <0~-C:KH 

L'Xig ^ ^ 1 

and its derivatives are constituted differently from one another 
With toluene-p- sulphonyl chloride in the presence of alkali, a wono 
toluenem Ipkonate , m. p. 128°, is obtained which doubtless has the 

constitution CH 2 <® h H , since it is converted by cold 

dilute sulphuric acid with loss of ammonia into 3-p j 
1 : 3-oxazolid-2-one, m. p. 193°, is transformed by aniline even in 
the absence of water into diphenylcarbamide, and yields with 

benzoyl chloride the derivative, CH 2 < CH ^ H , small 

needles, m. p. 117°, which is converted by cold dilute sulphuric: 
acid into benzoic acid, ammonia, and the lactone, m. p. ]Q3° ^ 
above). Cyanamidoethyl alcohol is converted by benzoyl chloride 
in alkaline solution into a dibenzoyl derivative, colourless noodles, 
m. p. 165°, to which the constitution N Hz‘.C!N*OH 2 *CH 2 -0Bz 
is assigned. It is completely stable towards dilute sulphuric acid 
blit is transformed by cold, concentrated sulphuric acid and 
subsequent addition of water into benzoyl-fi-benzoxyethylcarbantkh 
NHBz-CO-NH*CH 2 -CH 2 *OBz, m. p. 176°. It is converted by 
aniline into benzanilide and benzoylphenylcarhamde , lustrous 
platelets, m. p. 204°. Finally, when a boiling alcoholic solution 
of dibenzoylcyanamidoethyl alcohol is treated with ammonia dibenz- 
oyl -fi-h y dr ox ye th ylg ita nidive, NHBzd?(NiI 2 )*N*CH 2 KIH 2 *OBz, thin 
needles, m. p. 150°, is produced from which benzoylcarbamide is 
readily isolated by the action of dilute hydrochloric acid in Hie 
presence of alcohol ; it is remarkable that the guanidine derivative 
cannot be benzoylated further by the 8elintten- Baumann method. 

Guanidodkyl alcohol is prepared by passing gaseous ammonia 
into the boiling alcoholic solution of cyanamidoethyl alcohol ; 
like the latter, it cannot be purified by crystallisation or distillation. 
It can react in the following forms : C(NH 8 ) 2 IN , CH 2 *CH i , 0H, 

HN:C(NH 2 )-NH-CH 2 -CH 2 -0H, and CH 2 <®'“V^ H2 ^ . With 

benzoyl chloride, it gives a iribenzoate, CfNHBzJjIN'CHvCH^OBz, 
m. p. luff, which is hydrolysed smoothly by dilute hydro- 
chloric acid in alcoholic solution to dibenzoylcarbamide, m. p. 19?. 
With toluene- p - sulphonyl chloride and sodium hydroxide, it yields 
a dixulpkonafe , N(SO a -O 7 H 7 ):O(NH a )-N(SO 2 <J 7 H 7 )<IH 2 'CH a '0H t 
lustrous platelets, m. p. 103°, which loses ammonia, without, 
however, adding the elements of water under the action of boiling 
dilute sulphuric acid and gives the new disulphonaie, 


m. p. 206°. 


TH ^o— c:n-80 2 -c 7 h 7 

2 \’H 2 -N-S0 2 -C 7 H 7 ’ 


The Action of Sulphuric Acid on Nitroguanidine. Tbnn^ 
L. Davis (J. Amer. Chem. Soc 1922, 44, 868 — 872 ).— Xitro- 
guanidine is decomposed quantitatively by hot concentrate 
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sulphuric acid, half of its nitrogen being liberated as ammonia 
and the whole of its carbon as carbon dioxide. 

Solubility curves of nitroguanidine in sulphuric acid of varying 
strengths at 0° and 25° have been constructed. W. G. 

Synthesis and Properties of Tetramethylenediguanidine. 

Alexander Kiesel {Z. physiol. Chem,., 1922, 118, 277—283).— 
in repeating the synthesis by Kossel (A., 1910, i, 500, 625) of 
-lajnatine {a -amino- S-guanidi no -n -butane), by the action of cj T an- 
aoiidc on tetramethylenediamine (putrescine), the author has 
improved the yield, and has obtained also from the product of the 
reaction tdramet hylenedigm n idine , C 4 H 8 [N 1I-C(XH) , XH 2 ] ;2 as its 
sulphate, spherical aggregates of needles, in. p. 291° (decomp.). The 
following salts have also been prepared : carbonate, small, thick 
prisms or boat-shaped crystals; hydrochloride, thick, transparent 
prisms ; picrate, small, thin, light yellow prisms, m. p. 253 — 254° 
(decomp.); picrolomte, yellow, amorphous, m. p. 278 — 279° 
(decomp.) ; ( mricMoride , small, lustrous needles, m. p. 172-5°, 
and platinichloride , orange, rhombic plates or feather-like, crystalline 
aggregates, m. p. 224° {decomp.). W. 0. K. 

The Action of the Grignard Reagent on Thiocyanates. 

Roger Adams ( J . Amer. Chem . tioc., 1922, 44, 873). — Certain 
structural formulas given in a previous paper are now corrected 
(cf. A., 1921, i, 5). W. G. 

Preparation of Ethylene Cyanohydrin [0-Hydroxypropio- 
nitrile]. Roiim and Haas (Fr. Pat. 525539; from Chem. Zentr 
1921, iv, 1222).— The reaction of ethylene halogen-hydrins and 
cyanide solutions takes place in aqueous solutions at temperatures 
below the temperature at which the cyanohydrin is decomposed 
by aqueous salt solutions. For example, ethylene cyanohydrin is 
formed by the reaction of ethylene bromohydrin with potassium 
cyanide solution at 55—60°. Ethylene chlorohydrin reacts simi- 
larly with sodium cyanide solution; 85 — 95% of the theoretical 
yield is obtained. G. W. R. 

The Action of Organo -magnesium Compounds on Glutaro- 
nitrile. P. Bruylaxts {Bull. Acad. roy. Brig., 1921, [5], 7, 
252 —259; from Chem. Zentr., 1921, iii, 1349; cf. Blaise, A., 1921, 
i, 647).— By the action of magnesium ethyl bromide on glutaro- 
nitrile, ethane is evolved with the probable formation of a com- 
pound, CN , CH 2 »CH 2 *CIECIN , MgBr, which when decomposed by 
acidified water gives exclusively glutaronitrilc and glutaramide 
nitrile (?). By heating the nitrile (1 mol.) with magnesium 
ethyl bromide (2 mols.) and decomposing with water, small 
quantities of a ketone, probably COEt-[CH 2 ] 3 -CN, a liquid of 
camphor-like odour, b. p. 170°/17 mm., are obtained; the semi- 
carbazone has m, p. about 215°. The hydrolysis of the ketone 
with hydrochloric acid gives propionylbuiyric acid ( ?). The 
decomposition with water of the magnesium compound formed 

rom an equimolecular mixture of glutaronitrilc with a mag- 
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nesium methyl, ethyl, or propyl haloid gives a Compaq 
Ci ft H ni ONo [I or, probably, II]; it forms crystals, m. p. l49-(k 

1U 11 .. /^xT.rniT 1 .PIT rtrx 


(I.) 


CN*[CH 2 ] 2 *CH — c 0 


CN-[CH 2 ] 2 -CH~C0 
{ } cn-[CH 2 vch:c — nh 


CN*[CH 2 ] 3 *(J--N _ 

M9*8°; molecular weight in acetic acid 100—110. It reacts 
energetically with 1 molecule of bromine, giving 1 molecule of 
hydrogen bromide. By hydrolysis with hydrochloric acid, an 

acid, CO([OH,lvCO.,H)o, is formed, having m. p. 91—93°. 

’ ' u - u - - a w b 


Crystal Structures of Complex Cyanides of Potassium 
with Zinc, Cadmium, and Mercury. Roscoe G. Drciuxsox 
(J. Amer. Chem. 80 c,, 1922, 44, 774— 784).— The crystal structures 
of potassium zinc cyanide, K 2 Zn(CN) 4 , potassium cadmium cyanide, 
K 2 Cd(CN) 4 , and potassium “mercury cyanide, K 2 Hg(CX) 4 , have 
been determined by X-ray spectral photographs and unsym. 
metrical Laue photographs. It is shown that the theory of space 
groups is extremely useful in interpreting the experimental data, 
and also that it was not necessary to make any quantitative 
assumptions as to the normal decline ” of intensity. All three 
substances have a cubic structure. The follow! ng data are recorded : 
potassium zinc cyanide, length of side of unit cube (d 100 )— 12-54 A,!., 
distance between potassium and cyanogen 3-20 A.U., distance 
between zinc and cyanogen, 2-01 A.U. ; potassium cadmium 
cyanide, d l0Q -12-84 A.U., distance between potassium and cyanogen, 
3-28 A.U., distance between cadmium and cyanogen, 2*07 All; 
potassium mercury cyanide, d 100 -~ 12-70 A.U., distance between 
potassium and cyanogen, 3-25 A.U., distance between mercury 
and cyanogen, 2-65 A.U. The unit cube in all cases contains eight 
molecules. It is shown that these complex cyanides have the 
same structure as magnetite and spinel. J- !• ^ 


Attempts to Prepare Pure Calcium Cyanide. Heinrich 
Pin cass {Che.m. Ztg., 1922, 46, 347)- Pure calcium cyanide cannot 
be prepared by Schulz's method, which consists in mixing con- 
centrated solutions of potassium ferrocyanide and calcium chloiick 
ignition of the precipitate at a dull red heat, and extraction of 
the residue with water. The action of hydrocyanic acid on calcium 
hydroxide in aqueous solution gives a product containing about 
33% of calcium cyanide. At the atmospheric temperature, gaseous 
hydrocyanic acid and solid calcium hydroxide give the substance 
3Ca(0H) 2 ,2Ca(CN) 2 ,13H 2 0 with 41% of calcium cyanide, whereas a 
600—700° they give carbon, and calcium cyanide and cyanamide. 1 
carbonisation is excluded by working in a vacuum, calcium cyani 
alone is formed. The absorption of gaseous hydrocyanic aci 
lime increases up to 300°, and then falls ; at 700 , the fw ^ 
of cyanide does not take place. 1 v 


Magnesium Cyanide. Fr. Fighter and Richard 
(Helv. Chim . Acta , 1922, 5, 396-400).— Solutions of ma; 
cyanide are best prepared by solution of the metal in 1 


Sr TER 
nesium 

1—15% 
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aqueous hydrocyanic acid solution, but they gradually deposit 
the hydroxide even when, preserved in an atmosphere of hydrogen 
cyanide. Contrary to the statement of Schulz (1856), the cyanide 
cannot be obtained in the crystalline condition by concentration 
of its solution. By addition of silver nitrate solution until a 
permanent turbidity is produced, filtration, and concentration in 
a vacuum, leaflets of magnesium di-silver tetracyanide, 
Mg(Ag(CX) 2 ] 2 ,4H 2 0, 

are isolated. By recrystallisation of this salt, and accompanying 
it, needles of magnesium silver tricyanide , Mg[ Ag(CN) 3 ], are obtained. 
Dry magnesium hydroxide does not react with an ethereal solution 
of hydrogen cyanide (cf. Meyer, A., 1921, i, 501); in presence of 
moisture, a product is obtained which has suffered almost complete 
hydrolysis. The preparation of the anhydrous cyanide by heating 
magnesium fcrrocyanide (analytical data for which indicate its 
existence in varying degrees of hydration) (Eidmann, A., 1899, 
i, 317) is unsatisfactory, not only on account of the presence of 
iron carbide and carbon in the product, but also owing to simul- 
taneous formation of magnesium nitride : 3Mg 2 [Fe(CN) 6 ]= 

2Mg 3 N 2 4-3FeC 2 -f-7N 2 -f 15C. This decomposition occurs to an 
extent which rapidly increases with rise in temperature above 
400°, so that at 800° it is the sole reaction. The most favourable 
yields of cyanide (4 6 — 5*7 per cent.) were obtained at 450°. 

J. K. 

The Atomic Vibrations in the Molecules of Benzenoid 

Substances. R. Robinson [Nature, 1922, 109, 476). — If, in 
the annexed formula, it is assumed (Bragg, Proc. Physical Soc ., 
1921, 34, 33) that the centres of the carbon atoms at h , l, b, g, e , 
and c He in a plane, whilst those at k and a lie above the plane, 
and those at / and d an equal distance below it, enantiomorphism 
it „ would result in the case of all mono-substituted and in 
i/\/\i, the majority of the higher substituted compounds. 
J f j r If is suggested that the above conception represents 
\/\/ merely a phase of an oscillation of the relatively 
unrestricted molecules of the fused or dissolved 
substance in wdiich the pairs of carbon atoms, A*, a, and/, ajipear 
alternately above and below the plane containing the six remaining 
atoms. An identical result is obtained if all the atoms are sup- 
posed to be in motion in such a way that adjacent atoms move 
in opposite directions and to an equal distance from the plane 
of the original ring. \ \ j; 

Configurations of Molecules of Benzenoid Substances. 

. enner [Nature, 1922, 109, 581 ; cf. preceding abstract). — 
liecent investigations (T., 1922, 121, 614) indicate that in the case 
° j ‘ j 1 dmitrodiphenic acid, the two benzene nuclei in separate 
^ as distinguished from their crystalline aggregates, to 
IT Bragg S resuHs apply) are not coplanar. If this be so, it 
roiows that the direction of the valency of each of the carbon 
ms through which these nuclei are united is not, as represented 
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in the usual formula for benzene, exerted in the plane of tl lfc 
benzene ring, and, further, that this condition is a stable one 
rather than a phase of an oscillation as suggested by Robinson 
It is pointed out that one phase of Bloch’s formula for benzene 
corresponds closely with that deduced by Bragg from observations 
on diamond and on naphthalene and its derivatives. A. A. E. 

Ethylenic Stereoisomerism. Ch. Dufraisse ( Ann . Chin 
1922, [ix], 17, 133 — 221). — A more detailed account of work already 
published (A., 1914, i, 845; 1920, i, 486; 1921, i, 17, 104, m 
168 ; this vol., i, 30). W. G. * 

Oxidation of the Trinitroxylenes. M. Giua ( Gazzetta , 1922 
52, i, 183 — 188). — When oxidised by means of chromic acid 
3:4: 6- trmitro-o -xylene and 2:3: 5-trinitro-p-xyIene yield, respec- 
tively, 3:4: 6(or 3:5: C)-trinitro-o-toIuic and 2:3: 5-trinitro-p. 
toluic acids. By excess of chromic acid 2:4: 6-trinitro-m- xylene 
in concentrated sulphuric acid solution is converted into 2:4:6- 
trini tro wop hthalic acid. 

3:4: 6(or 3:5: Q)-Trinitro-o4oluic acid , C0 2 H*C 6 HMe(N0 2 ) 3 , 
crystallises in white needles, m. p. 201 — 202°, and gives a reddish- 
brown coloration with alkali ; its silver salt deflagrates when heated. 

2:4: 6 - Tr i n itrohophthalic acid , C fi H{N0 2 )3(C0 2 H) 2 , forms white 
needles, m. p. 196 — 107° (evolution of gas), has a slightly bitter 
taste, and loses carbon dioxide with formation of s. -trinitrobenzene 
when heated above its melting point or boiled with water. 

2:3: 5-Trinitro-j)4oluic acid , C g R 5 0 8 N 2 , crystallises in lustrous, 
white lamella?, m. p. 230 -231°, and gives a brownish -red coloration 
with alkali hydroxides. Its silver salt, which deflagrates when 
heated, methyl ester, white needles, m. p. 114 — 115°, and ethyl 
ester, colourless prisms, ni. p. 87 — 88°, were analysed. 

Methyl 3 : o-dinitro-2-a?mno-\i4olmtc y C 9 H 9 0 B N 3 , prepared by 
the action of alcoholic ammonia solution on methyl 2:3: 5-trinitro- 
p-toluatc, forms lustrous, yellow needles, in. p. 139— 140°, and 
methyl 3 : iiro-2-ctkylam i no- ptoluate, C n H 13 0 6 N 3 , similarly 

obtained by the action of ctliylamine, in yellow needles, m. p. 
103 — 104°, which are slowly reddened by the action of light. 

An Instance of the Apparent Effect of the Entering Group 
on the Position of Substitution in the Benzene Nucleus. 

William Davies (T., 1922, 121, 806 — 815). 

The Cumulative Effect of the Chlorine Atom and the Methyl 
and Sulphonyl Chloride Groups on Substitution in the Benzene 
Nucleus. III. William Davies (T., 1922, 121, 785—791). 

Determination of the Configuration of the Stereoisomeric 
Hexamethylenes. A. Skita (Annalen, 1922, 427, 255—280).-- 
Most of this work has already been described (of. A., 1921, i, 503). 
cw-l-Amino-ci6 , -2-/ra«5-4-dimethylcyc?ohexane is characterised by 
an acetyl derivative, b. p. 149°/12 mm., m. p. 29°, a yUnymro- 
amide, m. p. 60°, a s Ahiocarbamide, C^H^N^S, m. p. 182°, 
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leaflets, m. P* 176 — 177°, and a hydrochloride,, needles, m. p. 223°. 
The fiv e corresponding derivatives of c*Vl-amino-£raws-2-cts-4- 
dimethylc^ohexane have the following m. p. : 120°, 128°, 215°, 
155 156°, and 235°, respectively. 0. K. I. 

Catalytic Preparation of Aniline. II. 0. W. Brown and 
0 0. Henke (J. Physical Chem 1922, 26, 272 — 287; of. this vol., 

I ' 445 ) The reduction of nitrobenzene by hydrogen to aniline 

in the presence of various catalysts has been investigated. It 
is shown that cobalt is active at a lower temperature than nickel 
[loc cit .), but it is to be noted that the cobalt contained a little 
nickel and the nickel a little cobalt. Iron is found to carry the 
reduction further than copper, but cannot be used below 300°, 
and at this temperature its action is too vigorous, the reduction 
being carried too far. Silver is an excellent catalyst, even better 
than copper prepared by ignition of the nitrate, because it may 
be used with a much higher rate of flow of nitrobenzene. Anti- 
mony, manganese, and chromium also act as catalysts in the 
reduction of nitrobenzene. The lower oxides of molybdenum, 
vanadium, uranium, tungsten, and cerium also catalyse the reduc- 
tion. The activity of the oxides of molybdenum and vanadium 
is greater than that of the other three. Alumina has a slight 
activity, which is probably that of a dehydrating catalyst, as water 
is one of the products of the reaction. Commercial tellurium and 
the oxides of calcium, barium, and silicon have no appreciable 
activity. In the case of iron and antimony, a part of the reduction 
is due to the direct action of the metal, an oxide being formed. 
When antimony is used at a low temperature, the catalyst loses 
its activity, which is restored by heating at 450° in hydrogen. 
When, however, antimony is used at 320° it does not lose its 
activity with use. J. F. S. 

Migration of the Methyl Residue into the Benzene Nucleus. 
The Transformation of Methylaniline Hydrochloride into 
Toluidine Hydrochloride. Krnst Beckmann and Erich 
Correns [with Otto Liesche] ( Ber 1922, 55, [B], 852 — 856). — - 
The conversion of methylaniline hydrochloride into toluidine 
hydrochloride has been regarded as an intramolecular change of 
the first order due to a direct exchange of position of the methyl 
group and a hydrogen atom, or, alternatively, as due to the pre- 
liminary production of methyl chloride and subsequent action of 
the latter on the aniline. The proof that a tertiary base is also 
produced greatly strengthens the latter conception. 

Experiments with methylaniline hydrochloride show that the 
Hofmann-Martius reaction does not take place at 235° ; at 260°, 
a mixture of primary and secondary amines in about equal pro- 
portions is produced whereas at 310° the tertiary amine is formed 
m considerable amount. The course of the reaction does not 
appear to be influenced to any considerable extent by the presence 
of aluminium chloride or zinc chloride, the temperature being the 
fundamental factor. 

Methylaniline is not affected by treatment with concentrated 
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sulphuric acid at 100° or with a saturated solution of hydrogen 
chloride in glacial acetic acid and acetic anhydride at 150°; the 
Hofmann-Martius reaction does not therefore appear to he analogous 
to the Beckmann transformation. H. \V. 

2 : 3- and 2 : 5-Dinitro-p-toluidines. J ames Scott and 
Robert Robinson (T., 1922, 121, 844 — 846). 


Complex Tautomerism. H. Ley and R. Grau [Z. physihl. 
Chem ., 1922, 100, 271— 275). — When to a complex compound^ 
formed between a nitrohydrocarbon, H*R(N0 2 )n» and an aromatic 
amine, R'NA 2 , of the type HR(N0 2 )rt . . . R'NA 2 , a salt-forming 
group, XH, is added, the hydrogen of which can form an ion, 
then the resulting compound may exist in two possible forms 
(N0 2 ) n RX[H . . . XR'A 3 ]andHXR(N0 2 )ft . . . R'NA 2 . Evidence 
is advanced to prove that in the case of the complex formed between 
3 : 5-dinitrobenzoic acid and diethylaniline, the two tautomerides 
actually exist. The complex forms light yellow crystals which 
dissolve in water to form a colourless solution. The solution has a 
marked electrical conductivity which points to the saline character 
of the dissolved substance. In chloroform, methyl alcohol, ethyl 
alcohol, amyl alcohol, and ethyl ether, the solution is yellow to 
yellowish -red. It melts at 93”, but when heated under water at 
73°, brownish-red liquid drops are formed which on solidifying 
pass back to the white form, which again melts at 93°. J. F. S. 


The Catalytic Reduction of Aromatic Nitro -compounds 
and a New Method for the Preparation of (3-Arylhydroxyl- 
amines. I. K. Brand and Joseph Steiner (Ber., 1922, 55, 
[B] t S75 — 887). — Nord (A., 1920, i, 21) has studied the course of 
the catalytic reduction of nitrobenzene in the presence of a 
platinum catalyst and has thereby established the intermediate 
production of p-phenylliydroxylammc ; he has, however, been led 
to the conclusion that the method docs not allow ready control, 
and that the intermediate products are only present in such small 
amount as to render their isolation and identification a matter of 
extreme difficulty. It is now' found, however, that under suitable 
conditions ['i-arylhydroxylamines, azoxy- and hydrazo-derivatives 
can be prepared in good yield. The compounds first named are 
obtained in neutral solution, whereby the possibility of the 
conversion of initially-formed -a ry lhy droxylamines into azosv- 
compounds, aminophenols, or chloroamines is practically excluded. 
Reduction is effected by hydrogen at the atmosphere pressure in 
the presence of pallatised animal charcoal, the extent of the action 
being controlled by regulation of the volume of the hydrogen used, 
provided that the change does not occur too vigorously, there b 
little fear of the further reduction of (S-arylhydroxylamine 
primary amine so long as unchanged nitre-derivative is P re&ei V 
Under these conditions, nitrobenzene yields successively ^-phenj 
hydroxy! amine in 80% yield and (with a further supply of hydrpff®| 
aniline in 90% yield, m- Dinitrobenzene yields I-nitro-S-hyd^v.; 
aminobenzene [p-w-nitrophenylhydroxyiamine], m. p. 
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auwwiveiy into z-mtro-4-hydr- 
oxylanunotolucne (Brand and ZoIIer, A., 1907, i, 755) and 2 * 4 - 
tolylenediamine, whereas 2 : 6 -dinitrotoluene’ gives 2 -nitroV 
hydroxylaminotoluene (Brand, A., 1911, i, 713), 2-nitro-6-amino. 
toluene, m. p. 92°, and 2 : 6 -toIyIenediamine. 

The smooth formation of azoxy-compounds depends essentially 
on the alkalinity of the solution, which must be sufficient to pro- 
mote the rapid production of the desired substance and thus to 
repress the f urther reduction of the p-aaylhydroxylaminc to primary 
amine. Palladised animal charcoal is used as catalyst Under 
these conditions, nitrobenzene is transformed by the requisite 
quantities of hydrogen into azoxybenzene and hydrazobenz ene 
whereas with a smaller concentration of alkali hydroxide the main 
product is aniline, the formation of which is not due to fission of 
intermediately formed azoxybenzene ; in aqueous alcoholic solution 
azoxybenzene and azobenzenc are converted by the requisite 
amounts of hydrogen into hydrazobenzene, aniline not being 
produced in more than minimal quantity. m-Di nitrobenzene gives 
i 9 ? i m< P * i46 ' 5 ° < cf * Bran**, A., 1906, 

•’ to i'i' 7 ‘ ^^^trotoluenes are transformed respectively 
into 2 : 2 -dnutro-4 : 4 -azoxytoluene, m. p. 164°, and 2 : 2 ! -dinitro- 
6^-azoxytoiuene, m. p. 188° <cf. Brand and Zoller, A., 1907 

i, loo).. y w 

Semipinacolic Transposition in the Benzylrwclohexene 
Se ™® ’ I) Ml Q Tatl01 j \ o{ the Benzene Radicle. M. Tmr.srw 

and M. Porcher (Bull. Soc. dim., 1922 livl 31 !°4 fin 

l-Benzylcycto-dt-hexene, obtained by the ’ dehydratWof benzyl- 

ffTt / 81 !? Ct ! U ; eai soIution " ifl1 mercuric oxide and 
mine, --mh.l.bmzykydolisxau.l-ol, which when shaken in 
ethereal solution with silver nitrate yields a mixture of the original 

mm rf llrn de ’ an< I lofoxan-Uw, b. p. 1C5— 1 C 071 S 

mm <! 0 1 0733, giving a senucarbazone, in. p. 166- 107" 1 lWvl 

rycfohexan-2-one may also bo prepared fnnn oyr/ol exano, ™ " 

action of sodam.de followed by the addition of b™ Tcl.lorid '. 
j, , , ' h product of the action of silver nitrate on the iodohvdrin 

give a keton^ tt 4 b ” preparf ' (l ' This wdohvdrin does not 

* et ° M ' Vhen shakcn 111 ethereal solution with silver nitrate. 

and H.-l^AvoRr^RnrT p ' Pkenetil tine. Frederic Reyerpin 
300-314) -TI.J L R ? I ‘ Lrs . UT ; RCER (Me- Chin 1 . Ada. 1922. 5, 

preserved in aut J lu rstenberg, A., 1913, i, 850) is 

Moluenesulphonyl derivative. In 2 : 3-dinitro- 
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p-phenetidine, however, it is the 3-nitro-group which exhibits 
reactivity, and this is enhanced by acylation, the benzoyl being 
more effective than the acetyl group in this respect. 2 : 3-Di- and 
2:3: 5-tri-nitro-p-phenetidincs are best prepared by nitration of 
p-toluenesulphonyl-p-phcnetidine (Reverdin and Fiirstenberg, 
cit.) or its 3-nitro-derivative (detailed directions for which are 
supplied), followed by hydrolysis. 2 : 5-Dinitro-p-toluenesulphnyl 
p -pkenelidine, C 15 H 15 0 7 N 3 S, prisms or rosettes, m.^ p. 152 — -X54 3 , 
is a subsidiary product in the preparation of the 2 : 3-isomeride. 
The orientation of 2 : 5 -dinitro-p-pkenetidine, C 8 H 9 0 5 N 3 , scarlet 
needles, m. p. 139 — -139*5° ( acetyl derivative, C^oHnOgNj, yellow 
needles, m. p. 156—157°), follows from its conversion into 2 : 5- 
dinitrophenctole, m. p. 96—98° (cf. Andreae, A., 1880, 466), from 
which 2 : 5-dinitrophenol is obtained by means of concentrated 
sulphuric acid at 60 — 70°. Similarly, 2 : 5-dinitro-4-aminophenol, 
C 6 H 5 0 5 N 3 , violet-black needles, m. p. 166—167°, is produced from 
2 : 5-dinitro-p-phenetidine, although the corresponding anisidine 
is stable under these conditions. 2 : 5-DinitroA-aminophenyl acetate, 
C 8 H 7 0 6 N 3 , m. p. 144—145°, exists in a yellow and a red form! 
Chromoisomerism is also exhibited by S-nitro-p-toluenesulphonyl-ip. 
phenetidine (large, pale yellow, cubic crystals, m. p. 104 — 105° : 
intensely yellow, fine needles, m. p. 94 — - 95°), 2 : 3 -dinitrotolum- 
mlphonyl-p-phenetidine (fine, pale yellow needles, m. p. 145— 
146°; almost colourless, cubic crystals, m. p. 162 — 163°; cf. 
Reverdin and Fiirstenbcrg, be. cit.). 

p-Toluenesulphonyl - 2 : S-dinitro-N-methyl-p-phenetidine, 

c 16 h 17 o 7 n 3 s, 

forms needles, or tablets, m. p. 152 — 152*5°. Be.nzoyl-2: it-dinitro- 
p-pheneiidine, forms pale yellow plates, m. p. 182 — 183°. Benzoyl 
2:3: 5-trinitro-p-phenetidine, C 15 H 1C .0 8 N 4 , forms pale yellow needles, 
m> p< 246—247° (decomp.). p-Toluenemlphonyl2-nitro-Z-antiino. 
p-phenetidine , C 21 H 22 0 7 N 4 S, crystallises in ruby-red needles, m. p, 
111 — 111 -5°. AcetyU2-nitro-3-anilino-p-phenetidine , C 16 H 17 0 4 i 3 , 
brown plates, m. p. 151 — 152°; the benzoyl analogue, C 21 H ig 0 4 Xj, 
dark brown crystals, m. p. 153 -154°, furnishes benzoyl-2’mtro- 
3-methylamino-p-phenetidine, C 16 H 17 0 4 N 3 , dark brown crystals, 
m p> 135—136°. p-Toluenesulphonyl - 3 : 5-dinitro- 2 - amhno - ])■ 


phenetidine , C 2 iH 20 O 7 N 4 S, forms yellow prisms, m. p 


198— 199 s . 

3 : ^-Dinitro-2-meihoxy-p-phenetidine, C 9 H n 0 6 N 3 , forms orange 
needles, m. p. 120—121°. The following molecular compounds 
are described : p-Toluenesulphonyl-2 : Z-dinitro-p-phenetidtne wi 
methylamine , C 16 H, 0 O 7 N 4 S, m. p. 148-149°; with dmethyhmu t, 
C 17 Ho, 0 7 N 4 S, red crystals, m. p. 141°; with ethylamine, 

c 17 h 22 o 7 n 4 s, 

orange needles, m. p. 146° (decomp.) ; with diethylamine, 

^19^20^7^4®* ... p TT f) Yfi 

red or yellow plates, m. p. 182 — 183 ; with aniline, ^ 21^22 r *. 
plates, m. p. 141 — 142°; with quinoline , C 21 H 22 0 7 N 4 b, ? V ^ 

crystals, m. p. 94—96°, and a potassium salt, C 2 5 H i 4 U ' J 
orange-yellow needles, m. p. 296-297°. 

2:3: iy-lrinilro-p-phenetidine, gives with dimethylamne, 0 17 ti 8 i r n 



ORGANIC CHEMISTRY. 


i. 539 


i form m. p. 164°, and an orange form, m. p. 184°; with tri- 
ndhyhmik C, 8 H 23 0 9 N 5 S, canary yellow needles, m. p. 175-176“ 
decomp.); and with quinohne , C 21 H 21 0 9 NcS, orange red needles, 

jq 2 103° (decomp.). j)-Toluenemlphm, yl-3~nitro--p-phe.net- 

to forms with diethy famine, C 19 H 27 0 5 N 3 S, red needles, m. p. 
[35—136° p -Toluenesidphonyl-2 : 5-dinitro-ip-phenetidine, gives with 
Umdhylamim, C 17 H 22 0 7 N 4 S, red or yellow plates, m. p. 178—179°. 

•T. X. 

Action of Nitric Acid on Phenol Ethers. Kurt II Meyer 
and Hans Gottlieb-Billroth ( Ber 1922, 55, [B], 823—826; 
c>f A 1920, i, 37). — A reply to Kehrmann, Decker, and Solonina 
{this toL, i,*32). HW - 

The Oxidation of Quinol in the Presence of Aliphatic 
Amines. Rolla N. Harger { Proc . Nat. Acad. Sci 1922, 8, 

57- -59). Quinol, dissolved in a strong aqueous solution of dimethyl- 

amine, takes up oxygen readily, and brilliant, red plates* separate, 
m. p. 171°, which appear to be 2 : 5-di-dimethylaminoquinol (cf. 
Mylius, A., 1885, i, 803; Kehrmann, A., 1890, i, 756). Other 
products not yet identified are also formed in the reaction. Similar 
results have been obtained with methylamine. W. 0. K. 

The Iodohydrin Derived from Allylbenzene and its Trans- 
formations. M. Porcher (Bull. Soc. chim., 1922, [iv], 31, 
334—340). — Allylbenzene gives with mercuric oxide and iodine in 
moist ether a-iodo-y-phenylpropan-fi-ol, which under the influence 
of silver nitrate yields benzyl methyl ketone together with some 
allylbenzene oxide and some benzylethylene glycol as its nitrate. 
Allylbenzene oxide reacts with hydriodic acid to give a mixture 
of the above iodohydrin and its isomeridc, j 1-iodo-y-phenylpropan- 
a -ol, and if this mixture is treated with silver nitrate, phenylprop- 
aldehyde is obtained in addition to benzyl methyl ketone. 

Allylbenzene dibromide gives with alcoholic potassium hydroxide 
bmzylvinyl bromide , CH 2 Ph*CH!CHBr, b. p. 217 — 221°, d 0 1*351. 
This reacts with magnesium in ethereal solution, giving phenyl- 
propinene (cf. Lespieau and Garreau, A., 1920, i, 603), allylbenzene, 
and magnesium derivatives of these two hydrocarbons. W. G. 

Halochromic Phenomena with Carbinols. Siegfried 
Skraup and Leo Freundlich (Ber., 1922, 55, [B], 1073—1080).— 
A preliminary communication induced by the recent publications 
of Hess and Wcltzein (this vol., i, 35) and Ziegler (this vol., i, 151). 

The basic character of carbinols is regarded as a consequence of 
the great valency demand on the central carbon atom. If this is 
the case, the hydroxyl of a carbinol must be the more readily 
removable from the central carbon atom by complex- or salt -forming 
agents (that is, the resulting halochromic salt must be the less 
sensitive towards hydrolysing agents) in proportion as the substi- 
tuents make greater demands on the valency of the central carbon 
atom It follows, therefore, that, in the presence of a suitable 
radicle, one or two phenyl residues in triphenylcarbinoi can be 
replaced even by aliphatic groups without causing the disappear- 
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ance of halochromism, and ultimately that even primary ai) j 
secondary alcohols may be halochromie. An intimate connexion ' 
exists between the halochromism and basicity of the carbiuols and 
the radicle dissociation of the corresponding hexa-alkylethaneg 
substituted methyls ; this is illustrated by a number of instances 
The basicity of the carbinols is measured by treating their solutions 
in glacial acetic acid with a solution of concentrated sulphuric acid 
in the same solvent and titrating with alcohol (75%) until the colour 
is discharged. It is interesting to note that the method can h 
extended to benzilic acid and its esters, although in these cases 
the initial coloration, for some unexplained reason, is only developed 
when undiluted sulphuric acid is added to the solutions. The 
following series of basicities is recorded, that of triphenylcarbinol 
being adopted as unit in each series : (1) di ph enyl -p - tolylc ar bi no] ( 
2-55; diphenyldiphenylylcarbinol, 3-19; diphenyl-p-anisylearbino] 
0-99; a-naphthyldiphenylcarbinoi, 8*83: (2) benzhydrol, 0*330; 
diphenylmethylcarbinol, 0-301 ; diphenylethylearbinol, 0*343; di- 
phenylpropylcarbinol, 0*308 ; p-anisyldimethylcarbinol, 0-972 : (3) 
benzilic acid, 0*806; methyl benzilatc, 0*501; ethyl benzilate 
0*429. 

The following substances are described incidentally : diphenyl 
propylcarbinol, m. p. 30° ; p -anisyldmethylcarbhiol, b. p. 130°/liigb 
vacuum ; triisobutylcarbinol, which could not be isolated in the 
homogeneous state. H. \Y. 


Carboligase. IV. Carl Neuberg and Heinz Ohi.e {Biockni 
Z. y 1922, 128, 610 — 618). — Improved experimental methods have 
confirmed and amplified the previous work (A., 1921, i, 480; this 
vol., i, 305) on the production of Z-acetylphenylcarbinol from benz- 
aldehyde during yeast fermentation. The semicarbazonc of 7-acetyl 
phenylcarbinol has m. p. 194° and [ x] 1 ^ -}-215*78° in pyridine, lb 
Ikioseimcarbazone has now been obtained optically active by combin- 
ation of the components in pyridine solution. It melts at 2(ir 
and has [oc] t , +228*78 in pyridine. The formation of the tlimiui- 
carbazone can be used for estimating t he approximate content of 
the ketonc-alcohol in the crude oil (ether extract). The value found 
was 27%. In the fractionation of the ketone-alcohol fraction, 
phenyldiketopropane was identified by its oxime and phcnylhydr- 
azone. k- 


Diplienylstyrylcarbinol and Triphenylallene. Ktrt H. 
Meyer and Kurt Schuster (Ber., 1922, 55, [B], 815 — M9). 
Diphenylslyrylcarbinol, CHPhICH*OPh 2 *OH, colourless needles, m.p. 
95°, is prepared in 14% yield by the action of magnesium p-styry 
bromide on benzophenone in ethereal solution (of. Ziegler, \ 
vol., i, 151). Attempts to convert it into the corresponding ch Ion e 
(and lienee to an analogue of triphenylmcthyl in which out 
phenyl group is replaced by an unsaturated residue) were uiwu 
cessful, since it is transformed by acetyl chloride, acetic anh} > 
or a solution of hydrogen chloride in ether into triphmj « 
CHPh:C!CPh 2 , colourless, lustrous leaflets, m. p. 210 . 
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The preparation of the carbinol, CPh 2 !CPh*CPh 2 *OH, could not 
be effected, since methyl triphenylacrylate could not be caused to 
react with magnesium phenyl bromide, even when dissolved in 
boiling cyclohexyl methyl ether. II. W. 


Cholesterol. A. Windaus (Z. physiol Chem ., 1921, 117, 
146-158; of. A., 1920, i, 41, 309, 434, 435; 1921, i, 507).— 
I [With Harry Grimmel.] — The ketodicarboxylic acid, C 27 H m 0 5 , 
formed by the oxidation of cholestan-4 : 7-dione (I) forms a semi- 
carbazide (slender needles, m. p. 240°) which with sodium ethoxide 
and alcohol yields an acid, C 27 H 46 0 4 , identical with an acid obtained 
by the oxidation of dihydrocholcsterol (II) ; it therefore has the 
constitution (III). This is confirmed by the fact that when heated, 
it forms a diketone , C 26 H 42 0 2 , small plates, m, p. 148 — 149° {dioxime, 
m. p- 191°). 


c 18 h ; 


18^34 


CH / CH 

CH 2 h sXX 


CH, 

I “ 


I / 

/CHv / 
\ c 


I 2 C\/CH\/Cp H 2 C X/ CH X/ CH 2 
CO CH 2 CH‘OH CH. 

(I.) (II.) 


H 2 <X \C ch 2 

*C0 2 H /CHs^/CH 2 

co 2 h ch 2 
(1110 


II. [With A. von Staden.J — F rom the dicarboxylic acid, 
C 27 H 46 0 4 (III), a tricarboxylic acid, C 24 H 38 0 6 has been prepared 
by oxidation with chromic acid, which crystallises from acetic 
acid in rosettes of slender needles, m. p. 238°, and forms a trimethyl 
ester, rectangular leaflets, m. p. SG-^ST 0 . This acid apparently 
has the constitution (IV.) 

^14^-251 CO a H C 18 II 31 


(IV.) 


IIOOC 


I / 

CH, / 

X C CH, 

/6h x/ 6h; 

C0 2 H CH 2 


CII / 

H.^/^C CH 2 (V -> 

Ii^C /CH\/CH“oH 
CH-OH CH-OH 


HI. [With H. Luheks.] — O n boiling a-eholestan-triol (V) (T., 
1908, 93, 1680; A., 1915, i, 884) with methyl alcoholic hydrogen 
c.uoridc, it is converted into the chlorohydrin of a-cholesterol oxide, 
long needles, m. p. 170 — 171°. With alcoholic potass- 
hydroxide, or with acid, p- cholesterol oxide is obtained, 
identical with that isolated by Westphalen (A., 1915, i, 885). 

W. O. K. 

: Metacholesterol and its By-products. III. I. Lifschutz 
( locAew. Z 1922, 129, 115 — 127). — The author amplifies the 
a*®™ properties and preparation of metacholesterol 

ffiS.’* 546 >- U ha “ mo1 - wt - 369 and W D -33-7^ in 
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Derivatives of Dithioethylene and Dithioacetylene and ^ 
Additive Capacity of Multiple Bonds. Emil Fromm m \\ 
Erich Siebert (Ber., 1922, 55, [B], 1014 — 1030). —The additive 
capacity of the double and treble linking in di-p-tolylthiolethylenij 
and di-p-tolylthiolacetylcne is suppressed completely towards 
hydrogen and partly towards bromine ; addition of the elements 
of water is, however, possible. The substances can also be oxidised, 
but the oxygen atoms become attached to sulphur. Since the 
activity of the multiple bond is lessened by the proximity of mer- 
captan residues, it would be expected that a still more marked 
effect would he produced by neighbouring sulphonyl radicles, 
This is actually the case with respect to the addition of bromine, 
but, on the other hand, the sulphonyl compounds are readily 
reduced by hydrogen 5 the apparent anomaly is explained by the 
observation of the presence of conjugated double bonds, whereby 
also the behaviour of the sulphones towards phenylhydrazinc is 
explained. 

Di-v-tolyltkiolethylcne , C 2 H 2 (S-C 6 H 4 Me) 2 , long, lustrous needles, 
m. p. 93°, is prepared in 90% yield by the gradual addition of 
ap-dichlorocthylene to a boiling alcoholic solution of p-tolyl mc-i- 
captan and potassium hydroxide. When dissolved in chloroform, 
it is converted by bromine into the corresponding (ft bromide, 
C ILBr 2 (S'C 6 H 4 Mc) 2 , a somewhat unstable, colourless, crystalline 
powder, m. p. 72°, and by chlorine into the dichloride, m. p. 138°. 
The dibromide is transformed by boiling alcoholic potassium 
hydroxide solution into di-p-tolylthiohcetylene, long, lustrous 
needles, m. p. 101 — 102°, which combines with bromine in 
chloroform ’ solution to give di-p-tolylthiotocdylene dibromi dr, 
C Br (S’C ft H 4 Me) 2 , m. p. 99—100° ; the latter substance does not 
unite further with bromine. Dbp-tolylthiolethylene is prepared 
by the action of zinc dust and boiling glacial acetic acid on di-p- 
tolylthiolethylene dibromidc or di-p-tolylthiolacetylene dibromide. 
Di-p-tolylthiolethylene is converted by sulphuric acid (o0,b m 
Glacial acetic acid solution into the p-tolylmercaptal oi yMyltm- 
acetaldehyde, C 6 H 4 Me«8-CH 2 -CH(S-C 6 H 4 Me) 2 , colourless, unctuous 
leaflets, m. p. 62- -63°. The course of \he reactioii is_proba% 
represented by the schemes: C 6 H 4 Me-S-CH.CB’b‘C^H 4 Me^ ^ 
C 6 H 4 Me , S*OH 2 *CH(OH)*S*C 6 H 4 Me — > C 6 H 4 Me-b-CH 2 *CH0 _ 
HS-C fi H 4 Mc and C 6 H 4 Me*S*CH 2 «CHO + 2&H;C 6 H 4 Me ~ 
C»H 4 Mc*S , CH 2 , CH(S*C G H 4 Me) 2 -j~ H 2 0; this view is support d 
by the observation that the yield of the product u > ^crease . 1 
the reaction takes place in the presence of added p-tolyl > . 
Oxidation of the p-tolylmercaptal with potassium perma J , j 
leads to the production of the p-tolylsulpkonsulpkidemer p 
p-toluenesulphonylazdaldehyde, 

1 C 6 H 4 Me*S0 2 *CH 2 , CH(S # C 8 H 4 Me)*S0 2 'C 6 H 4 Me, 

slender, colourless needles, m. p. 119 1-0 . which is ■ 


zinc 

sulpho 


[er, colourless neeaics, m. p. to w* 

dust in boiling glacial acetic acid solution to di-ft 1 


ever, the mercaptal is oxidised with hydrogen 
is converted into the p -( olylsvlphonmercaptal of p -toluene* V 
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acetaldehyde, C fi H 4 Me-SO <2 *OH 2 -CH(Sq 2 -C 6 H 4 Me) 2 , colourless needles, 
m p 222 — 223°, which is also reducible by zinc and acetic acid to 

di^/toluenesulphonylethane. 

Di-p-tolylthiolacetylcne likewise unites with the elements of 
water when treated with sulphuric acid in glacial acetic acid 
solution yielding thereby p -tolyl p 4olylthiolthioacetate ) 
C 6 H 4 Me‘S*CH 2 -CO*S*C $ H 4 Me, 

a liquid which could neither be caused to crystallise, nor distilled 
without decomposition; it is hydrolysed to p -tolyl mercaptan 
and p-tolylthiolacetie acid, m. p. 93°, which is readily oxidised to 
p-tolylsulphonylacetie acid, m. p. 117-5 — 118*5°. 

Di-p-tolylthiolethylene is not attacked by zinc dust and acetic 
acid, but is converted by sodium and alcohol into p-tolyl mer- 
captan. 

Oxidation of di-p-tolylthiolcthylene dissolved in benzene with 
potassium permanganate and dilute sulphuric acid leads to the 
formation of p-tolylsulphonyl-p-tolylthioletkylene, 

C 6 H 4 Me-S*CH:CH-S0 2 *cXMe, 

lustrous needles, m. p. 114 — 115°; the constitution of the sub- 
stance is deduced from its reduction by zinc dust and glacial acetic 
acid to p-toluenesulphonyl-pdolyltkiolethane , slender, colourless 
needles, m. p. 117 — 118°, and oxidation of the latter to di-p-tolyl- 
sulphonylcthane, m. p. 199 — 200°. Oxidation of di-p tolylthiolcthyl- 
ene dissolved in cold acetic acid with hydrogen peroxide (30%) 
gives p-toluenesulphonyl-p-toli/lsulphoxidethyle ne, 
C 6 H 4 Me-S0 ; CH:CH*S0 2 -C 6 H 4 Me, 

m. p. 122 — 123°, which, like other suiphoxides, gives a yellow 
coloration with alkali hydroxide and loses an oxygen atom when 
reduced, thus yielding p-toluenesulphonyl-p-tolylthiolethane. Oxid- 
ation with hydrogen peroxide (30%) in warm solution transforms 
the dithio-compound into di-p-toluenesulphonylethykne , 
C 2 H 2 (S0 2 *C 6 H 4 Me) 2 , 

long, lustrous needles, m. p. 149 — 150°, which is reduced by nascent 
hydrogen to di -p - tolyldi su lphonylethanc . 

Di-p-toluenesulphonylethylene is converted by phcnylhydrazine 
in alcoholic solution at the atmospheric temperature into the 
phenylhydrazine salt of toluene-p-sulphinic acid, m. p. l t 59 — 160°, 
and p -toluenesulphon ylacelaldehydepkcnylhydra zone, 
C 6 H 4 Me*S0 2 *CH 2 *CH:X-NHPh , 

yellow needles, m. p. 144 — 145°. A similar change occurs with the 
sulphoxidcsu lp hone, the products being p-toluenesulphonylacet- 
aldchydephenylhydrazone and p-tolyl disulphide. H. W. 

Interchange of Alcohol Radicles in Esters. Akira Shimo- 
Mura and Julius Breen d Cohen (T., 1922, 121, 883—887). 

Preparation of Aromatic Esters in the Presence of an 
Organic Base. Yosiiitaro Suzuki and Sanky6 Kabushiki 

aisha (Japanese Pat. 38647 [1921]). — Aromatic esters arc easily 
prepared from aromatic alcohols and chlorides or bromides of 

romatic acids in the presence of ah organic base, such as pyridine. 
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As an example, benzyl benzoate is prepared by dropping 400 part„ 
of benzoyl chloride into a mixture of 300 parts of benzyl alcohol 
and 300 parts of pyridine at 50°. After mixing, the bqrnd is warmed 
on a water-bath for three to four hours, freed from the . base and acid 
bv washing with warm water and alkali, and then rectified. Benzyl 
cinnamate, benzyl nitrobenzoate, and benzyl bromobenzoate arc 
also prepared by the same method. K. K. 

Hofmann's Degradation of Acid Amides to Amines. 

Ernst Beckmann and Erich Correns [with Otto Liesche] 
(Ber. 1922, 55, [JS], 848— 851) — m-Bromobenzamide is converted 
bv bromine and potassium hydroxide solution into m-bromo- 
aniline whilst p-bromobenzamide yields ^-bromoamhne, the sub* 
stituent therefore occupying the same position after as before 
the intramolecular transformation (cf. Montagne A., 1918 i, 534). 
It therefore appears that the displacement of the radicle occurs 
ill the same manner in the Hofmann degradation as m the Beck- 
mann transformation. It is possible that in the presence of the 
concentrated alkali hydroxide the amide^acts^m ^enoheform 

in accordance with the scheme: ^ 

b*c:o 


c:o r-nh 2 +co 2 . 

n — * 


R*N 


H. W. 


Action of Hydrogen Peroxide on Nitriles and on Amides : 
Formation of Hydroxamic Acids. E. OuverlMandaU (Gar- 
zfila 19 .» 52 j 107— 112).— In alkaline solution at about 40 , 
hvdro<reiTnero4ide converts nitriles into the corresponding amides 
5SS A., 1885, 490 Dcinert, A 1896 i, 149 Dubs v, 
A 1916 i 550) The author finds that, with perhydiol in faintly 
alkaline solution, this hydrolysis proceeds further, ammoma aud 
the acid corresponding with the nitrile being obtained : B'C-N X 
•SH O = R'CO.H+NH.+H.O + 30. If an aromatic nitrile is used 
and the solution contains also a little ferric chloride, the cherry, 
red coloration characteristic of the hydroxamic acids gradual!} 
aoDears Hydroxamic acids are formed also from aromatic amide, 
under theso y conditions, the ferric chloride exerting a catalytic 
influence on the reaction. . . t 

not imp*obaUet£t the hydroxamic acid forms ^eme' 

the various phases of the oxidation being represented by the scheme 

- — o 6 h 5 -c-oh 


C.H.-CO-NH. 


N-OH 


CH.,Ph-NH s 


\ 


t 


* CH.Ph-NH'OH 


c 6 h 6 -ch 

N-OH 


The action of diazomethane on benzhydroxamic ^ m 
solution yields a compound, CgHgOjN, with propert 
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w ith those of the compound obtained by Lossen by the action 
0 f potassium hydroxide and methyl iodide on benzhydroxamic 
acid (A., 1895, i, 37) and regarded by this author as having the 
oximic structure, OH’CPhCN'OMe. Since, however, ethers are 
known in which both hydroxyls are undoubtedly etherified, for 
instance, OR ; *CPhIN’OR, and since also diazomethane is capable 
of etherifying feebly acid hydrogen atoms, such as the hydroxylic 
hydrogen atoms of phloroglucinol, Lossen’s formula for the above 
compound is to be excluded, the true structure being either 

COPh*NH*OMe or The salts of compounds of this 

Olll Jl 

class have, however, probably the oximic constitution. 

T. H. P. 

Free o-Aminophenylacetic Acid, its Esters and Trans- 
formations. P. W. Neber (Ber., 1922, 55, [B] t 826—848).— 
The readiness with which o-aminophenylacetic acid passes by loss 
of water into oxindole has caused it to be regarded as a particularly 
unstable substance which cannot exist in the free state. It is 
shown, however, that this change is characteristic of solutions 
acidified with mineral acid ; the substance can be isolated readily 
by the reduction of o -nitrop henylacetic acid in alkaline solution 
and behaves as a normally stable compound. 

Barium o-aminophenylacetate is prepared readily by the addition 
a hot, aqueous solution of barium hydroxide to a mixture of 
barium o-nitrophenylacetate and ferrous sulphate dissolved in 
liot water ; the sodium salt ( +3H 2 0), silver salt, slender needles, 
and copper salt are described. The free acid, colourless, highly 
refractive needles, m. p. 119° (dccomp.), is almost quantitatively 
precipitated by the addition of a slight deficiency of sulphuric acid 
to an aqueous solution of the sodium salt. The following deriv- 
atives are described : o-acetylaminophenylacetic acid (from the 
acid and acetic anhydride in the presence of ice and water), colour- 
less crystals, m. p. 158° (when heated rapidly) after softening at 
150°; o •benzoylaminophenylacetic acid (from barium o-amino- 
phenylacetate, aqueous sodium hydroxide, and benzoyl chloride), 
colourless needles, m. p. 179° after softening at 170°; methyl 
ohenzoylamino'phenylacetate (from the free acid and methyl sulphate), 
small colourless needles, m. p. 108°. o-Aminophenylacetic acid 
can be diazotised by the gradual addition of sulphuric acid to its 
aqueous solution in the presence of sodium nitrite ; the diazoniura 
compound couples with p-naphthol, giving o-$-na phtholazo phe, n y l- 
aceiic acid, C^H^OgNg, red needles, m. p. 211 — 213° (the sodium 
salt is described). o-Nitrobenzylidene-o-aminophenylacetic acid, 
colourless needles, m. p. 146° after softening at 142°, is prepared 
from the acid and o-nitrobenzaldehyde in boiling alcoholic solution ; 
the corresponding m -nitrobenzylidene compound, yellow needles, 
m - P> 147 and ’p-nitrobenzylidene derivative, yellow needles, m. p. 
157°, are prepared similarly. When heated together at 115°, 
o-nitrobenzaldehyde and o-aminophenylacetic acid give 3 -keto- 
*-o-nitrophenyl-% : 4 rdihydroquinoline (or Z-hydrory-2-Q-nitrophenyl- 
VQL. cxxii. i. a 
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quinoline), yellowish -red needles, m. p. 227 . Phenylacetk,^ 
ndphinic anhydride, C a H 4 <™iJ°, colourless crystals, m. p. m 

after softening at 177°, is prepared by the successive treatment o| 
diazotised o-aminophenylacetie acid with sulphur “oxide and 
copper bronze. Reduction of the diazomum solution with stannous 
chloride and concentrated hydrochloric acid gives o-hydrazm. 
phenylacdic acid, colourless needles (?-fli 2 u), m, p. Ul ; this 
substance is converted by rapid distiUatmnjmder atmospheric 

pressure into 1-amino-oxindde, 0 6 H 4 <^ jj 5 colourless, 
lustrous leaflets, which is transformed by nitrous acid successively 
into oxindolc and 0-isatoxime, m. p. 220 (decomp ). o-.Yifro- 
benzylideneamino-oxindole, yellow needles, m.p. 170 alter softening 
at 163° is prepared by the addition of o-mtrobenzaldehyde to i 
hot solution of o-hydrazinophenylacetic acid in acetic acid and 
wfliter 

Somewhat unexpectedly, o-aminophenylacetie add can be 
esterified by saturating a well-cooled solution of it in the requisite 
alcohol with hydrogen chloride. In this manner ethyl o-amm 
phenylacetate is prepared as a pale red liquid which could not be 
caused to crystallise and decomposes with formation of oxmdole 
when distilled under diminished pressure. It is transformed by 
acetic anhydride into ethyl o-acelylaminophenylacetate , co taless 
needles m p 66° ; o-aceiylamin ophen ylacetamide crystallises in 
colourless needles, m. p. 203°. Ethyl o -benz^laminophenylrntto 
needles m. p. 82°, is prepared from the amino-ester and benzoyl 
chloride in the presence of pyridine. Diazotisation of ethyl e-amino- 
phenylacetate. and subsequent coupling with (J-naphthol yields 
ethyl o- p -n aphthdazo phenylacetate, red needles, m. p. 12 U , which 
can also be prepared by esterification of the c ° rr , es P° n ^ n ?Jv d ? 
The amino-ester is converted by o-mtrobenzaldehyde in boi g 
alcoholic solution in the presence of piperidine into ethyl 
benzylide n e-o-amin ophenylacetate, m. p- 58 1 correspond^ 

m-nitrobenzylidene compound, pale yellow needles, m. p. 
and p-nitrobenzylidene derivative, yellow crystals, m. p. 

arc also described. , . .. i • 

Methyl o-aminophenylaeetate is obtained as a liquid wh id MOT 
neither De caused to crystallise nor be d, stilled 
position. The following derivatives are described l : 
aminophenylacetate, a colourless powder, m. p. 90 after sotten. 
at 87’; o-acetylaminophenylacetamide, m. p. 203 ; JL 

aminophenylacetate, colourless slender needles, m. p- 108 > J 
o'-nilrobenzylidene-o-aminophenylacetate, pate yellow needle s,^P 
79° ; methyl m' -nitrobenzyliden^o-ammp^nylacd ye “ 

m. p. 97* after softening at 91°; methyl V 
aminophenylacetate , yellow needles, m. p. 101 a r so ■ ^ 

105°; methyl o-^-naphtholazophenylacetate , bnlhant red 

m o-A zoxyphenylacetic acid , m. p. 250°, is obtained in small an 
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varying amount (up to 2%) by the reduction of o-nitrophenyl- 
acetic acid by ferrous sulphate and barium hydroxide. The corre- 
sponding ethyl ester, pale reddish -yellow needles, m. p. 69°, and 
methyl ester, yellowish -red needles, m. p. 114°, after previous 
softening, are described; they are very sensitive towards light. 

H. W. 

Higher Terpene Compounds. II. Abietic Acid. L. Ruzicka 
and Jules Meyer ( Helv . Chim. Acta , 1922, 5, 315 — 344 ; cf. A., 1921, 

j 573) Abietic acid, as it actually exists in American colophony, 

is best isolated in a 50% yield by distillation of this material at 

200 210°/1 mm. (bath 255°), followed by crystallisation from 

methyl alcohol or acetone. It forms triangular leaflets, m. p. 158° 
when rapidly heated, [«] D —68-5°; (triozonide, C 20 H 30 O 2 ,O 8 , m. p. 
91—93°, methyl ester, C 21 H 32 0 2 , b. p. 168 — 17270-5 mm., df 1-049, 
71 s0 1-5346). The acid at once decolorises alkaline permanganate 
and on catalytic reduction in alcoholic solution yields a mixture 
of presumably two dihydro-acids , of which one, m. p. 

167—168°, [a] D —12°, was isolated in the pure condition. This 
acid furnished a diozonide, 0 6 , m. p. 97 — 102° (decomp.), 

but w r as indifferent to alkaline permanganate (cf. Virtanen, A., 
1920, i, 832), w-hilst the action of hydrogen bromide in glacial 
acetic acid solution yielded an isomeride, C 20 H 32 O 2 , m. p. 130—131°, 
[a] D about —2°, which is distinguished from all other isomerisation 
or reduction products of abietic acid by its sparing solubility in 
alcohol. It is stable towards alkaline permanganate, reacts with 
difficulty with ozone, the product, m. p. 112 — 116°, corresponding 
with the formula C 20 H 32 O 2 ,O. Catalytic reduction of abietic acid 
in ethyl acetate solution at the ordinary temperature, and more 
especially in amyl ether at 80°, resulted in the formation of notable 
quantities of the tetrahydro-acid, C^Hg^, m. p. 167 — 169°, 
[a] D + 10°, the formation of which w T as complete in glacial acetic acid 
solution at 80°. This acid reacts with ozone with difficulty, forming 
somewhat indefinite products, for an account of which the original 
should be consulted. 

The variation in the accounts of abietic acid given by earlier 
workers is due to the fact that, whilst in some cases [Mach, A., 
1893, i, 582 ; 1895, i, 384 ; Maly (1861) ; Fliickiger (1867) ; Tschirch 
and Studer, A., 1904, i, 79] the extraction of the acid was carried 
out by means of alcohol or weak alkali, and the products approxi- 
mately agreed in melting point with that now described, in other 
instances (Levy, A., 1906, i, 870; Johansson, Mon. sci., 1921, 73) 
methods were employed which caused isomerisation. This occurs 
to some extent if the distillation above described be carried out 
under 2 mm. pressure (bath temperature 275°); if the material 
is first heated for several hours at 290°, and subsequently distilled 
under 12 mm. pressure (bath 300°) the main product is an isomeride, 
CgoHggOg, m - P- 178—179°, [a] D +3°, wffiich yields a mixture of tetra- 
hydro-acids. One of these, m. p 169—171°, [a] D +3°, 

has been definitely separated. When abietic acid was heated for 

u 2 



i. 548 


ABSTRACTS OF CHEMICAL PAPERS. 


twenty-four hours at 300° in a stream of carbon dioxide and subse. 
quently distilled, a considerable quantity of abietene, b. p. 
170°/0*5 mm., accompanied the isomerised acid , b. p. 200 — 2I0°/(U 
mm., m. p. 170 — 172°, [a] D +46°. The last furnished a mixture of 
di- and tri-ozonides, and a tetrahydro-acid , C 20 H 34 O 2 , m. p. \\^ 
118°, [a] D +16°, from which what seemed to be a monozonidc of j 
peroxide , C^H^O^ChOg, m. p. 103 — 106° (decomp.), was prepared 
Abietic acid is quite stable towards boiling alcoholic sodium 
hydroxide solution, and is practically unchanged by glacial acetic 
acid, or after short treatment with alcoholic hydrogen chloride 
After prolonged treatment with a hot solution of hydrogen chloride 
in glacial acetic acid, however, it melted at 176 — 177°, [otj, —34* 
and furnished a diozonide , C 20 H 30 O 2 ,O 6 , m. p. 71° (decomp.) I 
dihydro-acid , C^H^Oo, m. p. 148— 149°, [a] D +27° (from which a 
mixture of mono- and di-ozonidcs w r as obtained), and a tctrahydro- 
ctcid, OggHgjOg, m. p. 158 160', [*]d +9°. A further isomerids of 
abietic acid, C^H^qC^, m. p. 150 — 151°, [ajj, — 10°, is obtained by 
heating its dihydro bromide, m. p. about 178° (cf. Levy, A., 1913 
i, 620; Henze, A., 1916, i, 826) with quinoline at 240°. Since 
abietic acid is a methyldecahydroretenecarboxylic acid (Bamberger 
and Hooker, Annalen , 1885, 229, 102; Fortner, A., 1904, i 729- 
Lux, A., 1908, i, 873; Bucher, A., 1910, i, 239; Vesterberg, A ' 
1904, i, 151), and a considerable group of the sesquiterpenes is 
derived from 1 : 6-dimethyl-4-?'.sopropylnaphthalene (see this vol, 
i, 560), abietic acid would seem to represent the extension of the 
sesquiterpene compounds in the hieher natural series of terpenes 

J. K 

The Action of Potassium Iodide and Iodate on some 
Hydroxy-acids. Sri Krishna and Frank George Pofe (T 
1922, 121, 798—800). 

Neutral Homocamphoric Esters and their Products of 
Reduction. Palfray [Compl. rend., 1922, 174, 1235 — 1238).— 
Ethyl hydrogen camphorate gives an acid chloride, which reacts 
with sodium phenoxide, giving phenyl ethyl homoeamphorak, 
m. p. 51 — 51*5°, [a]JJ +27° 35h This ester, on reduction with 
sodium and absolute alcohol, yields homocamphoric glycol, m. p. 
63 — 63*5°, [a]p 4-81° o', together with some hydroxycampkoHc 
acid, C 8 H U <^ H C%0H m p 130 _ 131 » ( j- a ]« +71 » 37 ' 

glycol gives a diphenylurclhane, m. p. 115 — 115-5°, [a]*? +31° 29'; 
a diacetyl derivative, b. p. 182 — 183°/13 mm., [ccfi +52° 36'; and 
a dibenzoyl derivative, b. p. 276 — 277°/2 mm., 295—300712 nun., 
[«JS +34° 41'. W. G. 

Condensation Products from Acid Haloids. X. Action 
o! Triethylamine on Ketopinyl Chloride. E. 

and Cl. Weinand (Ber., 1922, 55, [B], 945 — 951 ; cf. this vol., i, 
234). The “ tertiary base ” reaction has now been applied to the 
chloride of a ketonic acid. 
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Ketopinyl chloride (annexed formula), m. p. 109°, 
yCHv is readily prepared by the action of thionyl- 
CH/ rMp i ^ chloride on ketopinic acid (cf. Gilles and Renwick, 
(vg v | * 00 T., 1897, 69, 1397, 1402), and is converted by 

triethylamine in the presence of benzene into 
a mixture of ketopinic anhydride , m. p. 182°, and 
dinorcamphocyclohemnedione (annexed formula), 
in. p. 98°. The latter substance is stable towards bromine or 

pTj- permanganate, and does not react with 

CH 2 til 2 hydrogen in the presence of palladium. It 
CMe 2 is not affected by boiling alkali hydroxide, 

I i but is slowly decomposed by boiling concen- 

, j trated hydrochloric acid with re-formation 

CO CO of ketopinic acid. It reacts with phenyl - 
1 * hydrazine and p-bromophenylhydrazine, 

without, however, yielding uniform products. 
It gives a di-semicarbazone , C 2O H 30 O 4 N G , 
in. p. 226°. 

Hydropinenecarboxylyl chloride, in which 
the ketonic group is not present, reacts very slowly with triethyl- 
amine under the customary conditions. The sole isolable product 
of the reaction is hydro pinenecarboxylic anhydride, which appears 
to be a modification of the substance (m. p. 210°) described by 
Houben and Doescher (A., 1911, i, 61) ; it has m. p. 184 — 185° 
when crystallised from benzene, but this value rises to 207 — 209° 
when it is crystallised from alcohol. H. W. 

The Utilisation of Ethyl y-Diethoxyacetoacetate for the 
Synthesis of Derivatives of Glyoxaline. An Attempt to 
Synthesise Histamine by a New Method. Georue W. Pucher 
and Treat B. Johnson (J. Amer . Chem. Soc ., 1922, 44, 817 — 826) — 
An attempt has been made to alkylate ethyl acetoacetate or ethyl 
y-diethoxyacetoacetate by means of brom omcthylph t hali raide , as a 
first step in a new method of synthesising histamine, but without 
success. This bromophthalimide reacts abnormally with the 
sodium salts of p-ketonic esters, with formation of phthalimide, 
whereas the higher homologue reacts normally giving phthalimido- 
derivatives. 

It was found that an almost quantitative yield of hydroxy - 
methylphthalimide could be obtained by heating phthalimide 
under a reflux condenser with 10 — 15% formaldehyde solution. 
The hydroxy-compound is readily converted into broniomethyl- 
phthalimide by digesting it at 50 — 60° with 48% hydrobromic 
acid and concentrated sulphuric acid for two hours. The bromo- 
compound reacts with potassium thiocyanate in acetone, giving 
phthalmidomethyl thiocyanate , C 6 H 4 I(CO) 2 :N-CH 2 -SCN, m. p. 147 — 
148°, which is extremely irritant to the eyes. In the same solvent 
with potassium iodide, it gives iodomethylphthalimide, m. p. 150° 
(cf. Gabriel, A., 1908, i, 181). 

Bromoethylphtbalimide reacts with the sodium salt of ethyl 


CO — O CH 

I 6mc 2 | 

CH-CH — CH 2 
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y-diethoxyaceto acetate, giving ethyl a. - phthalimidoethyl-y- dktb^ t 
acetoaeetate. W. G. 

Sulphamidophthalic Acid and Sulphimidophthalic Acid 

Th. Zincke and H. Greijne (Annalen, 1922, 427, 221 — 255).-^ 
A considerable amount of confusion has arisen with regard 
these two acids and their salts. For instance, all the salts of the 
imido*acid are described in Bcilstein’s Handbuch ” aa salts of 
the amido-acid, which accords neither with the erroneous original 
literature nor with the truth. The two substances (formulae I 
and II) are dibasic acids of similar strength ; both they and their 
salts are easily interconvertible, and the salts of the imido-acid 
frequently crystallise with H 2 0, which makes it difficult to dis- 
tinguish between them. The present paper places the whole 
chemistry of these substances for the first time on a correct basis. 

( 3 ) ( 3 ) 

(I.) co 2 h-c 6 h 3 <^ 2 >nh co 2 h-c 6 h 3 <^m 2 {IL) 

( 2 ) 2 ( 2 ) 

The acid potassium salt which separates when the alkaline 
solution obtained by oxidising naphthalene- 1-sulphonamide with 
alkaline permanganate is concentrated, cautiously acidified, and 
allowed to remain is the iV-potassium salt of the imido-acid with 
1H 2 0 which is quickly eliminated in a vacuum at 100°, The 
same substance is produced when the acid potassium salt (below) 
of the amido-acid is crystallised from warm water. When the 
W-potassium salt is treated with strong hydrochloric acid it gives 
the imido-acid (needles, decomp. 275 — 276° when quickly heated), 
but if boiled with A f -hydrochloric acid it yields the amido-acid. 
The latter crystallises in leaflets or needles with 1H 2 0 which is 
given up slowly at 100° but quickly at 120°, the dried acid passing 
into the imido-acid with elimination of a further molecule of H 2 0 
at 194°. It is a slightly stronger acid than the imido-acid, into 
which it is converted on warming with concentrated hydrochloric 
acid. The carboxyl-pofassi'ww salt of the imido-acid is obtained 
by heating the acid potassium salt of the amido-acid at 150°; it 
is easily soluble in water, but on warming its solution the less 
soluble A T -potassium salt of the imido-acid is precipitated. The 
normal barium salt of the imido-acid (needles, with 2H 2 0 which 
is given up in a vacuum at 100°) is prepared by adding the imido- 
acid to excess of barium hydroxide. The N - silver salt of the 
imido-acid (needles, with 1H 2 0 which is eliminated in a vacuum 
at 100°) is prepared from the A r -potassium salt, and the carboxyl- 
silver salt (amorphous) of the imido-acid by heating the acid silver 
salt of the amido-acid at 150°, or by precipitation from a solution 
of the car6o.rz/J-potassium salt of the imido-acid. The normal 
silver salt of the imido-acid is obtained by precipitation from a 
neutralised solution of the A T -potassium salt. 

The W-methyl ester (needles, m. p. 189°) of the imido-acid 1 * 
prepared from the A r -potassium or A r -silver salt and methyl iodide, 
but the reaction does not proceed very smoothly. It is ra ^ er 
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•stable towards hydrolysing agents, but its constitution may be 
established by hydrolysis with concentrated hydrochloric acid at 
150°) when methylamine is eliminated. The carboxybmefM ester 
(needles, m. p. 184—185°) of the imido-acid is prepared either from 
the carboxyl-stfoer salt and methyl iodide, or by heating the acid 
methyl ester (below) of the amido-acid, or by cautious alkaline 
hydrolysis of the dimethyl ester (below) of the amido-acid Both 
this ester and the carboxvl-e%f ester of the imido-acid give the 
imido-acid itself on hydrolysis by means of 2JV r -sodium hydroxide 
The dimethyl ester (needles, m. p. 176°) of the imido-acid is pre- 
pared from the normal potassium or silver salt. An isomeric ester 

imeihyl f sidphimidophMate , C0 2 Me*C ft H,< ?° 2 / Rma u 

6 3 ^C(OMe).‘N * smaU 
tablets, m. p. 163°), is obtained by the action of methyl alcohol on 
l/.sulphimidophtMyl dichloridc (needles, m. p. 156°) which is pro 
^red from the imido-acid by heating with phosphorus penta- 
- ]o( [ ; The diethyl fester (small tablets, m p 

141,-143 ) is obtained m a similar way, using ethyl alcohol, and 
the diamds (tine needles, m. p. above 280°) using ammonia 

hnido acid VatlVGS ^ ^’ lKllde are a11 easil y hydrolysed to the 

JILiS'LF*** f!*' C A( C 0?KKC0 2 H < )(S0 2 -NH 2 ® Of 
the amido-acid is prepared by cautious half-neutralisation of the 

2J?? IP* P ota f smm ^roxide On warming with water, it passes 
mto the A -potassium salt of the imido-acid. The normal barium 
a t k precipitated when barium chloride is added to an ammoniacal 
solution of the amido-acid. The acid silver salt, 

(1) (2) 

C,H 3 (C0 a Ag)(C0 2 HKS0 a -NH 2 ), 

Si stir™ 1 SilWr Sa, ‘ ^ ° btained ft0m the corrcs Phnding 

Sft alcohol or from the acid silver 

rhlntA •!?*? V* mcthyl iodide ' 0n hydrolysis by alkalis or 

chloric "acid' conwr?* •, be amido ’? c 'd ; cold concentrated hydro- 
donc ^ converts it into the imido-acid. The dimethyl ester 

eithe?thea.uidi5i am ! do f cld ma y he obtained by csterifying 
®d meanS ° f ffiathyl al ^ h0 ‘ 

amido-acid^ with °m 1 , b y heating the normal silver salt of the 
,r°ir th methyl ,odlde - The diethyl ester has m. p. 

C. K. I. 

Phraylgly^d^r‘j2 n T f n the “-Phenylglyceric Acids and 

*». S f 9 22 A M ]99 Jor K W the nd t “ GRAA f ] {Rec t 

^-phenv]crlwrar;„ ■ t ’ J.—Of the two isomeric forms of 

'omer showsT f’ “ e '" g at 141 ° and 122 °. respectively, the 
if boric acid ! n d ?hf fT* '? c< » dBctivi V under the influence 
“ ld and *<’ structure m which the hydroxyl groups arc 
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most closely associated should therefore be assigned to it ( c f * 
1921, i, 843, 844). The dissociation constants of these acids « 
for the former 2*35 XlCT 4 and for the latter 2*54 X 10' 4 ■ 
probable that the phenyl and carboxyl groups are closer in th 
latter. llle 

The oxidation of cinnamic acid by potassium permanganate t 
(3-phenylglyceric acid takes place at a low temperature witho t 
molecular inversion. In [B-phenylglycidic acid the phenyl and 
carboxyl groups are in the tmn 5-position with respect to the tri 
atomic ring. This acid in acid solution is hydrated, yielding th 
(3-phenylglyceric acid of m. p. 141° ; in alkaline solution the isomer^ 
ide (m. p. 122°) is formed and in this case molecular inversion 
occurs. H. J E 

The Action of Bromine on certain S-Ketonic Esters. E P 

Kohler (J. Amer . Chern. Soc 1922, 44, 840 — 847).— It has pre- 
viously been shoAvn that methyl y- benzoyl- [5 -phcnylethyhnalonate 
on bromination in methyl alcohol gives one monobromo-dcrivative 
and in chloroform a mixture of two monobromo-derivatives (cf \ 
1911, i, 984; 1917, i, 566, 568). The constitution of these two 
derivatives has noAv been determined, and a third isomeride has 
been prepared. The bromide, m. p. 113° (be. cit.), is an a-bromo- 
derivative and the other bromide, m. p. 102° (loc. cit., m. p. was 
given as 98°), and the new isomeride are stereoisomeric y-brorao- 
derivatives, The y-bromo-compound, m. p. 102°, on further 
bromination, yields three dibromides, two of which have already 
been described (loc. cit.), whilst the third, methyl yy -dibromo- 
y-beiizoyl-fi-phenyUthylrmlonate, has m. p. 126°, and when boiled 
with alcoholic potassium iodide yields methyl y-bromo-yhenzoyl 
$~pkenyletkylma1onate, m. p. 76 — 77°. 

On heating at from 150° to 200°, the two monobromo-derivatives, 
m. p. 102° and 77°, respectively, readily decompose, giving, 
amongst other products, methyl y-benzoyl-fi-phenylbiityrolactone-v 
carboxylate, m. p. 93°, but the derivative, m. p. 113°, is much 
more stable and undergoes complex changes only at much higher 
temperatures. 

If in these 8-ketonic esters prepared from malonic esters and 
a^-unsaturated ketones the a-position is blocked by a methyl 
group, the ester only gives one monobromo-derivative on bromin- 
ation. Thus methyl y-benzoyl-fi-phenyldhylmethylmalonale, m. p. 
121 — 122°, obtained from phenyl styryl ketone and methyl 
malonate, gives methyl y-bro?no-y-benzoyl-fi-phenylethylmethylmdon- 
ate, m. p. 156 — 157°; methyl y - i-brom ob e n zoyl- [3 - phenylethylmethyl 
malonate, m. p. 89°, gives methyl y-bromo-yA-bromobenzoyl-fi-phmyl 
ethylmethylmalmate , m. p. 140° ; methyl y-4 -methoxybenzoyl-fi-phenyl- 
ethylmethylmalonate, m. p. 120 — 122°, gives methyl y-bromo-y4- 
mdkoxybenzoyl-$-phenylethylmethyhnalonate } m. p. 151°. On heat- 
ing, methyl y-bromobenzoyl-P-phenylethylmethylmalonate yields 
methyl y-benzoyl-§-phenyl-y.-methylbutyrolactOM-%-carboxylate , m. p. 

108°. W. Ct. 
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a-Carboxy-p-phenyl-a-methylglutaconic Esters and the 
Isomerism of the Phenylglutaconic Acids. Franz Feist, 
Paul Karl Brener, and Bernh. Lubricht ( Annalen , 1922, 428, 

59 . c f, this vol., i, 521; Thorpe and Wood, T., 1913, 103, 

1574 ).— The action of ozone on the solid and liquid forms of ethyl 
a-carboxy- p -phenyl- cx-methylglutaconate indicates that both these 
substances have the constitution assigned, since they yield additive 
products with this reagent. The solid (trans-) ester yields an oily 
perozonide, which when heated with water breaks down 

into carbon dioxide, hydrogen peroxide, ethyl a-methylbenzoyb 
inalonate ( ?), and ethyl glyoxylato, which is at once oxidised to 
oxalic acid. The liquid (cis-) ester gives a small amount of a 
normal ozonide , C l 9 H 24 0 9 , m. p. 144°, and an oily perozonide, which 
on hydrolysis yield carbon dioxide, hydrogen peroxide, ethyl 
methylmalonate, and benzoic, succinic, oxalic, and acetic acids. 

Thorpe and Wood prepared three (3-phenyl- a-methylglutaconic 
acids (termed normal, cis-, and irans-) by hydrolysis of these esters. 
The present authors cannot obtain the “ normal ” or the “ cis - ” 
acids but they isolate a new isomeride, m. p. 151°. This they term 
cis-$-pkenyl-aL-methylglulaconic acid , the suggestion being that 
Thorpe and Wood’s cis - and normal acids were mixtures. 

cis- and imws-p-Phenyl-a-methylglutaconic acids both yield oily 
ozonides, which on hydrolysis give carbon dioxide, hydrogen per- 
oxide, ketones, and benzoic, oxalic, and acetic acids. Ethyl trans- 
{l-phenyl-z-methylglutaconate, b. p. 191 — 192°/14, yields an oily 
perozonide and a solid ozonide , C 16 H 2 () 0 7 , m. p. 142°, which on 
hydrolysis yield ethyl pyruvate, ethyl a-benzoylpropionate, ethyl 
benzoylacetate, and ethyl glyoxylate (which becomes oxidised to 
oxalic acid). Ethyl cis- fi-pheiiyl-tt-methylglu taconate, b. p. 184 — 
18o°/16 mm., 214°/40 mm., 220°/53 mm., gives the same ultimate 
products. These facts are explicable on the theory that the esters 
are tautomeric : 

C0 2 Et-CH 2 *CPh:CMe-C0 2 Et -> Me-C0-C0 2 Et-|-Ph-C0*CH 2 -C0 2 Et 

C0 2 Et*CH;CPh-CHMe-C0.,Et -> Ph-CO-CIlMe-CO.,Et-bCHO-CO,Et 

C. K. I. 

Preparation of Derivatives of Cholic Acid. J. D. Riedel, 
Akt.-Ges. (D.R.-P. 339350; from Chem. Zentr 1921, iv, 1227; 
cf. A., 1921, i, 540). — Cholic acid is treated with dehydrating agents, 
for example, inorganic acids, potassium hydrogen sulphate, organic 
acids such as glycollic acid, and oxalip acid. A mixture is obtained 
of apocholic acid and other unsaturated acids. For example, cholic 
acid is dissolved in glycollic acid, fused potassium pyrosulphate is 
added, and the mixture heated at about 130°. After removal of 
the dehydrating agents, the acids are dissolved in sodium hydroxide 
solution. With acetic acid an additive compound is obtained in 
needles, m. p. 150 — 160°, after sintering. The free apocholic acid 
has m.^p. 173 — 176° after sintering. By dehydrating cholic acid 
with 15% sulphuric acid a syrupy mass is obtained, from which, 
after washing with water, dissolving in sodium carbonate solution. 



i. 554 


ABSTRACTS OF CHEMICAL PAPERS. 


and precipitating with dilute hydrochloric acid, a mixture of % 
unsaturated acids is obtained. npoCholic acid is separated by 
relative insolubility in ether. The stronger unsaturated acids 
are obtained by dissolving the yellow, resinous residue after the 
evaporation of ether in sodium carbonate solution and precipitating 
with dilute hydrochloric acid. The unsaturated acids may also be 
prepared by heating cholic acid and oxalic acid at 100°. 

Q.W.R, 

Preparation of Derivatives of Cholic Acid. Farbenfabrikex 
vorm. Friedr. Bayer & Co., D.R.-P. 339561 ; from Chem. Zmtr ., 
1921, iv, 1227). — Paraformaldehyde intimately mixed with cholic 
acid is heated at 160 — 170° for half an hour. The cooled mass, 
after extraction with dilute sodium carbonate solution, is dissolved 
in ethyl alcohol, and the filtered solution mixed with ice-cold water. 
A methylene compound is thus obtained as a white, tasteless powder, 
m. p. 170°. It has therapeutic uses. G. W. R. 

Bile Acids. XI. The Oxidation of Cholic Acid. Heinrich 
Wieland and Otto Schliciitung (Z. physiol Chem 1922, 119, 
76 — 97). — Biloidanic acid, prepared by the oxidation of bilianic 
acid, has been given the formula C 19 H 28 O 10 by Letsch (A., 1909, 
i, 697) and by Schenck (A., 1921, i, 197). Borsche, Weickert, and 
Meyer (this vol., i, 255) found for it the formula C 18 H« 6 O 10 , The 
authors have prepared biloidanic acid, the neutral nexamet-hyl 
ester, the triethyl and monoethyl esters, trimethyl, dimethyl, and 
monomethyl esters, and the analytical results agree completely 
with the formula for the parent acid. Letsch has also 

described a hydrated form of biloidanic acid to which he assigned the 
formula C 19 H 2 gO l0 ,2H 2 O, but it is now found to be Cy^O^^O. 
When heated in a vacuum at 115 — 125° this loses, however, 3H 2 0, 

• pointing to anhydride formation from two of the carboxyl groups. 

The constitution of the bile acids is considered in relation to 
these results. W. 0. K. 

Preparation of Bile Acids. J. D. Riedel, Akt.-Ges. (D.R.-P. 
33S736 ; from Chem, Zentr 1922, iv, 1226— 1227). — - The unsatur- 
ated acid (apocholic acid) obtained by the elimination of water 
from cholic acid or its esters, is combined with hydrocarbons or 
their derivatives such as alcohols, bases, aldehydes, ketones, acids, 
and esters. For example, the unsaturated acid obtained by the 
elimination of water from methyl cholate is warmed with 96° 0 
acetic acid. On cooling, an additive compound crystallises, having 
an ill-defined m. p. 135 — 155°. The acetic acid is complete]) 
removed by excess of alkali or ammonia. The additive compound 
with 2 molecules of apocholic acid and 1 molecule of naphthalene 
gives crystals having m. p. 173 — 174°; it is odourless and stab e in 
air. A clear solution is given in water on addition of sodium 
carbonate and a small quantity of sodium apocholate. The equi 
molecular additive compound of camphor and apocholic acid is soluD 
in dilute alkalis and bases. Other additive compounds me ^ t10 ^ , 
arc strychnine -apocholic acid, ethyl acetate-^pocholic 
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lenzaldehyde - apocMic acid ; the latter forms colourless needles, 
m p 156°. a-poCholic acid ethyl alcoholaic crystallises in needles 
which decompose in air with loss of alcohol. The compounds may 
also be prepared by way of the acetic acid compound. They have 
therapeutic uses. G. W. H. 

Vanillin Isomerides of the Resorcyl Series. Erwin Ott 
and Ernst Nauen ( Ber 1922, 55, [B], 920 — 929). — Considerable 
uncertainty exists with regard to the constitution of the mono- 
methyl ethers of (3-resorcylaldehyde [2 : 4-dihydroxybenzaldehyde], 
three substances, m. p. 41 — 42°, 62 — 63°, and 153 r , respectively, 
having been thus described. The last-mentioned has been stated by 
Gattermann (A., 1908, i, 28) to be the sole product of the action 
of hydrogen cyanide, hydrogen chloride, and aluminium chloride 
on resorcinyl monomethyl ether (this docs not appear to be actually 
the case, since it is now found that the substance, m. p. 41 — 42°, 
is formed to a less extent) ; this substance is characterised as 
4-hydroxy-2 methoxybenzaldehyde by its further methylation 
with methyl sulphate and cold alkali hydroxide to 2 : 4-dimethoxy- 
benzaldehyde, m. p. 68°. The product, m. p. 41—42°, is also 
converted by the action of methyl sulphate on its sodium salt 
suspended in toluene at 40° into 2 : 4-dimethoxybcnzaldchyde, and 
hence is shown to be 2-hydroxy-4-methoxybenzaldchyde. The 
aldehyde, m. p. 62 — 63°, is too sensitive towards alkali to permit 
its further methylation with methyl sulphate and, as in the case 
of the compound, m. p. 41 — 42°, cliazomethane is found to be an 
unsuitable reagent for the methylation of difficultly substituted 
phenolic groups even at 100°. Fricdlandcr’s view (A., 1908, i, 674) 
that the products, m. p. 41 — 42 and 62 — 63°, arc actually identical 
is disproved by the observation that the corresponding oximes 
melt at 124 — 126° and 138°, respectively. The explanation of 
the difficulty is found in the fact that analysis of the aldehyde, 
m. p. 62 — 63°, obtained by the action of methyl iodide shows that 
it contains two methyl groups, of which only one is removable by 
hydriodic acid ; the second methyl group must therefore be attached 
to the nucleus. The small amount of available material has pre- 
cluded the exact elucidation of the constitution of the compound, 
but, by analogy, it is considered to be 2-hydroxy-4-methoxy-3- 
methylbenzaldehyde ; the presence of substituents in the two 
ortho-positions to the hydroxyl group explains satisfactorily the 
impossibility of its further methylation and the non-appearance of 
acidic characteristics. 

The following modification of Wegscheider’s process is recom- 
mended for the oximation of hydroxyaldehydes, which arc very 
sensitive towards alkali hydroxide. Hydroxylamine hydrochloride 
is dissolved in the minimum quantity of water, and the solution is 
treated with ammonia solution (20%) until it is just neutral towards 
litmus paper. An alcoholic solution of the aldehyde is added and 
the mixture is preserved at the atmospheric temperature until 
reaction is complete, after which the oxime is precipitated by 
addition of water. 

14*2 
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The preparation of resorcinyl methyl ether is effected conveniently 
by the treatment of resorcinol with sodium hydroxide solution 
(10%) and methyl sulphate. The solution is made strongly alkaline 
and the dimethyl ether is removed by distillation with steam; 
subsequently the residue is acidified and again treated with steam, 
thus giving the monomethyl ether and leaving the non-volatile 
unattached resorcinol. H. W. 

Preparation of Protocatechualdehyde. S. Hamburger 
(D.R.-P. 339945; from Chem. Zentr., 1921, iv, 1223—1224; c f. 
Schmidt, A., 1915, i, 682). — A modification of an earlier patent, 
whereby thionyl chloride is substituted for phosphorus penta- 
chloride. Thionyl chloride and chlorine are allowed to act either 
successively or simultaneously on piperonal, with or without the 
use of solvents. For example, piperonal is treated with thionyl 
chloride and then warmed at 100°. Chlorine is passed in, the 
dichloTopiperoiiyl chloride, formed is decomposed with water, and 
the protocatechualdehyde formed is extracted with ether or obtained 
by evaporation. W. R, 

Transformation of Tertiary Ethinylcarbinols into Un- 
saturated Ketones. Kurt H. Meyer and Kurt Schuster 
(Ber., 1922, 55, [B], 819— 823).— Diphenylphenylethinylcarbinol, 
CPh:C'CPh 2 *OH, is converted by acetyl chloride, acetic anhydride, 
thionyl chloride, hydrogen chloride dissolved in anhydrous ether, 
or concentrated sulphuric acid into phenyl (S-phenylstyryl ketone, 
yellow prisms, m. p. 86—87° [Kohler (A., 1905, i, 215) gives m. p. 
92°]; the constitution of the ketone is established by its oxidation 
to benzophenone and benzoic acid and hydrogenation to pp-diphenyl- 
propiophenonc, m. p. 94 — 95°. The transformation might be due 
to the migration of a phenyl or a hydroxyl group ; the latter is 
shown to be the case, since di-p-chlorophenylpkenylethinylcarbinol, 
CPh:C-C(C 6 H 4 Cl) 2 ’OH, short, colourless prisms, m. p. 163—164°, 
is converted under similar conditions into phenyl di-p-cWoro- 
$-phenylstyryl ketone, C(C G H 4 Cl) 2 iCH , COPh, yellow crystals, m. p. 
103—104°, the constitution of which is established by its oxidation 
to 4 ; 4' - dichlor obenz op henone and benzoic acid. The mechanism 
of the change has not been elucidated. H. W. 

Halochromism and “ Solvatochromism M of Distyryl 
Ketone and Simpler Ketones and of their Ketonic Chlorides. 

A. Hantzsch (Her., 1922, 55, [B], 953-979).-In the so-called 
halochromism of ketones and ketonic chlorides two optically ana 
chemically different processes arc to be distinguished, (1) solvao- 
chromism caused by the formation of additive products vv 1C 
involves a relatively small alteration in the absorption ot iig , 
and (2) the actual halochromism due to the formation of additive 
products with marked alteration in the absorption of ligi co ,. 
sponding with the greater chemical change involved by the forma 
of complex carbonium salts under the transforming ;^ uen ™ , 
acids. Generally, the two processes are closely related irequ , 
in the sense that solvatochromism is the precursor of haloc&romib . 
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Thus the solvatochromic additive products of certain ketones 
with 'stannic chloride are converted by hydrogen chloride into the 
haloehromic carboniura salts, and hence the ketonic chlorides 
obtained from the ketones are directly converted by stannic chloride 
into the haloehromic salts. The well-defined additive compounds 
which are constant in composition represent the extreme case of 
solvatochromism in the one direction (solid solvates), whereas the 
other extreme is represented by unsaturated substances which 
dissolve in such solvents as ether with deepening of colour and 
the formation of unstable compounds which either cannot be isolated 
in the solid state or in which the components appear to be present 
in indefinite ratio. 

The absorption spectrum of distyryl ketone in ether differs 
considerably from that of triphenylcarbinol in ethyl alcohol, and 
it is therefore the more remarkable that the substances exhibit very 
similar absorption when dissolved in sulphuric acid. It appears 
therefore to be probable that the salts are similarly constituted and 

they may be formulated fph-C<£Jj]x and | r, C<ch|cHPi! j X 

nr jCHPh:CH-CR:CK> CH jx (in w hich R--H, OH, a or S0 4 H). 

The choice between the two latter alternatives cannot be made 
definitely, but reasons are advanced for preferring the more sym- 
metrical. The salts from benzophenone and benzophenone chloride 
are genetically intermediate between the triphenylcarbonium salts 
and those derived from distyryl ketone. Purely chemical evidence 
of the complex constitution of these haloehromic salts can be adduced 
in the same manner as for the triphenylcarbonium compounds. 
The most important observation in this connexion is that the 
characteristic properties of, the phenyl residue and of the ~C!C- 
group appear in them to be masked and, to some extent, com- 
pletely lost. Thus the phenyl groups of triphenylcarbonium or 
distyryl ketone appear nearly indifferent towards concentrated 
sulphuric acid. Unsaturated ketones which instantly unite with 
bromine in glacial acetic acid are only very slowly attacked by 
bromine when dissolved in concentrated sulphuric acid; this is 
true even for the four ethylenic bonds of the dark violet salts of 


dicinnamylidenemethyl ketone, FhO-C< cH:CH-CH : CHPhl S O lTT ‘ 
The halochromism of the “ abnormal ” ketonic chlorides derived 
from styryl methyl ketone and similar substances which have 
been shown by Straus and Diitzmann (this vol., i, 148) to have the 
constitution, CHAriCHOTCH’CHCl-Ar, is exactly analogous to 
that of the triphenylmethyl haloids, and the coloured solution 
formed, for example, by the chloride of dianisylidenemethy! ketone 
in phenylacetonitrile may be regarded as containing the salt 


Since, however, the absorption spectra of the ketones in acid 
solution is exactly similar to those of the salts of the corresponding 
Ketonic chlorides, the salts of the former may be regarded as having 
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initially the constitution |^HO'C<^:^ph ] S0 4 H and passing 

further action of concentrated sulphuric acid into 
■'CHlCIIPh U, H 


r,, A „ A A /CH:CHPh |c 
S0 3 H'0'C^ CH . CH p h J&^4 r 


Benzophenone when dissolved in concentrated sulphuric acid 
behaves like the almost completely ionised sulphate of sodium, 
dimethylpyrone or ethyl ether, and its salt is therefore formulated 
[Ph-CfOHjPhjsCtjH, the hydroxyl group being in this case not 
appreciably esterified. The initially much more intensely yellow 
solution of benzophenone chloride in concentrated sulphuric acid 
contains the salt (Ph-CCl*Ph)HS0 4 , but rapidly becomes decolor- 
ised with liberation of hydrogen chloride and formation of the 

hydroxy-salt. . 

With regard to the solvatochromism of distyryl ketone and 
related ketones, it is pointed out that the optical changes are 
different from and generally more simple than those connected 
with halochromism. In these cases, compounds are being dealt 
with which are generally highly dissociated even in indifferent 
solvents such as chloroform. The characteristic absorption spectra 
are therefore obtained only when one component is added in such 
excess that optical constancy is induced. Bras, cmnamaMehyde, 
which forms a solid additive product, (CHI h.GH'CHO^SnCl^, with 
stannic chloride, is but little affected optically when dissolved with 
twenty molecular proportions of stannic chloride in chloroform, 
and the spectrum gradually changes with further addition of 
stannic chloride, ultimately becoming constant when 8-50 mole- 
cular proportions of the latter have been added. Similar observ- 
ations are recorded with salicylaldehyde, benzophenone, or distyryl 
ketone with stannic chloride in chloroform solution. H. W. 

The Active Constituents of the True Coto-bark. The 
Synthesis of Cotoin, Ebxst SpIth and Karl Fuchs {MonatsL 
] cp) i 42 267 — 272).— Attempts to synthesise cotoin, which is a 
monomethyl ether of 2 : 4 : 6-trihydroxybcnzophenone, by methyl- 
ation of the trihydroxy -compound with methyl alcohol and hydro- 
chloric acid were unsuccessful, the only product isolated being 
methyl benzoate. The synthesis was accomplished by methylating 
with diazomethane in ethereal solution at -12 . Although less 
than one molecular proportion of diazomethane was used, the 
product contained 36% of cotoin, 26 /o of hydrocotom (6- y ) 
2 * 4 -dimethoxybenzophenone), and 2% of the trimethoxy- 
pound. The synthesis does not establish the orientation of 
methoxyl group in cotoin, although it is probable that methyla^ 
occurs first in the para-position. 

The Hydroxybenzoylphloroglucinols. Hidejiro Nishikawa 

and Robert Robinson (T., 1922, 121, 839—843). 

Singular Formation oi Ketodinitrones and their Behaviour. 

L. Kandri [GazzeUa, 1922 52 i, 193 - 199 ).-AUhe ^ry 
temperature and best in a solvent which is indifferent to 
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least difficultly oxidised by nitrosobenzene, the latter (2 mols.) 
and tolane (1 mol.) react very slowly with formation of the dinitrone, 
0‘NPh*CPh*CPh!NPh!O, which separates in pale yellow crystals 
decomposing with liberation of gas at 222°. When boiled with 
dilute sulphuric acid, the dinitrone yields benzil and p-amino- 
nhencil, the latter resulting from transposition of the (3-phenyl- 
hydroxylamine originally formed. Reduction of the dinitrone by 
means of aluminium amalgam gives the dianil of benzil. The action 
of hydroxylamine on this kctodinitrone differs from that observed 
by Angeli, Alessandri, and Pcgna with the aldonitrones (A., 1910, 
i 552, 752) and is one of reduction, the product being either the 
semi-reduced compound, NPh!CPh*CPh!NPh!0, or an additive 
compound of the dinitrone with the dianil of benzil. 

In the above formation of the ketodinitrone, the nitrosobenzene 
acts as an unsaturated compound, that is, as the phenyl ether of 
the anhydride of dihydroxyammonia, NPhlO. 

The action of magnesium phenyl bromide on the aldotlinitrone 
described by von Pechinann (A., 1898, i, 75, 187) might be expected 
to yield the corresponding {3fJ-dihydroxylarnine, and this by 
oxidation the ketodinitrone, thus: OINPh!CH*CH!NPldO+ 
2MgPhBr [OH’NPh-ChPH-] 2 OINPhrCPh-CPhlNPhlO. 
The first of these reactions gives a small yield of a colourless 
compound, m. p. about 156°, which may be the [Jp -dihydroxyl - 
araine, but the oxidation of the latter appears to give phenyl-A- 
phenylnitronc or the A- phenyl ether of benzaldoxime, CHPhlNPhlO, 
this being obtained in appreciable yield. The latter compound 
is obtainable also by oxidation of the simpler fi- hydroxylamine, 
CHgPh'NPh’OH (cf. Cusmano, “ Catalytic Reduction of Nitrones,” 
to be published later). 

Nitrosobenzcnc reacts on phenylpropiolic acid with extreme 
slowness, if at all. With acetylene compounds containing un- 
replaced hydrogen, the action of nitrosobenzene appears to follow 
a different course. With acetylene itself in acetone solution, the 
reaction is very slow, but may be catalysed by alcoholic potassium 
hydroxide, and then yields a very small proportion of oxanilide, 
which is isomeric with the aldodinitronc, 0!NPh!CH*CH!NPh!0, 
expected. T. H. P. 

Derivatives of 2-Hydroxybenzanthrone. I. Geoffrey 
Gordon Bradshaw and Arthur George Perkin (T., 1922, 121, 
911-922). 

Preparation of Anthraquinone and its Derivatives. 

Chemische Fabrik Worms Akt.-Ges. (Brit. Pats. 156215 and 
156538). — Anthraquinone or its derivatives are obtained by passing 
oxygen under pressure into a solution or suspension of anthracene 
(or its derivatives) in the presence of a small proportion of fuming 
nitric acid or an oxide of nitrogen at 80 — 90°. An additional oxygen 
carrier, for example, cobalt nitrate, may also be added if desired. 
The oxygen is rapidly absorbed and the operation is complete in 
three to five hours. When nitric acid is employed and the w ? ater 
formed in the reaction is not removed, nitro -compounds and other 



i. 560 


ABSTRACTS OF CHEMICAL PAPERS. 


impurities from which the anthraquinone can only be freed ^ 
difficulty are formed. This can be avoided and anthraquinong ^ 
99 — 100% purity obtained if the nitric acid is replaced by sodium 
nitrite and the reaction is carried out in presence of a dehydrating 
agent such as acetic anhydride or anhydrous sodium acetate Q 
J. Soc. Chem . Ind., 1922, 407a]. G. F. jp 

Manufacture of Hydroxy-* and Sulphohydroxy-derivatives 
of Anthraquinone. David Segaller, David Henry Peacock 
and British Dyestuffs Corp., Ltd. (Brit. Pat. 176925).-! 
l-Hydroxyanthraquinone-4*sulphonic acid is obtained by the 
condensation of phenol or phenol-p-sulphonic acid with phthalic 
anhydride by means of a sulphuric acid solution of boric acid at 
about 200°. On further treatment of this substance, either after 
isolation, or in the sulphuric acid solution in which it is obtained, 
at a temperature of about 240—250°, it is converted into 1:4.’ 
dihydroxyanthraquinonc (quinizarin). If phenol-2 : 4-disulphonic 
acid is used as starting material, the final product consists cssen. 
tially of 1:2: 4-trihydroxyanthraquinone (purpurin), whilst if 
o- or m- ere sols are employed, (3-methylquinizarin is produced. 
Prom p-crosol, l-hydroxy-4-methylanthraquinone is obtained. 

G. F. M. 

Preparation of Borneo! . Fabriques be Produits chimiques 
be Thann et de Mulhousf. (Brit. Pat. 164302, addn. to 144604; 
cf. A., 1921, i, 425). — In the preparation of bornyl tetrachloro- 
phthalate from turpentine in presence of an organic solvent, the 
secondary products obtained from previous operations consisting 
of unchanged pinene mixed with dipentene may advantageously 
be used as diluent instead of ether, etc. A similar yield of homed 
is obtained, and as the dipentene takes no part in tho reaction 
the amount present in the recovered hydrocarbon increases from 
operation to operation until the quantity is such that it may easily 
be separated by fractional distillation from the crude secondary 
product. & F. M. 

Higher Terpene Compounds. III. The Naphthalene 
Hydrocarbons Cadalene and Eudalene. Two Aromatic 
Fundamental Compounds of the Sesquiterpene Series. 

It. Ruzicka, Jules Meyer, and M. Mixgazzini ( Helv . Chim. Acta , 
1922, 5, 345— 36S; cf. this vol., i, 547).— The previous position 
of sesquiterpene chemistry is shortly reviewed. The method of 
removing hydrogen from cadinene by heating it with sulphur 
(A., 1921, i, 573) has been applied to other cases. The relative 
arrangement of the carbon atoms in a compound is unchanged by 
this treatment, since limonene and terpinene are each converted 
by its means into p-cymcno, the respective yields being 15% a™ 
50%. This result suggests that compounds containing cyclic 
double bonds may in general be more easily dehydrogenated than 
those with unsaturated Bide chains. Further, all the sesquiterpene 
fractions of a given oil yield the same product, and in no case is 
evidence observed of the formation of mixtures. Hence even 
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f jn any such case, the oil itself should be a mixture, the same 
*arbon skeleton is present in each component. The hydrocarbon 
: rom cadinene (loc. cit.) is now termed cadalene ; it has also been 
)btained from tetrahydrocadinene, from calamenol and its dcgrada- 
ion product calamene, from calamenene, from wozingiberene, 
ind from the sesquiterpene alcohol from Javanese citronella oil. 
[ts smooth formation from the monocyclic zingiberene shows 
hat the formation of a naphthalene derivative by this reaction 
s to be understood as evidence that the compound under examina- 
ion has a potential, rather than an actual, hicyclic structure. 
Kudesmol and selinenc apparently react according to the respective 
>qiiations : C 15 H 2fi 0-b3S=C 14 H 16 +H 2 0-b2H 2 Sd-CH3*SH ; C 15 H 24 -|- 
; the same hydrocarbon, cudalene, 
seiner produced in each case. This exceptional behaviour suggests 
;hat these compounds each contain a methyl group which cannot 
mrvive the transition into an aromatic compound and that the 
ladinene group of sesquiterpenes (Semmler and Becker, A., 1913, 
742; Semmler and Stenzel, A., 1915, i, 427) must be sub-divided 
nto the eudalene and cadalene classes. Eudalene , b. p. 280 — 281°, 
l 0*9734, K d 63-31, ER D 3-21, E2 D 1*74 ( picrate , C 20 H 19 O 7 N 3> 
)range-yellow needles, m. p. 90 — 91°; styphnate, C 20 H 19 O 8 N 3 , 
yellow needles, m. p. 119 — 120°), is stable towards bromine and 
3 okl potassium permanganate, and its physical constants agree 
well with those of a naphthalene hydrocarbon. The synthesis of 
sadalene (see following abstract) shows it to be 1 : 6- dimethyl-4 - 
i sopropylnaphth alenc. Further, the close relationship of cadinene 
to copaene, and the loss of three carbon atoms from the molecule 
if copaenckctonic acid by oxidation with sodium hypobromito 
\Semmler and Stenzel, loc. cit.) indicate that one double bond in 
sadinene is situated at the carbon atom carrying the isopropyl 
?roup. Corresponding with the contrast between retene and its 
parent phenanthrene in respect of the lability of the primary 
ixidation products of the former, those of cadalene are less stable 
than those of naphthalene. The quinone formed by the oxidation 
if cadalene could only be detected by means of its oxime, C 15 H 17 0 2 N, 
m. p. 178 — 179° (decomp.) ; §-metkylA-isopropyl-l-naphthoic acid , 
3 ;5 H 16 0 2 , leaflets, m. p. 161 — 162°, and possibly a hydroxyquinone, 
with other products were also formed. The relationship of the 
ipen-chain compound farnesol (Kerschbaum, A., 1913, i, 739) to 
cadalene is that of the aliphatic terpenes, for example, ocimene, to 
p-cymene. Further, the close relationship of cadalene not only 
to bicyclic, hut also to monocyclic (zingiberene) and to tricyclic 
(copaene) sesquiterpenes reveals for the first time the analogous 
structure of a considerable number of sesquiterpenes, not only among 
themselves, but also with those of the terpenes. The common 
factor in the two series is the union of isoprene molecules, usually 
to a p-cymene skeleton. Probably a number of monocyclic sesqui- 
terpenes represent a transition from farnesol to cadinene. The 
?? ne * s intermediate between the simple terpenes and 
“jterpenes (from which abietic acid is derived) and caoutchouc, 
which constitutes the highest member of the terpene series, and is 
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related to the others in being built up from isoprene molecules 

Santonin, as a derivative of 1 : 4-dimethyl-6-isopropylnaphthalene 
{Cannizzaro and Gucci, A., 1893, i, 665) is to be included with 
cadinene in the hydronaphthalenc sub-group of bicyclic sesqui- 
terpenes. J. K 

Higher Terpene Compounds. IV. Synthesis of Cadalene. 

L. Ruztcka and C. F. Seidel ( Hdv . Chim. Acta, 1922, 5 
369 — 375 ; cf. preceding abstract), — On the assumption that 
cyclic sesquiterpenes might have the same carbon chain as the 
open-chain alcohol, farnosol, it appeared that cadalene would be 
1 : 6 - dime thyl- 4 - isopropyl n a p h th alene. The accuracy of this deduc. 
tion has now been verified by the identity of the synthetic hydro- 
carbon with cadalene. Ethyl 2-cymylacetate, prepared from carvone 
by means of ethyl bromoacetate and zinc (Wallach, A., 1901, i 
156), was reduced by Bouveault’s method to (3-2 -cymyletkyl alcohol 
O 8 H 3 MePr0*OH 2 *CH 2 *OH, b. p. 145 — 150°/12 mm. Condensation 
of its bromide , C 12 H 17 Br, b. p. 145 — 148°/12 mm., with ethyl 
methylmalonate furnished methyl (3-2 -cymyhthyhnalomle, 
C 6 H 3 MePr^CH 2 «CH 2 *CMe(C0 2 Et) 2 , 
b. p. 200 — 210°/12 mm., from which $-2-cymyl-u.-metkylbutyric acid 
C 6 H 3 MePr^CH 2 -CH 2 *CHMe*G0 2 H, b. p. 200—201711 mm., was 
prepared. From its chloride , b. p. 165°/11 mm., and aluminium 
chloride, 5-lceto- 1 : ti-dimdhylA-isopropyltetrahydronaphtkalene, b. p. 
160 — 170°/12 mm., was obtained. Reduction of this compound 
in alcoholic solution with sodium furnished as chief product, with 
a certain proportion of the pinacone, the corresponding secondary 
alcohol. Finally, a mixture of this compound with the hydro- 
carbon, resulting from its partial dehydration on distillation, was 
dehydrogenated at 180 — 210° by means of sulphur. The identity 
of the synthetic product with cadalene followed from a comparison 
of physical constants, picrat.es, and styphnates. J. K. 

The Action of Concentrated Sulphuric Acid on Natural 
and Artificial Caoutchoucs. II. F. Kirchof (Kolloid Z., 1922, 
30, 176 — 187; cf. A., 1921, i, 116). — Plantation pale crepe rubber 
is believed to have the composition Under the action of 

cold concentrated sulphuric acid on its carbon tetrachloride solution 
for two hours, it undergoes conversion into an amorphous product 
of the composition C 10 H 15 , d 1-093 — 1-096, insoluble in chloroform. 
Gutta pcrcha under similar conditions is converted into a product 
of unaltered composition, C 10 H 16 , soluble in chloroform. The 
behaviour of the former product towards bromine and sulphur 
with formation of compounds of the composition C 20 H 30 Br 2 and 
C 20 H m S indicates the disappearance of three double bonds during 
the action of the acid. African rubber of the composition Ci 0 H 16 
gives rise to a similar series of products to plantation rubber. 
The latter type of rubber is believed to consist of spirally arranged 
closed chains, C 20 H 32 or C 30 H 4Rs which are held together in aggre- 
gates by partial valencies. To plantation rubber, a similar struc- 
ture is attributed, consisting of aggregated, open-chain spirals 
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of the composition C^H^. The disappearance of the characteristic 
properties of rubber when the raw material is exposed to the 
action of sulphuric acid, or when vulcanised rubber hardens spon- 
iariftouslv, is ascribed to the development of tetramethylene rings, 
with loss of double bonds, by bridging. 

On prolonged treatment in the undissolved state with cold 
sulphuric acid, plantation rubber is oxidised to a product, C 10 H u O, 
which is probably identical with the main product in the spon- 
taneous oxidation of vulcanised rubber. Oxidation of the rubber 
by prolonged contact- in benzene solution into sulphuric acid gives 
rise to an aldchydic acid , C 20 H 30 O 3 , m. p. 95 — 96° (crystalline 
pkenylhydrazone , m. p. 120—124°). D. F. T. 

The Essential Oil from Blumco Malcomu. John Lionel 
Smonsen and Madyar Gopal Rau (T., 1922, 121, 876—883). 

Constituents of Saffron. I. Picrocrocin. E. Wixterstein 
and J. Telecky (Helv. Ckim. Ada , 1922, 5, 376 — 381 ; Z. physiol. 
Chm., 1922, 120, 141 — 166). — Picrocrocin (Kayser, A., 1885, 59) 
forms colourless crystals, m. p. 154 — 155°, [a]„ —50*3°, and on 
hydrolysis with 1% sulphuric acid solution furnishes 54% of sugar 
(calculated as dextrose), with a ketone, C 10 H 14 O, b. p. 93°/14 mm., 
A 1*5240, %— n c 0*02283, d 0-9S5 (semicarbazone, G 11 H 17 ON 3 , 
m. p. 162 — 163°). Its physical constants suggest that the latter 
belongs to the terpene series, and, like carvone, it furnishes an 
additive compound with hydrogen sulphide, m. p. 80° (decomp.). 
The sugar produced by hydrolysis furnishes an osazone, m. p. 205°, 
a phenylmethylhydrazone, m. p. 128°, and a corresponding osazone , 
ra. p. 150°. Mannose, galactose, pentoses, and methyl-pentoses 
could not be detected, but tests for kevulose gave a positive result. 
The specific rotation was that of a mixture of 81*7% dextrose 
with 18*3% ^-fructose, but the analytical results from picrocrocin 
could not be reconciled with this conclusion. Crocin, the colouring 
matter of saffron, contrary to earlier statements, furnishes on 
hydrolysis not an essential oil, but dextrose and a deep red, insoluble 
compound, orocetin (Decker, A., 1914, i, 979). Oxalic acid and a 
colourless unknown compound have been obtained from the 
oxidation of this compound. J. K. 

Salicin Thiocyanate and Disalicin Sulphide. Geza Zempjlen 
and Alex. Hoffmann {Ber., 1922, 55, [£], 992— 997).— Tetra- 
acetylsalicin bromide is converted by ammonium thiocyanate in 
the presence of anhydrous acetone into telra-acetylsalicin thiocyanate , 
C 8 H 7 0 5 Ac 4 , 0 , C 6 H 4 , CH 2 *SCN, well-developed prisms, m. p. 135°, 
Mu +48-35° when dissolved in chloroform. Somew’hat un- 
expectedly, it is converted by methyl alcoholic ammonia into 
disalicin disulphide , S 2 {CH 2 ‘CfiH 4 -0*C fi H 11 0 5 ) 2 , m. p. 193° after 
slight previous softening, [a]J$ —46*8° when dissolved in glacial 
acetic acid; the substance can occasionally be isolated directly 
in the crystalline state, but, in general, is so prepared by the action 
of methyl alcoholic ammonia on the readily crystalline octa-acetate t 
long, slender needles, m. p. 188°, [ajfj +45*6° in chloroform solu- 
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tion. The latter is hydrolysed by hydrochloric acid in the presence 
of alcohol to di-o-kydroxybcnzyl disulphide, S 2 [CH 2 *C 6 H 4 *OH] 2) 
small prisms, m. p. 103°. ' H. W. 

New Derivatives of Salicin containing Nitrogen and Poly, 
nuclear Hy dr oxybenzyl amines. Geza Zemplen and Althoxs 
Khnz (Ber., 1922, 55, [B], 979 — 992). — An investigation of the 
products obtained by the action of ammonia or amines on tetra. 
acetylsaliein bromide (cf. Zemplen, A., 1920, i, 559). 

Tetra- acctylsalicin bromide, C 6 H 7 0 5 Ac 4 , 0*C 6 H 4 ‘CH 2 Br, reacts 
readily with ammonia in ethyl or methyl alcoholic solution, 
exchanging its bromine atom initially for the amino-group and 
suffering de-acetylation; as with alkyl haloid and ammonia, 
however, the reaction proceeds further with the formation of 
secondary and tertiary amines. In the present instance, the 
isolation of a pure primary amine was not found possible, but the 
solution of the reaction product slowly deposits disalicinamm, 
NH(CH 2 *C 6 H 4 *0*C 6 H 11 0 5 ) 2 , colourless needles, m. p. 205° (decomp.) 
after becoming yellow at 200°, [a]i> —45*82° in aqueous JV-hydro- 
chloric acid solution, which is hydrolysed by boiling hydrochloric 
acid to dextrose and di-o-hydroxybenzylamine, colourless needles, 
m. p. 168°. The mother-liquors from the secondary amine contain 
trisalicinamine, which is isolated as the dodeca-acetyl derivative, 
N(CH 2 -C 6 H 4 *0 *C 6 H 7 0 5 Ac 4 ) 3 , microscopic needles, m. p. 173— 175 3 , 
[«]« —45*13° when dissolved in chloroform. It is hydrolysed by 
dilute hydrochloric acid to dextrose, acetic acid, and tri-o-hydroxy • 
benzylamine hydrochloride, small, coarse needles, incipient decomp, 
110 °. 

The reaction between tetra-acetylsalicin bromide and methyl- 
amine proceeds in an analogous manner, yielding (with de-acetyl- 
ation) a non-crystalline syrup which, after re-acetylation, is readily 
separated into two fractions. The first of these consists of penta- 
acel ylsaMcinnidhylamine , C 6 H 7 0 5 Ac 4 *0‘C 6 H 4 *CH 2 *NMe Ac , coarse 
platelets, m. p. 165°, [a]g —38*49° in chloroform solution, which 
is hydrolysed by acids to o-hydroxybenzylmethylamine (isolated 
as the phosphotungstate and analysed as the hydrochloride 
OH-C 6 H 4 -CH 2 *NHMe,HCl, slender needles, ro. p. 130°). The 
second fraction is composed of oda-acelyldisalicinmethylamm, 
NMe(CH 2 *C c H 4 *0*C 6 H 7 0 5 Ac 4 ) 9 , colourless needles, ra. p. 198— 200°, 
[a]- 4 —35*40°, [a] G r { -33*75° when dissolved in chloroform, from 
which a uniform material could not be prepared by hydrolysis 
with acids. 

Tetra-acetylsalicin bromide and ethylamine, under similar 
treatment, give perita-acetylsdicinethyhmine, small, colourless 
needles, m. p. 96 — 97°, and octa-acetyldisalicinethyh?nine , long, 
colourless needles, m. p. 151—153°. . 

Tetra-acetylsalicin bromide is converted by dietliylamine into 
salicindiethylamine, CgHjjO^O’CgH^CHg’NEtg, small, colourless 
needles, m. p. 102 — 103°, [a]5J —26*05° in chloroform solution. With 
methylaniline in boiling methyl alcoholic solution, it gives tetra- 
acetylsalicinphenylmethylamine, long, colourless needles, m. P* 
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140—141°, [*]?— 19-78° in chloroform, which is transformed by 
methyl alcoholic ammonia into salicinphenylmethylamine, small 
crystals, [«]o s -36-23° when dissolved in acetone, 
Tetra-acetylealicin bromide is converted by trimethylamine in 
absolute alcoholic solution into tetra^icelylsalicmtrirnztliyhi mmonium 
bromide, C 6 H 7 0 5 Ac 4 *0*C ( ,H 4 -CH 2 -NMe s Br } colourless needles, m. p. 
68° after softening at 65°, [«]£ —42-28° in aqueous solution. It 
is hydrolysed by hydrochloric acid (5%) to o-hydroxybenzyltrimetkyU 
ammonium chhride, slender needles (+H 2 0), m. p. *96°; anhydrous, 
p. 200° (decomp.). H. W. 

Saponins. VII. A. W. van t>er Haar {Be.r., 1922, 55, 
[5], 1054 — 1066; cf. this vol,, i, 160). — It is shown that several 
sapogenins, such as hederagenin and others, are closely related to 
one another and to the terpene hydrocarbons (for example, sesqui- 
terpenes) on the one hand and to phytosterols (sitosterol), 
cholesterol, and phytosterol-like substances (ursou, oleanol) on 
the other. Hederagenin is decomposed by distillation with zinc 
dust in a current of hydrogen into sesquiterpenes, carbon dioxide, 
and water, in accordance with the equation CgoH^OH^-COgH-f 
H 2 =2Ci 5 H 24 -f C0 ? d-2H 2 0. The sesquiterpene volatile with steam 
which gives tlm violet coloration of sapogenins and saponins with 
sulphuric acid is to be regarded as the primary product of the 
distillation of hederagenin with zinc dust. During the process it 
undergoes partial conversion into terpene hydrocarbons which 
are not volatile with steam; the violet glacial acetic-sulphuric 
acid reaction passes to bluish-green. The volatile sesquiterpenes 
consist of a mixture of structurally different sesquiterpenes. The 
distillation of hederagenin with zinc dust in an atmosphere of 
hydrogen is most conveniently effected rapidly from a small retort 
heated on a sand-bath. jj ^ 

The Optical Activity of Catechins. K. Feist and A 
Futtermenger (Ber., 1922, 55, [if], 942—944; cf. Feist and 
Schon, A., 1921, i, 117; Freudcnberg, A., 1921, i, 576, 577).-^ 
The observation of the optical activity of catechins in water, 
alcohol, or aqueous acetone is rendered very difficult by the in- 
ability to use any but very dilute solutions. Exact values can 
only be obtained when the hydroxyl groups of the catechin are 
protected by esterification or etherification. H. W. 

Preparation of Coumarins. Wolfgang Ponxdorf (D.R -P 
338/37; from Chrm. Zentr ., 1921, iv, 1224— 1225).— Phenols’ or 
phenol ethers are condensed with fumarie or maleic acids or their 
derivatives at temperatures above 120°. In the condensation of 
umaric acid with phenols, the ortho -hydrogen atom of the phenol 
unites with a carboxyl group of the acid, giving formic acid ; ring 
closure and formation of coumarin follows the elimination of water 
^ e courDar ^ c ac ^ thus formed. Zinc chloride or, preferably, 
^/o aqueous or alcoholic sulphuric acid may be used as con- 
easmg agents. By condensation of p-cresol with fumarie acid 



i. 566 


ABSTRACTS OF CHEMICAL PAPERS. 


in. the presence of sulphuric acid at 130 — 180 6 -Ynethy 'IcouTfutri^ 
m. p. 72 — 73°, is formed. G. W. R, 

Dyes Containing the Furan Ring. R. R. Renshaw and 
Nellie M. Naylor ( J . Amer. Chem. Soc 1922, 44, 862 — 864).^ 
The authors have repeated the work of Fisher (cf. A., 1878, 51) 
on the furan analogue of malachite -green. Contrary to the results 
of Fisher, they find that the product obtained by the oxidation 
of tetramethyldiaminodiphenylfurylmethane has a deeper colour 
than malachite -green and that it is an equally stable dye, giving 
handsome effects on silk and wool. Its oxalate and its zincochloridc 
were prepared. 

Pyromucic acid was condensed with pyrogallol, giving a yellowish- 
brown powder, m. p. 160°, which is presumably the furan analogue 
of alizarin-yellow- A . It gives a dark tan colour on cotton mordanted 
with turkey -red. W. G. 

The System Furfuraldehy de-Water. Gerald H. Mains 
(Chem. and Met. Eng., 1922, 26, 779 — 784, 841—843). — The 
corrected boiling point of pure furfuraldehyde is 161 ‘7 at 760 mm., 
and df’ 11598 or df H545, Ixith values corrected to vacuum. 
The composition— specific gravity tables for solutions of furfur- 
aldehyde in water up to the saturation concentration were deter- 
mined at 20° and 25°, and were subsequently used as a method of 
analysis, accurate to ±0*02%, in the determination of the mutual 
solubility and boiling-point and condensation-point curves for the 
system furfuraldehyde-water. The solubility of furfuraldehyde in 
water rises from 8*12% at 16° to 8*72% at 27° and 17% at 92^, whilst 
that of water in furfuraldehyde rises from 3*5% at 8 to 5*4% at 
26*5° and 15*5% at 96°. The most important data emerging from 
the boiling-point curves of furfuraldehyde-water mixtures are as 
follows. With increasing amount of furfuraldehyde in the solution 
the boiling point gradually falls from 100° to a minimum of 97*9°, 
which is reached at the composition 18*4% furfuraldehyde, at 
which point two layers commence to be formed. Through the 
whole of this range the vapour phase contains a much higher per- 
centage of furfuraldehyde than the liquid, rising to 35% at the 
minimum boiling point. From this point during the whole range 
in which there arc two liquid layers, that is, up to 84% of furfur- 
aldehyde, the boiling point and composition of the vapour pha.se 
remain constant. With higher concentrations than 84%, the 
boiling point rapidly rises until at 161*7° pure furfuraldehyde only 
remains. From the above data it is evident that by taking ad- 
vantage of the great divergence in the boiling-point and con- 
densation-point curves in this system, it is possible to effect readily 
a separation of furfuraldehyde from dilute aqueous solutions by 
fractional distillation, whereby a fraction containing furfuraldehyde 
and water in two layers boiling at 97*9 — 100° first distils. The 
aqueous furfuraldehyde layer is separated and the residual aqueous 
layer returned to the still. The aqueous high percentage furfur- 
aldehyde is then dried by redistillation, water passing over firs 



ORGANIC CHEMISTRY. 


I 567 

and then f urf uraldehyde of constant boiling point. In conclusion 
the mathematical relations for the distillation of mixtures, as 
developed by Lord Rayleigh, are discussed with reference to the 
furfuraldehyae-water system. G J 1 M 

Preparation of Thionaphthencarboxylic Acids. Gesell- 
sceabteur Teerverwestung m. b. H„ Rudolf Weissgerbfr tint. 
Orro K ? ueee (DIP. 341837; from khm. 
podium thionaphthen is treated with carbon dioxide in the 
absence of water, and the carboxylic acids thus obtained are separ- 
ated by their varying acidities or by the fractionation of their 

^midfatuo ra»f >n c Tdr i™ thionaphthen is treated with 
sodamide at IdO—laO for five hours in a shaking vessel. A stream 
of dry carbon dioxide is then passed without lowering the tern- 
perature or interrupting the shaking. By treatment of the cooled 
products of reaction with water and toluene, the sodium salts are 
obtained in aqueous solution and the unchanged thionaphthen in 
toluene solution The thionaphthencarboxylic acids are liberated 
by acidifying. By dissolving in sodium carbonate solution and 
partial acidification, the more strongly acid, thiompMhen-2 £ 
dmrboiyhc acid is separated from the weaker acid, thionaphthen- 
2-mrbaxylicmtd. The adds may also be separated by fractional, or, 

/?**» yl ; W ?' 8Sg ? rber and Kruber ’ A., 1»20, i, 754) 
Mmyl thwmphtken - 2-carboxyhte has b. p 176— 180°/] 3 mm 
Methyl thiomphthen-2 : Z-dimrboxylale has Kp. 214—218713 mm 
e G.W.R. 

Space Structural Formula; of Chemical Substances in 
General, and of some Alkaloids in Particular. J J Ly KST 
Zwikker (Chem. Wukbhd, 1922, 19, 158— 162).— Asymmetric as 
"1* ** ' molecules may be regarded as harmonious group- 

mfular form" “ U P constellations of simpto and 

hi the cases of the alkaloids cinchonine, quinine, berberine 

tit 18 ^™rh’ n an< ! oarceine, this form is the trigonal bipyramid’ 

ate cdcel I' 40 ” 8 h", g r ? gu!ari - v s P at * d in pairs along the 

form of this comtella^h^ ® that the sim P lest and most stable 
lorm ol this constellation is represented by the hydrocarbon retene. 

S. I L 

.,3 e Anhalonium [Cactus; Alkaloids. III. The Consti- 

• , 66) -Tho A ? h ^f e ‘f EP i N f SpiTH ( Mma <ah; 1921, 42, 263— 

7 ). The identity of anhaline with hordenine (\ 1919 i 

W been confirmed by a direct comparison the two iLe^ and 

ofa number of their derivatives. The picrate has m p 139—140° 

£&%£%*? S 1 ?- 220 ’, the ternary anionfum cl’ 

0 fthe .,ccJ;io7 ^ lod,dc ’ m - P' 230-231°, and the hydriodide 
ox xtie deetylated base, m. p. 176 — 177°. E^H It 

°f Tropinonecarboxylic Acid Esters E 

}iarmne, and ethyl acetoacetate (cf. T., 1917, 111 , 762).^ A 
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mixture of 8*6 parts of succinaldehyde, an alcoholic solution of 
10 parts of metkylamine, and 13 parts of acetoacetic ester dissolved 
in 30 parts of alcohol is kept for three days, the product is neutral, 
ised, freed from alcohol, rendered alkaline with aqueous potassium 
carbonate solution, and extracted with chloroform. The tropinone- 
carboxylic ester is then transferred to dilute sulphuric acid solution 
and back to chloroform, and finally the chloroform is distilled 
leaving the ester as an oil which gradually solidifies on keeping in 
contact with the air, G. F. M. 

Preparation of Tropinonecarboxylic Acid Esters. E 
Merck, Otto Wolfes, and Horst Maeder (Brit. Pat. 164757). — . 
Ethyl tropinonecarboxylate is obtained by the hydrolysis of one 
ester group in diethyl tropinonedicarboxylate (cf. T., 1917, 111 } 
762) and simultaneous elimination of carbon dioxide. Twenty, 
eight parts of the diethyl ester in 50 parts of alcohol are heated 
to boiling with 22 parts of potassium hydroxide solution (1:1). 
After cooling, ice is added, the liquid is acidified with sulphuric 
acid, supersaturated with ammonia, and extracted with ether or a 
chlorinated hydrocarbon. Ethyl tropinonecarboxylate is an oil 
forming a crystalline hydrate, m. p. 63°. G. F. M. 


Me OMe 


The Synthesis of Laudanine. Erkst Spath and Norbert 
Lang (Monatsh., 1921, 42, 273 — 285). — Laudanine was shown by 
Spath (A., 1921, i, 50) to have the annexed formula (I). This 
-vp.r att has now been confirmed by synthesis 

y v 6 /— of the alkaloid. The synthesis de- 

\OMc pended on the known method of pre- 
^ v paring nsoquinoline derivatives by 
^ , effecting ring-closure in A r -acyl deriv- 

n]u m i atives of w-phenylethylamine. Homo* 

e e veratrylamine, p-aminoethyl-3 : 4-di- 

me thoxy benzene was prepared by Kosenmund’s method (A., 1911, 
i, 34) by condensing 3 : 4-dimethoxybenzaldehyde with nitro* 
methane, followed by reduction of the co-nitrostyrene in two stages. 

3'Hydroxy-4-inethoxypbenylacetic acid (koinoisovanillic acid) 
is prepared by condensing isovanillin with hippuric acid in 
presence of sodium acetate and acetic anhydride, whereby the 
, — v A T ““CPb ^ ac ^ one of x-benzoyfamino-S-aMtoxy- 

MeO<^ y-OH!C < C^7~ i r 4 - ?nethoxycinnamic acid (II) is 

tt CO-O formed, yellow needles from alcohol, 
* c ' m. p. 134 — 136°. When this is 


warmed with 15% sodium hydroxide solution, the acetyl group 
is removed and the lactone ring opened. The resulting a -benzoyl- 
amim-3-hydroxy4-methoxycinmmic acid forms colourless crystals, 
m. p. 213*5 — 215*5° (decomp.). When the lactone is boiled 
with 23*5% potassium hydroxide, the desired 3 -hydroxy A-methoxy- 
phenylpyruvic acid is obtained, along with resinous products. 
This compound forms a voluminous precipitate when light petroleum 
is added to its ethereal solutions ; it has m. p. 183 — 184*5° (decomp.), 
and decomposes gradually on exposure to air. The ethylcarbonato * 
derivative, in which the hydroxyl group is replaced by the ethyl- 
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carbonate -group, is crystalline, m. p. 143 — 146°. By oxidation 
0 f its sodium salt in aqueous solution with hydrogen peroxide, 
3.hvdroxy-4-methoxyphenylpyruvic acid was converted into 
^,}iydroxyA-inethoxyphenylacetic acid- in 80 — 90% yield ; the product 
forms long needles from ether, m. p. 122-5 — 124*5°. For con- 
densation with homoveratrylamine, it was converted into its ethyl- 
carbonato- derivative, m. p. 112—113°. 

The 3-ethylcarbonate-4-methoxyphenylpyruvic acid was con- 
verted into the acid chloride and 


m 

\C0-CH, 


0*1^0 Ft 

-v 2 u the crude product condensed in 


2 \ / 


\ / 

OMe OMe 


(III.) 



(IV.) 


OMe OMe 


OMe benzene solution with the above 
(3-aminoethyl-3 : 4-dimethoxybenz- 
ene. The product (III) could not 
be purified, but was treated directly 
with phosphoric oxide in toluene 
From the products of the reaction was isolated 1 -[ethyl- 
nm Ft carbomtoi$ovaniUyl]‘Q : 1-dimethoxy- 
2 3 : 4t-dihydroisoquinoline (IV), which 

)OMe forms a crystalline hydrochloride , 
in. p. 193*5° (decomp.). The base 
was converted into the methyliso- 
quinolinium iodide, which could not 
be obtained pure, and thence into 
the corresponding chloride , which forms a well-characterised, yellow, 
crystalline double salt with platinum chloride. The methykso- 
quinolinium chloride was reduced with tin and hydrochloric acid, 
giving a mixture of laudanine and its ethylcarbonato-derivative, not 
all of which was hydrolysed during the reduction. The laudanine 
was proved to he identical with natural laudanine. E. H. R. 

Alkaloids of the Pareira Root. II. /soChondodendrine. 
Franz Faltis and Felix Neumann (Monatsh., 1921, 42, 311 — 
376; cf. Faltis, A., 1912, i, 796; Scholtz, A., 1913, i, 87, 385; 
1915, i, 450).— A long historical account is given of the alkaloids 
of the pareira root, which have heen known as bebeerines. It is 
shown that these alkaloids are different from that obtained from 
the bark of Nedawlra Rodicei, the so-called bebeerin tree, and 
that the true source of pareira root is Chondodcndron platyphylfam. 
For this reason, it is proposed to substitute the names a-, and 
isochondodendrine for the alkaloids formerly known as a-, (B-, 
and wobebeerine, respectively. 

t-soChondodendrine (anti probably a- and (3-chondodendrine) 
which has been resolved into 
Starting from the hypothesis that De- 


lias the composition c 18 h 19 no :5 


OH-C 16 H 12 ONMe*OMe. 


CH 9 NMe 


CH„< 


‘ k \_ 


>CH— CH, 


~\(OH) 


\^/' U \ / (OMe) 

(!■) 


chondodendrine is related to lauda- 
nosine, it jnay have the following con- 
figuration (attached formula, I). 
Methylation in the hydroxyl group, 
without formation of a quaternary am- 
monium compound, was only accom- 
plished with diazomethane. Methyl- 
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iso chmdodendrim forms a crystalline crust, m. P-256—257” [„]» 
—36-8° in alcohol. Its methiodide has [a]o — 7 m 50 / 0 alcohol. De. 

composition of the quaternary ammonium 
CH 2]snVfe 2 compound by Hofmann’s method (heating 

(jjj / CH=CH with aqueous sodium hydroxide), gave an a. 
2 \_/ \ and a p-methine differing in some respects 

/ \_q_/ \ from those described by Seholz {loc. cit .) . The 

\ — / / a-methine (annexed formula [II], according 

(II. ) (OMe) a to t ^ e above hypothesis) is optically inactive, 
m r> 204—205°. It forms tabular, trielinic crystals [a : 6 : c= 

1-6996: 1:1-2908; «=91° 5|'; P=103° 2r > ?=® 1 The 
(3-methine (III), m. p. 167 168*5 , has 
CH 2 NMe, [a] D +353 0 in pyridine, [-359° in alcohol. 

CH^ ^CH — CH 2 With sulphuric acid, the a-methine gives 

\ / \ a deep red solution on warming, suddenly 

/ \_q_/ N changing to blue. Seholz attributed this 
\_/ V/ reaction to the active (3-methine, which docs 

(III) . (OMe) 2 not ghow it q^be a-methine by reduction 
with sodium and alcohol gave the u.’dihydroTnethine,T&.'p. 211*5 212 , 
which was also obtained by reduction of mcthyhsochondodendiine 
methochloride with sodium amalgam. It forms small tetragonal 
crystals [a : c= 1 : 0*38257], Its hydrochloride forms a double 
chloride with gold chloride, C 2 pH 25 O s N ,HA uC1 4 . 

By reduction of the methiodides of the mixed a- and p-methines 
with powdered sodium hydroxide in methyl alcohol, a nitrogen- 
free compound, C 18 H 16 0 3 , containing two ethylene livings, 
was obtained; tabular six-sided monochmc crystal |*:6:e= 
0*8271 * 1 • 0*8416 ; p=99° 35'] ; it does not melt below 312 . ihe 
formula IV is suggested. Reduction of the 

2 a-dihydromethinc gave a similar compound, 

CH/ CH— CH C 18 H 18 0 3 , containing only one double bond. 
\ /— \ This has no m. p. and forms tabular, mono- 
s' /”0 - \ / clinic crystals [a : b : c— 0*8470 : 1 : 0*6160; 

x Q=97° 4541. The constitution suggested is 

(IV) ’ * 2 that of IV with the -CHICH- bridge reduced. 

Oxidation of the compound C 18 H 16 0 3 with potassium permanganate 
gave a tricarboxylic acid, C 12 H 5 0(0Mc) 2 (C0 2 H) 3> m. p. 1 < J > 
which forms an anhydride , m. p. 244-245°, and a trimethyl ester, 
m . p . 100—102°. Demethylation of the tricarboxylic acid gave a 
dihydroxydicarboxylic acid showing the colour reactions of catechol, 
and therefore having the two hydroxyl groups in the ortho- 
position to each other. By fusion with potassium hydroxide, 
the tricarboxylic acid gave a good yield of p-hydroxybenzoic ac d, 
and after methylation of the residue a trimethoxybenzoic acid 

J m p. 141—143°, was isolated, which 

_ ^ Me appears to he the hitherto unknown 

pr) tj/ \_ n _ / )OMc 2:3: 5-trimethoxybenzaicacid. Inall 

■ V %>4h 

leads unexpectedly to the formula (VI) for methyUwchondodcndrme, 


CH f .CH— CH 

\ / t 

/ \. n _/ \ 
\_/ 0 \-/ 

(IV). (OJle) 2 
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. 0 
| ch 2 

/\,/\ch 2 / 


I 


jVAl-2 I 

^NMe ( 


Me0 \/\/ 

MeO OH CH 2 ' 
(VI.) 


in which the oxygen bridge is in an 
unusual position. It had been expected 
that the oxygen bridge would be as in 
formula I, but if tins were the case, 
salicylic acid should have been obtained 
instead of p-hydroxybenzoic acid in the 
above potassium hydroxide fusion. At- 
tempts to detect isomeric change of 
alicylic acid into p-hydroxybenzoic acid under similar experimental 
conditions gave negative results. Confirmation of the formula was 
obtained by distilling tsochondodendrine with zinc dust when 
creso l was obtained. The formula of isochondodendrine will be 
similar to VI with (OH) in place of one of the (OMe) groups, but 
there is no evidence to show which. E. H. R, 

The Constitution of Ricinine. Ernst Spath and Erich 
Tschelnitz ( Monatsh 1921, 42, 251 — 262). — Ricinine has generally 
been regarded as the methyl ester of ricinic acid, and different 
n/nn MaW formulae have been proposed for it, (I) by 
-ITT* Maquenne and Philippe (A., 1905, i, 80) 
- nrr -mr.n and (II) by Bottcher (A., 1918, i, 304). To 
throw more light on the structure of this 
alkaloid, the synthesis of the decomposition 
products, C 7 H 9 0 2 N, obtained by Winter- 
stein and others (A., 1919, i, 500) by 
boiling ricinine with 57-4% sulphuric acid, 
and C 6 H 7 0 2 N obtained by Maquenne and 
Philippe by heating ricinic acid with hydrochloric acid, has been 
attempted and successfully accomplished. The latter compound is 
shown to be identical with a pyridone of formula 
(III) or (IV), whilst the compound C 7 H 9 0 2 N is 
the O-methyl derivative of either III or IV. 
The synthesis was accomplished as follows. 2 : 4- 
Dihydroxy pyridine was converted into the corre- 
sponding dimethoxy-derivative by treating its silver 
0(" bNMe salt with methyl iodide in ethereal solution. The 
dimethyl ether v 7 as characterised by the prepara- 
. tion of its picrolonatc, m. p. 148 — 149°. By 

further treatment of this compound with methyl 
iodide, it was converted directly into 4-methoxy-l -methyl- 1 : 2- 
dihydropyrid-2-one or 2-methoxy-l -methyl-1 : 4-dihydropyrid- 
4-onc identical with the ricinine derivative, C 7 H 9 0 2 N, m. p. 
113 — 114°. It forms a picrate, long, yellow, felted needles, 
m. p. 154 — 155°, and a picrolonatc, golden-yellow’ crystals, m. p. 
126-5° (decomp.). When heated with fuming hydrochloric acid 
at 140° in a sealed tube, the compound is demethylated, forming 
a compound, C 6 H 7 0 2 N, identical with that obtained by Maquenne 
and Philippe from ricinic acid. A comparison of the boiling 
point of the compound C 7 H 9 0 2 N, 161— 1G2°/16 mm., with those 
of 1 -methyl- 1 : 2-dihydropyrid-2-onc, 126 , 5°/14-5 mm., and of 
the corresponding pyrid-4-one, 223 — 224°/15 mm., leads to the 


v CH=-CH’Cf 
(I-) 

C0 2 Me-0=C*CH 

it II 

NMe-C-CH 

(II.) 


HO/ SnMc 
H) 

(III.) 
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conclusion thftt the compounds under consideration correspond 
with formula (III) rather than (IV). 

The methyl groups of ricinine being thus accounted for i n tb e 
decomposition product C 7 H 9 0 2 N, it follows that ricinine cannot 
be, as hitherto supposed, the methyl ester of a carboxylic acid, 
and the formulae hitherto proposed must be rejected. The ease 
of hydrolysis of the methoxyl group may be accounted for by 
fusion of the pyridine ring with another ring, in all probability a 
glyoxaline ring, as suggested by Bottcher. These and other 
properties of ricinine may be summarised in either of the two 
formulae : 


01I-C=N >C0 
MeO-C N“CH 2 
CH=CH 


CH— C==N 
or MeO~C NMe | 

CH— C C 

E. H. R. 


Taxine, the Alkaloid from the Yew, Taxus baccata. I, 

E. Winterstein and D. Iatrides ( Z . 'physiol . Ghent., 1921, 117, 
240— 283).— Taxine, obtained in yield of 0-7— 1*4% from dried 
vew-needles, has the formula C 37 H 51 0 10 N . It has not been possible 
to obtain it or its salts in a crystalline condition. 1 he amorphous 
base sinters at 97° and melts at 105 110 , [®]d in 1° 0 

sulphuric acid, +51-52° in absolute alcohol. With dilute organic 
and inorganic acids, cinnamic acid, acetic acid, a substance having 
reducing properties, and a resinous product are formed. With 
sodium hydroside in the cold, cinnamic acid is produced m small 
amounts. When heated by itself, taxine gives rise to a product 
containing nitrogen. On reduction, it unites with two molecules 
of hydrogen, forming a compound , C 37 H 55 O a0 N; thus indicating 
the presence of two double bonds. Similarly, a yellow, amorphous 
compound, C 37 H 61 O 10 XBr 4 , m. p. 125^-130° (decomp.) is formed 
on bromination. Acetic anhydride produces an acetyl derivative 
of uncertain constitution, which with alcoholic potassium hydroxide 
yields a molecular proportion of cinnamic acid. Methyl iodide 
gives a white meth iodide, C 37 H 5l O 10 N,CH 3 T, m. p. 1-- > 

which with alkali hydroxide yields a white, flocculent product, 
Co,H. a O in m. p, 120—140°, methylamine being eliminated, Oxida- 
tion with hydrogen peroxide results in the formation of a reducing 
compound which with phloroglucinol and hydrogen chloride arcs 
a crystalline compound , light brown needles, m. p. l-*> . vvnn 
potassium permanganate, benzamide, benzoic acid, acetic acid, 
oxalic acid, and benzonitrile are formed and also a substance 
which with phenylhydrazme yields a compound, (C 4 H 6 UA)» wmw, 
glistening scales, m. p. 185°. 

Additive Compounds of s.-Trinitroanisole with Tertiary 
Bases. M. Giua (Gazzetta, 1922, 52, i, 182; cf A., 192 , , 
592; Kohn and Grauer, A., 19U. i, 83; 1915, i, 830; 

A., 1915, i, 836, 993).— When treated with alcoholic platmu 
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chloride solution, the additive compound of s.-trinitroanisole with 
Tivridine yields pyridinemethylchloride platinichloride, 

P) (C 5 H t N,CH 3 Cl) a PtCl 4 

(cf. Bally, A., 1888, 964). T- H. V. 


pyridinium Salts derived from some Chloroacetylamino- 
compounds. Edward de Barry Barnett and James Wilfred 
Cook (T., 1922, 121, 792-797). 


The Products of the Benzoylation of 2-Aminopyridine. 

E. Tschitschibabin and J. S. Byunkin {Ber., 1922, 55, [JB], 
998 — 1002). — The action of benzoyl chloride or benzoic anhydride 
on 2-aminopyridine under very varied conditions leads to the 
production of a mixture of dibenzoylaminopyridine, slender needles, 
m. p. 166 — 167°, and 2-benzoylamiMpyridine ) C 6 H 4 N*NHBz, 
large, colourless needles, m. p. 87° ( platinichloride , orange -coloured 
needles, m. p. 230° [decomp.], picrale> yellow needles, m. p. 193°). 
The constitution of the substance is deduced from the observation 
that it is converted by the successive action of methyl iodide and 
alkali hydroxide into l-methyl-2-pyridone-2-benzoyUmide 
NMe‘C s H 4 :NBz, 

golden-yellow, granular crystals, m. p. 70° ( picrate , small, yellow 
prisms, m. p. 157°), which is identical with the product obtained 
by the direct benzoylation of l-methyl-2-pyridoneimide (A., 1921, 
i, 450). Dibenzoyl-a-aminopyridine appears to be identical with 
the substance described as benzoylaminopyridine by Marckwald. 
It is almost devoid of basic properties, and 'is characterised by the 
ease with which it loses a benzoyl group and passes into benzoyl- 
aminopyridine, m. p. 87°. When treated with platinum chloride 
in concentrated aqueous hydrochloric acid solution, it yields the 
platinichloride of the monobcnzoyl derivative. It is not possible 
at present to decide between the alternative formulas CcILN-NBz, 
and NBz*C 5 H 4 NBz. 5 h. w. 


4:6-Diphenyl-2-methylpyridine. C. Gastaldi ( Gazzetta , 
1922, 52, i, 169 — 175; cf. this vol., i, 367).— The author has 
investigated the interaction of acetophenone and acetic anhydride 
in presence of sublimed ferric chloride, the product of which is 
regarded by Dilthey (A., 1916, i, 829) as a ferric chloride compound 
of 2 ; 6-diphenyl-4-methylp3Tylium chloride of the constitution 

FeCl 4 ‘0<QTyj e .^,g>CPh. The author considers that this reaction 

is analogous to that occurring between dvpnone and benzoyl 
chloride in presence of sublimed aluminium chloride with formation 
oi 2 . 4 : 6-triphenylpyryliuin chloride, and that the acetic anhydride, 
acting as a condensing agent, first converts the acetophenone into 
aypnone This view is supported by the fact that the action of 
acetic anhydride on dypnonc yields the ferric chloride compound 
t 1 ^'^P^ en yl' 2 ' me thylpyryliuru chloride. The constitution 
11 .ted to this compound by Dilthey is, therefore, erroneous, 
e mistake being the result of an earlier one made by von Meyer 
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and Irmscher (A, 1908, i, 911), who wrongly described as 4 ^ 

diphenyl-2-methylpyridine, a compound of another struct^. 
Thus the action of ammonia on the pyrylium salt obtained from 
either acetophenone or dypnone by the action of acetic anhydjj^ 
yields 4 : 6-diphenyl-2-methylpyndine, m. p. 185 , winch Dilthey 
regarded as 2 : 6-diphenyl-4-methylpyridine. Further, the com. 
pound which Dilthey considered to be the ferric chloride compound 
of 2 : 6-di-p-anisyl-4-methy]pyrylium chloride is probably the 
corresponding compound of 4 : 6 - di -p- anisy 1 - 2 - mcthylpyrylium 

chl0ride ' , .. w ^C(C0 2 H)-CH v 

4 : 6- Diphenylpyridim-2-carboxijlic acid , ^cPh— 

obtained by the action of potassium permanganate on 4 : 6 diphenyl- 
2-mcthylpyridinc in presence of acid, crystallises in colourless 
needles m p 150° ; when the sodium salt is heated in a vacuum 
with the calcium oxide, it yields 2 : 4 -diphenylpyndme, which 
forms a dense, pale yellow liquid, and gives the hydrogen suipkk, 
C 17 H 13 N,H 2 S0 4j needles, m. p. 245° (slight browning). T. H. P. 

2 -i>-Dimethylaminostyrylpyridiiie Methiodide, a New 
Photographic Sensitiser. William Hobson Mills and William 
Jackson Pope (T., 1922, 121, 946—947). 

Preparation of Hydrogenated 2-Phenylffuinohne-4-carb. 
oxylic Acid, its Homologues, and their Salts. Fritz Zvck- 
m\yer (D.R.-P. 342048; from Chem. Zenlr., 1921, iv, 122a- 

1226 ) 2-Phenylquinoline-4-carboxyhc acid, or its derivatives 
containing alkyl or alkoxyl in the quinoline group, are treated 
with reducing agents and the tetrahydroquinohnecarboxyhc acids 
thus obtained are changed into their alkali or alkaline-earth salts. 
Acid alkaline, or electrochemical reducing agents may be used. 
The resulting phenyltetrahydroquinolinecarboxyhc acids are more 
soluble in dilute acids than their parent compounds and form 
slightly soluble nitroso-derivatives. They can be acctylated. 
The reduction of 2 -phenylquinoline- 4 -carboxylic acid, either by 
iron and hydrochloric acid, by sodium amalgam, or electrochemicany 
in alkaline solution, gives 2 - V UnyUetrakydroqxiino^ 
acid white, felted needles, m. p. about 149°; lithium salt white 
tasteless powder. Reduction of 8-methoxy2-phen y l qmnohne. - 
carboxylic acid by zinc and sodium hydroxide solution gm* 
8-methoxy-'2-phenytietrahydroquinoUne-4-carboxyhc acid . ; it crystal- 
lies in white noodles, m. p. 185-186“. The acids and theirs s 
have therapeutic uses as antipyretics and eliminators of unc ac . 

Polynuclear Heterocyclic Aromatic Types. I. Some 
Indenwudnoline Derivatives. James Wilson Abmit and 
Robert Robinson (T., 1922, 121, 827 839). 

Benzoxazole Derivatives. Siegfried Skrauf and 

Moser (Ber., 1922, 55. [«], 1080-1101; of. tra.p A, 

598),— A description of attempts to prepare benzoxazjl pne y 
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ketone and a further account of the influence of substituents on 
the opening of the benzoxazole ring; 

Attempts to prepare benzoxazyl phenyl ketone by converting 
•>.aminobenzoxazole into the corresponding nitrile and treatment 
of the latter with the requisite Grignard reagent were rendered 
unsuccessful by the apparent impossibility of diazotising the 

amino-substance. 

pciizoxazole-2-carboxylic acid, colourless crystals, m. p. 85°, is 
obtained in small amount by the action of potassium perman- 
ganate on 2-methyl benzoxazole, but is more conveniently prepared 
by the oxidation of 2-o-hydroxyphenylbenzoxazole (long, pale pink 
needles, in. p. 123°, obtained by heating o-aminophenol with salicyl- 
amide) ; the potassium, silver, mercurous , mercuric, lead , and copper 
salts are described. The potassium salt is converted by thionyl 
chloride into benzoxazole-2 ■ carboxyl chloride, , m. p. 85°. The latter 
substance mainly suffers reduction when treated with magnesium 
phenyl bromide ; in cold solution it is possible to obtain benzoxazyl- 

diphenylcarbinol, C 6 H 4 <^Q^C*CPh 2 ‘OH > colourless crystals, m. p. 
157°, in small amount, but the main product is 2-hydroxymethyl - 
benzoxazole , C 6 H 4 <Cq^C*CH 2 ’OH, m. p. 125°, and this is formed 

exclusively when the action is carried out in warm solution. Benz- 
oxazole-2-carboxy anilide, m. p. 156 — 157°, is reduced in a similar 
manner by magnesium methyl iodide with the formation of benz- 

omzole-2-aldehydeanil, C 6 H 4 <C OCH IN Ph, m. p. 153°. 


Greater success was met in a series of experiments which depend 
on the reactivity of the methylene hydrogen atoms of 2-benzyl- 
henzoxazole. The latter is converted by p-nitrosodimethylanihne 


into the compound, C 6 H 4 <CQ^C*CPhlN , C 6 H 4 *NMe 2 , slender, lustrous 


needles, incipient decomp. 150°, by 2 : 4-dinitrophenyldiazonium 
sulphate into the substance, C 6 H 4 < CQ^C'CPhlN*IvH , C 6 H 3 (N 0 2 ) 2 , 


yellow crystals, m. p. 140°, and by amyl nitrite and sodium etboxide 
into benzoxazyl phenyl ketoxime , m. p. 193°. The latter substance 
is converted by absolutely anhydrous acetic acid at 190° into the 
desired benzoxazyl phenyl ketone, but the reaction appears to be 
influenced to an unusual extent by the presence of traces of moisture. 

2 -Ethylbenzoxazole, from o-aminophenol and propionitrile at 
205—210°, has b. p. 210°, d 20 1*081. 2 - {3 - Xaphthylbe nzoxazoh has 
m. p. 115 — 116°, 2 - p -nitrophe nylbe nzoxazole , long needles, m. p. 
260°, is obtained from o-aminophenol and -nitro benzoni trile at 
135—140°; the preparation of the corresponding m- and ^-nitro- 
compounds in this manner does not appear to be possible, but 
2-m-nitrophenylbenzoxazole, m. p. 207°, is obtained from o-amino- 
phenol and m-nitrobenzoyl chloride. 

The velocity of hydrolysis of benzoxazole and its 2-substituted 
derivatives by hydrochloric acid (20'2%) has been measured at 
61° and 108°. The reaction is apparently unimolecular, since 
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water is present in large excess ; its velocity depends greatly 0u 
the substituent and gives a measure of the valency demands of the 
latter. H ' W - 

Thiazoles. I. Derivatives of 2-Phenylbenzthiazole. Syn. 
thesis o! an Analogue of Cinchophen (Atophan). Marston 
T, Bogert and Emanuel M. Abrahamson (J. Amer. Chem. $oc., 
1922, 44, 826 — 837). — The most satisfactory method of preparing 
2-phenylbenzthiazole is by the fusion of benzanilide or benzylidene. 
aniline with sulphur. The product obtained by its nitration is 
shown to be the 6-nitro-derivative (cf. Nageli, A., 1895, i, 347). 
When reduced, the nitro-derivative yields 6-amino-2 -phenylbenz- 
thiazole, giving an acetyl derivative, m. p. 214° (corr.). On fusion 
with potassium hydroxide, the amine gives benzoic acid and no 
aminobenzoic acid. Further, it couples only once with diazotised 
p-nitroaniline , giving -p-nitrobenzeneazo-6-amino-2-phenylbenzthiazole } 
in. p. 196° (corr.), and its acetyl derivative, m. p. 203° (corr.). 
Finally, 6-aminophenylbenzthiazolc gives a benzylidene derivative, 
m. p. 151° (corr.), which when fused with sulphur yields 2:2- 
diphenylbenzbisthiazole {cf. Green and Perkin, T., 1903, 83, 1207). 
These facts establish the position of the amino- and consequently 
of the nitro-group. On nitration the bisthiazole yields 4-nitro- 
2 : 2 -diphenylbenzbistk iazole , m. p. 262° (corr.), which on reduction 
gives 4-ami no-2 : 2-diphenylbenzbisthiazole, m. p. 285 — 287 (corr.), 
giving an acetyl derivative, m. p. 250—253° (corr.). The positions 
of the nitro- and amino-groups in these compounds were^established 
by the fact that, on fusion with potassium hydroxide, the amine 
did not give any aminobenzoic acid. 

6 - Amino -2-phenylbenzthiazole on methylation under pressure 
with methyl alcohol ancl hydrochloric acid gives 6 -dimethybmiw- 
2-phenylbenztMazole , m. p. 185° (corr.), hut no quaternary salt 
could be obtained. On bromination 2-phenylbenzthiazole gives a 
tetrabromide , m. p. 125° (decomp.), which when boiled with dilute 
acetic acid loses bromine and hydrogen bromide, yielding Q-brmo- 
2-phenylbenzthiazole, m. p. 152° (corr.), which was also obtained 
by the Sandmeyer reaction from 6-aroino-2-phenylbenzthiazole. 
Similarly by the Sandmeyer reaction ti-cyano-2-phenylbenzthmk 
was prepared and this, on hydrolysis, yields 2-pUnylhenzilmzok- 
6 -carboxylic acid, m. p. 261-263° (corr. decomp.), giving a methyl 
ester, m. p. 153—154° (corr.). With iodine in acetic acid 2-pheny • 
benzthiazole gives a very unstable di-iodide , m. p. 84‘o (corr.). 
With acetyl chloride 2-phenylbenzthiazole gives an additive com- 
pound, which, readily loses acetyl chloride again on warming or on 

shaking with w ater. , „ nlic 

The 6-carboxylic acid mentioned above is structurally anaiogou 
to cinchophen (a-phenyleinchoninic acid), and it is hoped tha i 
may show useful therapeutic properties. vv * u 


Rhodanine. II. Oh. Granacher, H. Reis, and E. Pool 
(Helv. Chim . Ada, 1922, 5, 382-391).-The red dye resulting from 
the oxidation of rhodanine by means of feme chlonde (A., » 
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i 252) is of the indigoid type. Thus the product obtained from 
y.phenylrhodanine was purified by conversion into a soluble 
reduction product by means of sodium hyposulphite, followed by 
oxidation with air. Analytical data, but no formula, are supplied 
f or the magenta-like powder, with a green reflex, so prepared. 
It. and the following condensation products of rhodanines with 
oc-diketones, are very easily converted by alkali into com- 
oounds onlv slightly coloured. N-Phenylrhodanine- x-acemph- 
P . PhN-COv. ^CO .. . .. 

tkenec[ m7W7ie } , needles, yields a dmitro- 

derivative, C 2 iH 9 0 2 NS 2 (N0 2 ) 2 , m. p. 342° (dccomp.). Rhodanine - 
tt . acenaphthenequinone , C 15 H 7 0 2 N8 2 , forms red needles. Imido- 
acetyldi-N : N - rkoda nine- z-accnaphtke neq w ino ne , 

[c io H 6 < c >C.O<^ 0 ^ j^XAc, 

forms scarlet leaflets. Iminodi - N : N-rhodanirw-x-acempkihenequin- 

r qq S eg-, 

one, i C 10 H 6 <^J>C:C< C q^' J Nil, crystallises in dark red 


needles. 

x-Oximino-N-phenylrhodanine, C 9 H 6 0 2 N 2 S 2> forms golden-yellow 
needles, m. p. 181°; its silver salt exists in two forms, respectively 
yellowish-brown and reddish-orange; ethyl ether , C u H 10 O 2 N 2 S 2 . 
is yellowish-orange, m. p. 130°. a-Nitro-A T -phenylrliodanine, 
PkN'CO 

1 s<s >CH.N 0 2 , from the preceding oximino -com pound and 
nitric acid, forms light yellow needles, m. p. 207 3 (decomp.) 

« -Qxim inorhodani ne , g^>C!N01I, forms yellow needles, m. p. 

151—153°; the silver salt exists in two forms. Reduction of the 
oximino-com pound with zinc dust and acetic acid would seem to 
yield a rhodanine-purpuric acid (cf. Krxorr, Annalcn, 1887, 238, 

192). a- Oximino -AT-phenylthiohydant oin, ' u'yQ .g^CIXOH, 

forms yellow needles, m. p. 199 — 200°. J. K. 


S 


/i\/e 

■" I 


(I.) 


Linear Benzonaphthaparathiazine [(Jp-Naphthaphenthi- 
azine], K. Fries and F. Kebkow [Annalen, 1922, 427, 281 — 302; 

cf. Kehrmann and Christopoulos, A., 1921, 
i, 449; Ludwig- Semdii, 1921, i, 448, 089). 
— This (I) is the only one of the three 
possible naphthaphenthiazines which has 
not previously been prepared. Its prepara- 
tion is now described and general methods 
for obtaining its substitution products are indicated. 

3-Chloro-2-anilino-l : 4-naphthaquinone (prepared from 2 : 3-di- 
chloronaphthaquinone and aniline) reacts with sodium sulphide, 
giving 2-anilino-3-mercapto - 1 : 4 -napkihaquinone, which is char- 
acterised by an methyl derivative, m. p. 143°. The mercaptan 
undergoes oxidation when air is led through a boiling alcoholic 
vol. exxn. i. x 


NH 
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solution, and gives ^-naphthaphenthiazine - 
6:11 -quinone (II), which forms steel-blue 
crystals, m. p. 308°. On further oxidation by 
means of hydrogen peroxide, this substance 
yields a sulphoxide, an amphoteric substance 
melting above 300°, and a sulpkone, an 
orange-red, acidic compound, which also melts above 300°. 
12 - Methyl - p(3 - naphthaphenthiazine -6:11- quinone , reddish-blue 

needles, m. p. 197°, is prepared by directly methylating the thiazine 
(II) with methyl sulphate in the presence of magnesium oxide. 
Halogen derivatives of the thiazine containing the halogen atom in 
the 3-position arc prepared by isomeric change of the halogen salts 
of the sulphoxide. W-Chloro- ^-naphthaphe nlhiazine-Q : ll-quinou 
forms small, stout, blue needles, m. p. 303°, and 3-6rowi.0-[3p. 
n aphtha phe n thiazine -6 : \l -quinone, steel-blue needles, m. p. 309°. 
6:11 -Dihydroxy-^naphthaphenthiazine, small, colourless crystals, 
m. p. 192° (diacetyl derivative, m. p. 2o8°; 
dimethyl ether, m. p. 134°), is obtained by 
reducing the quinone with stannous chloride 
and acetic acid or with alkaline hyposulphite; 
atmospheric oxidation reconverts it into the 
quinone. The action of ethyl chloroformate on 
the sodium salt of the quinol gives rise to 
the 11 : 1 2 -lactam of ethyl fit -naphtha phenthiazi m- 
6 : 11 -dicarboxylate (HI), which forms greenish- 
yellow needles, m. p. 203° (decomp.). Complete reduction of 
the quinone with stannous chloride yields fifi- naphthaphenth iaz ine, 
yellow 7 needles, m. p. 277°. 

A corresponding series of compounds containing an amino- or 
acetylamino- group in position 3 is described ; these substances 
are obtained by a similar series of reactions starting from 2 : 3-di- 
chloronaphthaq ui none and p - p heny 1 ened i a mine (or monoacetyl- 
p-phenylenediamine) instead of from 2 : 3-dichloronaphthaquinone 
and aniline. 3 - Chloro-2 - p-ami n oa n Hi no- 1 : 4-naphthaquinone forms 
bluish-violet crystals, m. p. above 360°. S-Chforo-2-p-acetylamino- 
anilino- 1 : 4 -naphthoquinone forms small, purplish-red crystals, m. p. 
271° (decomp.). 2 -p-Acet yh mi a o-3 - merca pto- 1 : 4-naphthaquinone 
gives a S -methyl ether , m. p. 243°. S-Acelylamino-ffl-naphtha- 
phenthiazine-6 : l\ -quinone forms green needles which decompose 
above 290° (sulphoxide, m. p. 330°, decomp., sulphone, in. p. above 
360°). 3-Amino-$%-naphthaphcnthiazine-‘3 : 10-quinone sinters at 
240°, m. p. 290* (decomp.). 3-Acetyktmino-C) : 11 -dikydroxy-jfc 
naphthaphenthiazine is characterised by its green hydrochloride, 
and by acetylation to S-acelylamino-G : U-diaceloxy-^Mphtm- 
phenthiazine, 'in. p. 257° (decomp.). 3 • Amino -^-mphthapm- 
thiazine is a yellow powder, m. p. 280° (decomp.) [hydrochloride is 
pale olive-green; the acetyl derivative forms greenish -yellow 
crystals, m. p. 285° (decomp.)]. 

When a current of air is passed through a boiling solution oi 
3- amino -^-naphthaphenthiazine oxidation occurs and the *>■ 
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mtno-compound (IV) is precipitated. It 
forms small, dark blue crystals, m. p. 290° 
(decorap.), and on wanning with alka- 
line hyposulphite passes back into the 
aminothiazine. C. K. I. 


preparation of Intermediate Products and Colouring 
Matters. Society for Chemical, Industry in Basle (Fr. Pat. 
-.yogi; from Cfiem. Zentr ., 1921, iv, 1271 — 1272). — Monoaeyl 
derivatives are prepared from diaminodiarylsulphones, obtained 
from m-phenylenediamine, by treatment with acylating agents. 
tfonoacetyl’S : 6-diaminophenyl-\ -p-iolylsulphone is obtained from 
i ; o-diaminophenyl-p-tolylsulphone (D.R.-P. 282214) and acetic 
anhydride, ethyl acetate, or acetic acid; it forms crystals, m. p. 

jg2 183°. Other derivatives are prepared similarly. Mona- 

benzoyl -2 : 5-diuminophenyl-p-tolylmlpkone has m. p. 186°. Mono- 
, phthaloyl’2 : 5-diaminophenyl-p-tolylsulphone is transformed by re- 
crystallisation from acetic acid into the anil, m. p. 232°. Mo?io- 
a cetyl- 2 : 5 - d iam i mphenyl - p - chlorophe nylsulpho ne has m.p. 198 — 199°. 
Monopfithaloyl-Z : o-diaminophenyl-p-chlorophenylsulpkone gives an 
anil m. p. 233°. Monoacetyl -\ : i-mphthylcnediamiM-2-p-toluene- 
tyiysulphonic acid gives a colourless sodium salt. Colouring 
matters are obtained from their diazo-compounds and 2-naphthyl- 
aminc or its derivatives, such as 2-amino-3-hydroxynaphthalene- 
6-sulphonic acid, 2-naphthylamine-G-sulphonic acid, etc. 

G. W. R. 


Preparation of Ethers of p-Hydroxyphenylcarbamide. 

J. D. Riedel, Akt.-Ges. (D.R.-P. 339101; from Chem. Zentr., 
1921, iv, 1324). — The carbamides of p-aminophenol are con- 
verted into hydroxyalkyl ethers by the usual methods for the 
preparation of phenolic ethers. For example, p - hyd roxy phenyl - 
hydroxy el hy [carbamide is prepared from p-hydroxyphenylcarbamide, 
ethylene ehlorohydrin, and sodium methoxide solution at 100° ; 
y-hydroxypkenyldihydroxycth ylcarbam ide (spherical aggregates, m. p. 
1 53— 150°), from p -hydroxyphenvlcarbamide , glycerol- a-mono - 
ehlorohydrin, and sodium methoxide solution at 100 — 110°. 

G. W. R. 


Changes in the Sweetness of Dulcin (p-Phenetolecarb- 
amide) caused by Chemical Alterations of the Molecule 
and the Sweetening Power of Derivatives of p-Hydroxy- 
phenylcarb amide. Carl Speckax {Her. (hut. pharm . Ges ., 
1922, 32, 83 — 107).- — Replacement or substitution of the ethyl 
group of p-phenetolecarbamide led to the complete suppression 
of the sweet taste of this substance in every ease investigated 
with the exception of ^-bromo-p-phenetolecarbamide, which was 
also very sw T cct, and benzoyl-p-hydroxyphenylcarbamirle which had 
a faintly sweet after-taste. Aromatic amino-derivatives prepared 
from the above bromo-duJein, having the constitution 
NHyC0*NH'C 6 H 4 *0‘CH 2 -CH 2 -NHR, 
were quite tasteless, whilst the complete replacement of the ethyl 
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group by such groups as -C0 2 Et, -CO'NPh 2 , etc., as also replace- 
ment of the end methyl group by acetyl or phenyl, likewise gave 
substances in which the sweet taste of dulcin was entirely sup. 
pressed. The preparation of the following substances is described. 
fi-Bromo-p^phenetolecarbarnide, NH2*C0*NH , C 6 H 4 , 0*CH 2 *CH 2 Br J 
from p - hy droxyph enylcarb amide and ethylene di bromide, white 
needles, m. p. 162—164°. Ethylene dicarbamidophenyl ether , 
C 2 H 4 (0-C 6 H 4 *NH-C0NH 2 ) 2 , a by-product of the above preparation! 
forms pale red needles, ill. p. 342°. 0 -Aniliiw-p-phenetolecarbamide, 
from the p-bromo-derivative and aniline, forms fine, white needles 
m. p. 230°. $-p-Phenetidino-p-phenetolccarbamidc, has m. p. 215 ( 
fi-p-Toluidino-ip-pheneiolecarbamide, has m. p. 180°. 0-o -Toluidino. 
p-phenetoleca rbamide, has m. p. 228 — 230°. fi-rp.-Toluidino.-p. 
phenetolecarbamide , has m. p. 215°. (i-m-Xylidino-ip -ph e netole- 
carbamide , has m. p. 255°. p-Carbamidophenyl ethyl carbonate , 
KH 2 *C0-NH-C 6 H 4 -0-C0‘0Et, from p-hydroxyphenylcarbaraide, 
sodium ethoxide and ethyl chloroformate, forms white needles, 
m. p. 158°. p - Carbamidophenyl diphenylca rba mate, 
NH 2 *C0-NH*C $ H 4 -0*C0'iN T Ph 2J 

forms white crystals, m. p. 240°. Ethyl a - p - carbamidophe noxy- 
butyrate , NH 2 *C6*NH-C 6 H 4 -0-CHEt’C0 2 Et, from p-hydroxyphenyl- 
carbamide and ethyl a-bromobutyrate in presence of potassium 
hydrogen carbonate, forms white crystals, m. p. 90°. p -Carbamido- 

phenylglycide ether, N^’CO’NII’OqH^O'CHjj'CIK^^ 2 , from 

p-hydroxyphenylcarbamidc and epichlorohydrin in presence of 
sodium ethoxide, has m. p. 235°. Benzoyl-p-hydroxyphenylcarb - 
amide and benzoylp-hydroxyphenylbcnzoylca rba mide were both 
obtained by the action of benzoyl chloride on hydroxyphenylcarb- 
amide, and have m. p. 148° and 226— 228°, respectively. y-Carb- 
amidophenoxyace.tophenone, formed by the action of w-bromoaceto- 
phenonc on hydroxyphenylearbamide and sodium ethoxide, has 
m. p. 140°. p-Nitrophenoxyacetone, prepared by the action of 
chloroacetone on p-nitrophcnol in presence of sodium amyloxide, 
has m. p. 82°, and gives a semicarbazone, m. p. 225°, a phenylhydr- 
azone , m. p. 155°, and an oxime, in. p. 105°. On catalytic hydro- 
genation, it was reduced to p -aminophenoxy acetone, 
NH 2 *C 6 H 4 *0*GH 2 *C0Mc, 

white leaflets, m. p. 236°“and this, on treatment with hydrochloric 
acid and potassium eyanate, gave -Ctf rba m idophc n oryacet one , in . p. 
172°, yielding a semicarbazone, m. p. 190°, and a phenylhydrazone , 
m. p. 145°, and on reduction the corresponding secondary alcohol, 
0 -hydroxypropyl p - carba mulophe nyl ether , 

NH 2 -C0*NH , C 6 H 4 *0*CH 2 *CHMe , 0H, 
which forms colourless crystals, m. p. 176°, having a faintly sweet 
after-taste. 


Constitution of Picrorocellin, a Diketopiperazine Deriv- 
ative from Roccella fuciformis. Martin Onslow Forster 
and W illiam Bristow Saville (T., 1922, 121, 816—827). 
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New Syntheses of Pyrimidines. E. Cherbuliez and K N 
Stavritch (Ilelv. Chim, Acta , 1922, 5, 267— 2U).S.Bromo- 

UydroxypyrimidincA-carboxylic acid , NH<^‘^>C-C0 2 H, 

needles, m. p. 206 207°, with evolution of carbon dioxide {copper 
salt, [C 5 H 2 0 3 N 2 Br] 2 Cu,2H 2 0 ; ethyl ester, C 7 H 7 0 3 N 2 Br, needles, 
m. p- 155 — 156 ) results from the action of sodium hypobromite 
on methylcneasparagine. 5-Brom-Q-kydroxypyrimidinc, C 4 H 3 ON 2 Br, 
m. p- 197° ( picrate , C 10 H 6 O 8 N 5 Br, yellow prisms, m. p. 150 — 151°; 
hydrochloride, m. p. 206—207°), obtained by fusion of the carboxylic 
acid, is converted by the action of phosphoryl chloride into 
b-cBow-Z-bromopyrimidine, C 4 II 2 N 2 ClBr, b. p. 95-5726 mm. 
(pi 'crate, sparingly soluble in ether), and by reduction with zinc 
dust into G-hydroxypyrimidine (Wheeler, A., 1907, i, 879). The 
last compound also results from the distillation of 6 -hydroxy- 
pyrimidineA-carboxylic acid, C 5 H 4 0 3 N 2 ,H 2 0, prisms, m. p. 268— 
270° (decomp.), which is itself prepared either by oxidation of 
methyleneasparaginc with alkaline permanganate, or from the 
above bromo-acid and zinc dust. 

Similar series of compounds may be prepared from the alkylidenc- 
and arylidene- asparagines, and the reactions have a special interest 
ia view of the natural occurrence of asparagine and of pyrimidine 
derivatives. 

Ethylideneasparagine, C 6 H 10 O 3 N 2 ,H 2 O, needles, m. p. 230— 
231 , must he prepared by condensation of acetaldehyde with 
sodium _ asparaginate. o-Bromo-^-hydroxy-2-mctkylpyrimidineA- 
carboxylic acid , C 9 H 5 0 3 N 2 Br. prisms, m. p. 209—210° (decomp.), 
copper salt, (C 6 H 1 0 3 N 2 Br} 2 Cu,2H 2 0. 5-Bromo~^-hydroxy-2-metkyU 
pyrimidine, C 5 H 5 ON 2 Br, prisms, m. p. 231—232° ( hydrochloride 
m. p. 229—230°; acetate, m. p. 234°; picrate., C 11 H s 0 8 N 5 Br, m. p. 
163 — 164°; silver salt soluble in hot water; copper salt, a green, 
flocculent precipitate). ^CHoro-^-bromo^nethjljyyrimidine, 
C^UBr, b. p. 10 /‘O ,2/ mm. 6 - H yd rox y~'2- put h yip yri midi c * 

4 -carboxylic acid, C 6 H # 0 3 X 2 ,2H 2 0, m. p. 261° (decomp.), basic 
C °PP &r sa ^» C 6 H A N,CuOH. ti-Hyd roxy-2 -methjlpyri m idine, 
n 5 if « J>-ddromo-G- Ji ydroxy-2-phen ijl pyrim idine A-ca rboxyli cacid } 
0 u H 7 O 3 N-,Br, needles, m. p. 250—252°, o-Bromo^-hjdroxy- 2- 
pkenylpynmidine, C 10 H 7 ON 2 Br, prisms, m. p. 252°; O-cWoro-5- 
bromo-2-phenylpyri mi dine, C 10 H 6 X 2 ClBr, b. p. 193-5°/24 mm. 
m. p. 130—131°; 2-pkenylpyrimidinc, C 10 E 8 N 2 , b. p. l57-o°/25 
nmi., m. p. 128 (picrate, C 16 H 11 0 7 N 5 , m. p. 108"). 6- Hydroxy - * 
~-phmjlpynmidinc4-carboxylic acid , O n H g O. } X, m p 
(decornp.) copper salt, (C 11 H,0 3 N 2 ) 2 Cu,2H 2 0‘, ethyl ester, 
L 'i3Pi2Y3^2’ needles, m. p. 84 — 85°; o-bromo-6-kydroxy-'2-phenyl- 
PyrmuimeA-carboxylic acid , C n H 7 0 3 N 2 Br, m. p. 252°, from the 
preceding compound and sodium hypobromite, decomposes on fusion 
into o- bro mo- 6-hydroxy -2- pheny lpy rim i di nc ; C-hydroxy-2-phenvl- 
lnn ? r ’ A., J890, 09 ; Ruhemann and Hemmy, A., 1897, 
yellow needles, m. p. 351°. 

J. K. 


. «8) yields a picrate] C 1( .H u O s N 5 , 
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Preparation of a New Diethylbarbituric Acid Compound, 

Chemische Fabriic auf Aktien vorm. E. Schering (Brit. Pat! 
158558). — A new compound of diethylbarbituric acid and 4-di. 
methylamino-1 -phenyl- 2 : 3-dimethyl-5-pyrazolonc is obtained by 
melting the two substances together in the proportion of 1 mol. of 
the former to 2 mols. of the latter, and purifying the product in 
the usual manner. The new compound is yellow in colour, melts 
at 95 — 97°, and has strong analgesic properties, whilst the hypnotic 
effect is repressed. G. F. M. 

The Nature of Isatoids. Gustav Heller and Walter 
Benade (. Ber 1922, 55, [ B \, 1006 1014; cf. Heller, A., 1920, 
i, 766; 1921, i, 891; Ilantzsch, A., 1921, i, 597).— The existence 
of the alkylisatoids of von Baeyer and Oekonomides has been 
confirmed by Heller but denied by Ilantzsch ; their preparation 
and behaviour has again been examined in detail. 

Methylisatoid is obtained when isatin silver is subjected to 
the action of methyl iodide in the presence of benzene at 100° and 
the filtrate, after removal of re-formed isatin and silver iodide, is 
allowed to evaporate spontaneously while exposed to light. The 
residue is recrystallised from glacial acetic acid and yields thereby 
(3 -methylisatoid. The latter passes into the a-form when recrystai- 
liscd rapidly from benzene, but appears to undergo further change 
on protracted heating with this solvent. The a- is converted into 
the [3-variety by recrystallisation from glacial acetic acid. Ethyl- 
isatoid, prepared in a similar manner, forms red rhombohedra, 
m. p. 218 — 219° (decomp.) after darkening at 211 — 212°. Con- 
trary to the statement of Hantzsch, the melting points of the 
methyl and ethyl compounds are quite distinct from one another. 
Curiously, a mixture of equal amounts of the two substances has 
a slightly higher melting point. n-Propyl iodide and isatin silver 
give n -propylisatoid, quadratic prisms, m. p. 187° (dccomp.) after 
darkening at 180°; attempts to convert it into a desmotropic form 
resulted in the production of a yellow, llocculent precipitate, in. p. 
about 177° (decomp.). woButyl iodide and isatin silver yield a 
substance , m. p. 147 — 148°, which by reason of the small amount 
available could not be further investigated. 

The alkyl group of the alkylisatoids can be removed by treat- 
ment with glacial acetic acid and hydrogen bromide, but, unex- 
pectedly, the substance obtained after addition of sodium acetate 
to the solution is found to be a n h yd roind oxyl- x-antkran Hide , 

CO CH’NH^ -,Ti oi” oi q° 

^ t jjj. £q^>C c H 4 , brownish-red plates, m. p. 21 1 — -IS 

(decomp.); the mechanism of the addition of the two atoms of 
hydrogen during the hydrolysis has not been established. The 
substance is smoothly oxidised by chromic acid to anhydro-a- 
isatinanthranilide (Friedlander and Roschdestwensky, A., 191t> 
i, 80). It thus appears to be established that the union of tne 
isatin molecules in the isatoids is accomplished by meam? of the 
indole nuclei. 
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Benzbisthiazoles. Stephen Rathbone Holden Edge (T., 
1022, 121, 772—775). 

A New Class of Vat Dyes containing Sulphur and Nitrogen. 

Arnold Reissert (Ber,, 1922, 55, [/?], 858- — 873). — Erdmann and 
Stiver n have observed that a clear, pale yellow solution is obtained 
when a salt of 8 - nitr onaphth al e ne - 1 - su 1 phi ni c acid dissolved in 
water is boiled with zinc dust and potassium sulphite ; the liquid 
becomes colourless when acidified with 

/\— — SO — S 1 j dilute hydrochloric acid and subsequently 

I I J| || J deposits a blue dye when heated. The 

N— N N — j j latter has now been isolated in the homo- 

II l I geneous condition; it has the empirical 

^ formula, C 20 H 12 ON 2 S 2 , and the annexed 
constitution is suggested for it, without, however, being established 
definitely. It is designated “ naphthathiam-hlue.” 

The nitration of naphthalene- a-sulphonyl chloride is carried 
oat in accordance with the directions of Erdmann and Silvern, 
but an improved method of separating the 1 : 8- and 1 : o-nitro- 
naphthalenesulphonyl chlorides from one another is described in 
detail. S-NitronapktlmleneA-sulphinic acid forms colourless crystals 
which become brown when exposed to light, dccomp. 1 1 0°. 5-Nitro- 
naphthalene- l-sulphinic acid has m. p. 140°, and is considerably 
more stable than the 1 : 8-isomeride ; the sodium and calcium 
salts are described. S-AminonaphthalencA-sulphinic acid, small, 
pale-grey, sandy crystals, m. p. 143° (dccomp.), is obtained con- 
veniently by the action of sodium hydroxide and ferrous sulphate 
on the solution obtained by warming 8-nitronaphthalene-l- 
sulphonyl chloride with sodium sulphite and sodium hydrogen 
carbonate (the corresponding benzoyl derivative crystallises in 
colourless, lustrous needles [-H H 2 0], m. p. 126 — 127° to a dark 
liquid). It is readily converted into the blue dye when heated 
in aqueous solution or in the presence of acids. If, however, the 
solution is treated with so much hydrochloric acid that it just 
turns Congo paper blue and is allowed to remain at the atmospheric 
temperature for a day, the dehydration can be arrested at an inter- 
mediate stage with the production of naphthathiam- (annexed 
jfH formula), almost- colourless needles, which become 

I \ converted into the blue dye at 153 — 155 [the corre- 
sponding lufro-so-compound forms orange-yellow, glisten - 
| | j ing crystals, m. p. 180° (decomp.)]. The aqueous 

\/\/ solution of naphthathiam or of 8-aminonaphthalene-l- 
sulphinic acid is transformed by warm hydrochloric 
acid into naphthathiam- blue, which in appearance and solubility 
exhibits a very close resemblance to indigotin. It gives dull, violet- 
blue shades on wool and somewhat purer tones on cotton, but has 
little affinity for the latter. Attempts to elucidate the constitution 
of the dye by oxidative degradation with nitric or chromic acid 
were unsuccessful, since only dark-coloured, amorphous products 
were obtained. 

The preparation of derivatives of the dye has also been inves- 



i. 584 


ABSTRACTS OF CHEMICAL PAPERS. 




tigated in the hope of obtaining further confirmation of its struc. 
ture. Thus, 8-acetylaminonaphthalene-l -sulphonyl chloride j s 
converted by a mixture of concentrated sulphuric and nitric acids 
(d T52) into 4-nilro - 1 -aeeiylaminonaphthalene-5-sulphonyl chloride 
which, on account of its instability, was not isolated in the py re 
condition; the crude chloride is converted by sodium sulphite 
into ^-nitro-l-acdylaminonaphtJialene-S-sulphinic acid , pale yellow- 
microscopic crystals (+H 2 0), decomp. 130°, which is transformed 
in the manner described for the parent dye into diarninonapMha- 
thiam-blue, C 20 H 10 ON 2 S 2 (NH 2 ) 2 . A similar series of reactions 
when applied to naphthionic acid yielded only a trace of dye. 

It is shown in the following manner that the presence of the 
oxygen atom in the dye is not essential to the development of 
tinctorial properties. S-Aminonaphthalene-l-suIphinic acid 
reduced by stannous chloride and hydrochloric acid to 8 -thiol, 
a-naphthykimine , which is converted readily by atmospheric oxygen 
CPh 1 '-dictmi nodinaphthyl 8 : 8 disulphide , small, yellow 

needles, m. p. 118°; either of these compounds is readily 
oxidised by air in alcoholic alkaline solution to a blue 
dye which very closely resembles naphthathiam-blue ; it 
appears to have the composition C a0 H 12 N 2 S 2 , but could 
not be purified satisfactorily. 8 -Thiol- a-naphthylamine 
yields a dibenzoyl derivative, colourless needles, m. p. 202°, 
which is transformed by boiling alcoholic sodium hydroxide solution 
into 2-phenylperitMazine (annexed formula), golden-yellow needles, 
m. p. 102—103°. 

Initial difficulties encountered in preparing the amino-mercaptan 
by the method outlined above have led the author to reduce 8-nitro- 
naphthalene-l-sulphinic acid with hydrogen bromide and glacial 
acetic acid (cf. Fries and Sehurmann, A., 1914, i, 676) to 8:8'- 
dinitrodinaphthyl 1 : V -disulphide, m. p. 214°; the sparing solubility 
of this compound renders the reduction of the nitro-groups in 
an acid medium very difficult. Attempts to convert it into the 
nitrothiol by means of alkali and dextrose led unexpectedly to 

naphthsultam, ^ , in consequence of a remarkable 

SOg 

migration of the oxygen atoms from nitrogen to sulphur. 

The following compounds have been incidentally prepared: 
5 - acetyb m ino naphthoic ne - 1 •sulph i nic ac id, colourless crystals, 
incipient decomp. 145°; 4 : -dinitro-l : Y-di dcetylaminodinaphthyl 
5 : -disulphide, deconip. above 300° ; 5 -chloronaphtkakne-l- 

sulphinic acid, colourless leaflets, incipient decomp. 220° ; 5:5'- 
dichlorodi naphthyl 1 : V -disulphide, pale yellow crystals, m. p. 
169—170°. H. W. 


\/\/ 


The Quindolines. E. Grandmougin {Compt. rend., 1922, 
174, 1175 — 1177). — Indigotindianilide (cf. A., 1909, i, 968; 1910, 
i, 73), when warmed with mineral acids, undergoes isomerisation, 
giving a substance which is apparently an anilide of 5-indoquindol- 
inone. It cannot be oxidised to an isatin and on energetic hydrolysis 
it loses aniline, giving a new compound , C 22 H 15 ON 3 , which gives 
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O rangc- c ol°u re 4 sa ^ s< This base is probably o-aminobcn^byl- 
5 .quindofine, since on fusion with alkali it yields anthranilie acid 

and quindoline. 

Incligotindi-p-toluidide, under similar treatment gives as its 
final product S^meihylquindoline, C 16 H 12 N 2 , m. p. 251°, giving an 
acetyl derivative, m. p. 164—165°. w. G. 

preparation of 3 : 7-Dimethyl-l-allylxanthine. F. Hoff- 
HAira-LA Roche & Co.^ Akt.-Ges. (Brit. Pat. 165446).— 3 : 7- 
bimethyl-l-allylxanthine is obtained by the action of allyl bromide 
on the alkali salt of 3 : 7-dimethylxanthine at temperatures below 
100°, in presence of a diluent such as water or alcohol, but without 
the use of pressure. G. h\ M. 

Action of Cyanogen Haloids on PhenyLhydrazine. VI. 
o-Phenyleneammelyl Chloride. G. Pellizzari ( Gazzetta , 1922, 
52,, i, 199— 206) -ap-Dicyano-o-phenylencguani dine readily unites 
in the cold with 1 mol. of hydrogen chloride, yielding a chlorinated 
melamic derivative to which the name o-phcnyleneammelyl chloride 

?=9*NH— fid ^ 


. . m v 6 xi 4 -i^ N C*NH — CC1 

is given, (I) N(CN)- >C NH CN + HC1 ^^ 4 H 4 .>{.C(XH)^ i 


fact that in tliis case the closure of the melamic nucleus must be 
effected by means of the nitrogen atom of one of the two cyanogen 
groups would indicate that, in the addition of ammonia or a primary 
amine to ap-dicyano-o-phenyleneguanidine to give an wmelamine 
derivative, the closure takes place similarly and not with the help 
of the ammoniacal or aminic nitrogen atom (A., 1921, i, 620). 
That such is not the case and that the reaction follows the course 
indicated {loc, cit.) is, however, shown by the observation that 
the action of aniline on o-phcnvleneammelyl chloride yields a 
compound which is isomeric with that obtained directly from 
aniline and a^-dicyano-o-phenylenegnanidinc ; these isomeric com- 
pounds yield different products when hydrolysed by means of 
hydrochloric acid, but one and the same phenylphcnylenediguanide 
when the nucleus is ruptured and carbon dioxide removed by 
treatment with sodium hydroxide : 

CC1 ljf=C.SH — f'-XHPh X=rc-XH-C-NHPh 


C 6 H,-X-C(NH)'N -> C 6 H 4 -N-C(NH)-X 
(IL) 


-+ CjH.-X-OO-N 

l 


}-=C*NH — o:nh 
C 6 H 4 -X-C(NH).NPh 

(Hi.) 


X: 


=c-nH’C:nh v 

A ... -i — \ 


O fi lI d *N*CO~XPh x j 

C 6^4<vh >C'X H -C(XH)-XI lPh. 


In scheme (I) it is assumed that the chlorine atom is fixed by the 
carbon atom corresponding with the p. and not with the x-cyanogen 
group, this follows from the fact that the hydrolysis of the iso- 
melamine already described [loc. cit.) certainly occurs in accordance 
H s , , eme (IH)> and yields the same final product as o-phenylene- 
ammelyl chloride. 
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Wien boiled with hydrochloric acid, the latter gives phenyletie. 
N— ~C N'C'OH 

melanuric acid, i i rt(ATT , i , which is also obtained bv 
C 6 H 4 *N‘C(OH).N 

the action of nitrous acid on phenyleneainmelinc. 

When heated with alkali hydroxide, o-phenyleneammelyl chloride 
loses ammonia and yields the phenyleneguanylcarbamide already 
obtained from (3- cyanophenylenegu an idi nc and hydrochloric acid 
(A., 1919, i, 134). Since the same product is formed also from 
phenylenemelanuric acid, the latter evidently represents an inter- 
mediate stage in the reaction : 


(iv.) ra— *H-fi‘Ci. 


C 6 H 4 *N-C(NH)vN 


N“-C*NH*CO 

c 6 h 4 -n-co-nh ‘ 


;>c-nh*co*nh 2 . 


It is probable that another intermediate product is formed at 
a still earlier stage by replacement of the chlorine atom alone by 
a hydroxyl group ; such a product would be a phenyleneammeline 
isomeric with that already described, and may possibly result from 
gentle hydrolysis of o-phenyleneammelyl chloride by means of 
sodium carbonate, this hydrolysis giving a chlorine-free compound 
which contains the expected proportion of nitrogen but is amorphous 
and difficult to purify. 

The phenyleneguanylcarbamide obtained by hydrolysis of 
(3-cyanophcnyleneguanfdine by means of hydrochloric acid (loc„ 
cit.) crystallises from water in anhydrous, lustrous scales which 
undergo no change in contact with the water; that obtained 
according to scheme (IV) and formed in an alkaline medium from 
which it is precipitated by either acetic or carbonic acid, crystallises 
from water in long, lustrous, anhydrous needles, but the latter 
become opaque and take up 2 mols, of water if left in contact with 
the solvent. A hot aqueous solution of the hydrated crystals 
deposits the long, lustrous crystals on cooling. These two forms, 
which behave alike in other respects, are regarded as desmo- 

tropic forms of the structures C 6 H 4 <C-^jJ^ , C*NH*CO , NH 2 and 

C 6 H 4 <~jj>C'XH-C(OH):XH, the former probably representing 
the scales obtained in an acid medium and the latter the needles 


separating in alkaline solution. 

o-Phe mjlt nea mm elyl chloride , C 9 H fi X 5 Cl, separates in microscopic 
crystals, docs not melt but turns yellow at about 220°, and possesses 


slight acidic and basic functions. 

o- Phenylenemelanuric acid , C 9 H f) 0 2 N 4 , crystallises in small 
needles and decomposes, without melting, at 300°. This compound 
also appears to exist in two desmotropic forms. T. H. P. 


Catalytic Preparation of Azobenzene and Aniline. C. 0. 

Henke and 0. W. Brown (J. Physical Chem., 1922, 26 , 324—348; 
cf. this vol., i, 445, 535). — The action of lead and bismuth as 
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catalysts on the reduction of nitrobenzene by hydrogen has been 
investigated with catalysts of various origins and at various tem- 
peratures. In the presence of lead as catalyst, nitrobenzene is 
reduced by hydrogen to azoxy benzene, azobenzene, and aniline. 
It- is shown that lead prepared by reducing yellow litharge is the 
best catalyst for the production of azobenzene, and that the action 
is best carried out in an iron tube at 290°. The best catalyst for 
aniline in an iron tube is lead prepared by the reduction of red 
lead from white lead. In this case, the efficiency is greatest above 
30S°. A catalyst when used in a glass tube gives a higher yield 
of azobenzene and a lower yield of aniline than when used in an 
iron tube, but the activity of the catalyst decreases much more 
rapidly in glass than in iron. In a glass tube, the catalyst from 
white lead is best for producing aniline, and the one from red 
lead made from white lead is best for producing azobenzene. The 
addition of sodium hydroxide and magnesia to the lead catalyst 
in an iron tube does not increase its activity and a larger amount 
of sodium hydroxide decreases it. The addition of 0*5% of ferric 
oxide to a lead catalyst from a heavy litharge increases the yield 
of both azobenzene and aniline, whilst 5% of ferric oxide increased 
the yield of aniline at the expense of the azobenzene. The addition 
of 5% of cupric oxide to the same catalyst was detrimental to 
its activity. Within the limits of the present experiments, it is 
found that the more finely divided the red lead from which the 
catalyst is prepared the more active the catalyst. The best yield 
of azobenzene was obtained when lead from yellow litharge was 
heated in an iron tube at 290° and nitrobenzene passed over at 
the rate of 4 grams per hour and hydrogen at the rate of 17 litres 
per hour. In this case the material yield was 554% of azobenzene 
and 26*0% of aniline. Using sublimed litharge to produce the 
catalyst the yield is 61-1% of aniline and ‘14 4% of azobenzene 
at 310°, whilst when lead from white lead is used at 303 5 , the 
yield is 74*9% of aniline and 21-0% of azobenzene, all other 
conditions being the same as stated above. 

Xitrobenzcne is reduced to azoxybenzene, azobenzene, hydrazo- 
benzene, and aniline by hydrogen with bismuth as catalyst. Using 
equal volumes of catalyst, that prepared from heavy bismuth 
oxide is more active than one prepared from the light oxide. The 
activity of the bismuth does not decrease so rapidly when used 
in an iron tube as when used in a glass tube. A good temperature 
to use the bismuth catalyst is between 280 3 and 300 When the 
tube is fed with nitrobenzene at the rate of 4*2 grams per hour and 
hydrogen at 17 litres per hour the following optimum yields are 
obtained : with bismuth from the heavy oxide in an iron tube at 
230 3 , a yield of 92% of azobenzene and 4*4% of aniline, whilst 
under the same conditions at 300 5 the yield is 73-9% of aniline 
and 19-3% of azobenzene. J. F. 8. 

Facts and Theories in the Constitution of the Hydroxyazc- 
cornpounds. E. Puxeddu and Marcella G fax art ( Gazzdta , 
1922, 52, i, 216 — 229). — The authors discuss more particularly 
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the literature dealing with the reduction of the hydroxyazo-com- 
pounds and their acyl derivatives, th© action of phenyl cyanate 
on hydroxyazo-compounds, the action of carbon disulphide at a 
high temperature on o-hydroxyazo-compounds, preparation of 
m-hydroxyazobenzene and its signification, isomerisation of the 
quinonic compounds, and physico-chemical in\ estigations on the 
hydroxyazo-compounds. , , 

All the results obtained support the view that the hydroxyazo- 
compounds of the ortho-series are to be differentiated from those 
of the meta- and para-series. The insolubility of most of the 
o-hydroxyazo-compounds in the calculated proportion or even in 
considerable excess of alkali hydroxide presents a serious objection 
to the classification of these compounds as phenolic ; that some do 
dissolve is merely an indication of the instability of the quinonoid 
structure and of its tendency to become azophenolic. 

The behaviour of the acyl derivatives during reduction furnishes 
a certain proof of the azophenolic constitution of the para- and 
the hydrazonic constitution of the ortho-compounds, notwith- 
standing the fact that it has been shown that in an aromatic nucleus 
acyl groups in the ortho-position to a chain containing aminic or 
iminic hydrogen may pass from the oxygen to the nitrogen during 
reduction. Such migration during the reduction of acyl-o-hydroxy- 
azo-compounds would demonstrate undoubtedly their azophenolic 
structure, but no such proof exists, and the behaviour of acetyl-p- 
c hlorobenz ene az o -p - c resol is an exception to the general rule 
expressing the difference in behaviour of the ortho-compounds 
from their meta- and para-isomeridcs. On the other hand, assump- 
tion of azophenolic constitutions for o-hydroxyazo-compounds on 
the basis of migration of the acyl group would necessitate the 
hypothesis that the acyl exchanges position, not with the hydrogen 
immediately adjacent to it, but with the second hydrogen of the 
hydrazo -group. . 

The proofs advanced of the instability of the quinonoid nuclei 
in the acyl derivatives of o-hydroxyazo-compounds require a greater 
abundance and more uniformity of experimental results before 
the latter may be regarded as justifying the azophenolic constitution 
of these ortho-compounds. 

The behaviour towards phenylearbimide scarcely differentiates 
clearly between the ortho- and "para-compounds since the former 
react, after some weeks, in the same way as the latter, but it shows 
that the carbimide exerts a double action on ortho-compounds, 
first converting them into azophenolic compounds and then 
combining with these. , 

The conclusions drawiwarc that both free hydroxyazo-compounab 
and their acyl derivatives behave as tautomeric substances; that 
free p- and m-hydroxy azo-compounds and their acyl derivatives 

are always phenolic in type; that o-hydroxyazo-compounds, 

both in the free condition and as acyl derivatives, must be regard® 
as of quinono-hydrazonic configuration, with a pronounced tendency 
to pass into the more stable azophenolic form ; and that the meso* 

hydric formula of Oddo and Puxeddu (A., 1906, i, 991 ; 1907, n, lo), 
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giving a representation of the phenomenon of desmotropy, provides 
a very simple scheme applicable to all analogous phenomena. 

T. H. P. 

Degree of Hydrolysis of Alkali Salts of Hydroxyazo-com- 
pounds. E. Puxeddu (Gazzetta, 1922, 52, i, 235 — 238; cf. 
A., 1921, i, 366, 623). — The ordinary methods of determining the 
degree of hydrolysis are inapplicable to the alkali salts of the 
hydroxy azo-compounds, since the results are affected by the 
presence of the sparingly soluble free hydroxy azo- compound, which 
separates as the hydrolysis proceeds. 

The author has carried out conductivity measurements on 
alkaline solutions of sodium and potassium derivatives of various 
p-hydroxyazo-compounds after different intervals of time, vessels 
filled with the solutions being kept tightly closed in the dark 
at constant temperature. It is found that the conductivity of 
such a solution varies markedly with the time, the equilibrium 
NPh!N*C 6 H 4 *0Na-fH 2 0 NPh!N*C 6 H 4 *OH 1-NaOH undergoing 
displacement owing to the separation of increasing proportions of 
the free hydroxyazo-eompound. 

The degree of hydrolysis may, however, be determined by 
extracting the hydrolysed compound by means of ether. The 
hydroxyazo-eompound is dissolved in the required quantity of 
sodium hydroxide solution of know : n titre and the solution made 
up to a definite dilution and immediately shaken energetically 
for a few seconds with ether ; the ethereal layer is separated, 
washed and dried with sodium sulphate, and evaporated in a 
platinum dish, the residue being weighed. This method gives 
concordant results, provided that the extraction with ether is 
carried out with the necessary rapidity ; it is applicable also when 
the product of the hydrolysis remains completely dissolved in the 
aqueous solution, provided that the alkali salt is insoluble, and 
the above product readily soluble, in ether. The sodium deriv- 
atives of bcnzencazo-p-phenol, o-tolueneazophenol, and benzeneazo- 
o-cresol have been examined in this way. T. H. P. 

The Isomeric Changes of Hydrazo-compounds. Paul 

Jacobsen {Anrmhn, 1922, 427, 142 — 221). — The paper is in four 
parts. 

(A) Isomeric Changes of Doubly Para-substituted Hydrazo- 
compounds [with D. R. Boyd, M. Freund, H. L. Fulda, F. Heu- 
bach, H. Jost, G. Lockemaxn, A. Loeb, J. Pelzer, W. Sachs, 
II. Tigges, and K. Za ar.] — Hydrazo-compounds of this class 
cannot pass into p-semidines without ldss of one of the para-sub- 
stituents, but they are capable of yielding o-semidines if the 
necessary ortho-positions are free. In seven out of the eight 
cases investigated au o-semidine was isolated and identified; in 
the eighth it was detected by qualitative reactions. 

When the groups in the two para -positions are different, the 
formation of an o-semidine can take place in tw’o ways ; 
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r/ \nh-nh< 




R 


_NH 2 _ 

>- nh -O r ' <i) 


nh 2 


(II.) 


R' 


so that the relative directing powers of the groups R and R' can 
be determined. If the semidino I were the main product, the 
conclusion would be that the group R had a greater directing 
power than R\ It is remarkable that in none of the cases 
examined was more than one o-semidine isolated, but this does 
not by any means prove that these conversions take place only in 
one direction, because a secondary product would be quite likely 
to escape detection. The groups R and R' were of the following: 
Br, I, OEt, OAc, NMc 2 , Me. An examination of the data shows 
that of ah these the ethoxyl group has the strongest directing 
powder, the methyl group being next in order. 

Hydrazo -compounds in which one of the para-substituents was 
an acetoxyl group gave p-semidincs, the aoetoxyl group being 
eliminated. 

It is worthy of note that the change : 

J R R' 


>NH-NH 


was riot realised, and it is to be presumed that there is a strong 
resistance to the formation of this grouping by the isomeric change 
of hydrazo- com pounds of the benzene series (see below). 

(i) Isomerisation of ■i'-IodoA-methyUiydrazobenzene. The o-sem- 
idine obtained from this substance has the first of the following 
formulae : 

NH. *5? 





;I Me< 


•XH-; 


Me 


1 


The isomeric substance was synthesised by condensing 4-iodo- 
1 ; 2-dinitrobenzenc with p-toluidinc and reducing the product. 

4'- IodoA-methylcizobcnzme, is obtained as golden-red leaflets, 
m. p. 165—166°, when 4 ' -amino-4 -methyl azobenzene is diazotised 
and treated with potassium iodide. On reduction by means ot 
ammonium sulphide it gives 4' -ioelo±mdhylhydrazobmzene, colour- 
less needles, m. p. 134°, whilst with alcoholic stannous chloride it 
yields, besides p-iodoaniline and p-toluidine, 4 ’ -iodo-L-amino-d- 
metbjldip kenyla m ine, m. p. 116—117°, which gives the usua 
reactions of an o-semidine with nitrous acid, with benzit (tne 
stilbazonium base forms yellowish-green, microscopic neeme,, 
m. p. 166—168°), with salicylaldehyde (the anhydro- denvatn 
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forms yellow needles, m. p. 132 — 134°) and with carbon disulphide. 
The product of the last reaction, 2-m^rcapto-l-p-iodopJienyl-^ 

mc thjlbenzminazole, forms fine, colourless needles, m. p. 284 

•>8,5°, yields a mercury salt on treatment with mercuric oxide, and 
a S- methyl ether, m. p. 139—140°, with methyl iodide. 5-Iodo- 2- 
n it r o4'-methyldiphenylamim forms red needles, ra. p. 104°. 5 -Iodo- 
2 .ardno-^-methyldiphenylaw.ine, forms colourless leaflets, m. p. 86— 
87° ; its anhydro-hfisci with salicylaldehyde forms yellow needles, m. p. 
148°. 

(ii) Isomerisation of 4'- Ethoxy A-methylhydr azobenzene. — The con- 
version of this substance into an o-semidine has previously been 
described (A., 1896, i, 24). The semidine is now further ehar- 
acterised by its anhydro-base with salicylaldehyde, m. p. 121— 
124°, and its constitution proved by synthesis from the condensation 
product of p-toluidino with 4-chloro-l : 2-dinitrobenzene. This 
substance on treatment with sodium ethoxidc yields 2 -nitro-o- 
etkoxy-l'-methyldipkenyhminc , bright brown needles, in. p. 104°; 
this, on reduction by means of ammonium sulphide at 130°, gives 
2-amino-5-ethoxy-4-methyldiphcnylamine, identical with the sub- 
stance obtained from the hydrazobenzene. 

(iii) Isomerisation of Bromo- A 1 -ethoxykydr azobenzene. — -This sub- 
stance could yield the following semidines : 



The substance actually isolated was different from the first of 
these compounds, which was synthesised from 4-bromo-l : 2- 
dinitrobenzene and p-phenetidino in the manner previously 
illustrated. 

i-Bromo-i'-ethoxyazobenzenc, yellow leaflets, m. p. 135 — 136°, 
is formed by ethylating p-bromobenzencazophenol. 4-Bromo-i 1 - 
fihoxykydrazobenzene, which is obtained in good yield by reduction 
of the azo-compound with zinc dust and alcoholic "sodium hydroxide, 
crystallises in small, colourless needles, m. p. 81 — 83°. 4 '-Bromo- 
2-amino-o-eihoxydiphenylamine (the semidine obtained from the 
hydrazo-compound) forms colourless needles, m. p. 67-68°; it 
gives the nitrous acid reaction and forms a stilbazomum base 
(C u H 15 ON 2 Br) with benzil. On treatment with amyl nitrite, it 
gives 1-p-bromophenyl-G‘Cthoxybenztriazole, leaflets, m. p. 145 — 146 c , 
and with formic acid, l-p-bramophenyUQ-ethoxybaiziminazoh , 
needles, m. p. 120°, which on liydrolysis with aeids yields 1-p -bromc- 
phenyl^-hydroxybenziminazole, pale violet needles, m. p. 295'. 
With carbon disulphide, the semidine yields 1 -p-bromophen yl-2- 
m°rcapio-Q-cth.oxybenz i m i nazolc , needles, m. p. 255°, and with 
salicylaldehyde an anhydro-base (C 21 H 19 0 2 X 2 Br), m. p. 151°. 
v-Bromo-‘2-nitro~l' -ethoxydi phenyla mi nr y obtained by condensing 
4-bromo-l : 2-dinitrobenzene with p-phenetidine, forms deep red 
needles, m. p. 115°. The reduction product, o-bromo-H-amino-X- 
ttwxydiphenylamin e, is difficult to obtain in a crystalline condition, 
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but is characterised by the formation of Qt-bromoA-^ethoxyphe^i 
benztriazole , m, p. 129°, and by the salicylidene derivative, m, p 
146—147°. T J • 

(iv) Isomerisation of A'-AcetoxyA-melhylhydrazobenzene .—The 
isomeric change of this substance was investigated by reducing 
the corresponding azo-compound with an acid reagent. Elimina. 
tion of the acetyl group occurred during the formation of the 
o-semidine, Avhich must have one of the following formulae : 


_NH 2 __ ' — 

/ Noil, Me/ >NH-0- 

Me _ OH 


On converting the o-semidine into the triazole and then ethylating 
the hydroxyl group, a product is obtained which is isomeric with 
the triazolc derived from the semidine described in section (ii). 
If the second of the above formulae were correct, the substances 
should be identical. The first formula is thus indicated and its 
correctness is confirmed by the fission of the substance to quinol 
and 3 : 4-tolylenediaraine. 

Along with the o-semidine a p-semidine, 4'-amino-4-methyl. 
diphenylamine, is produced with the elimination of the acetoxyl 
group. 

2 -A wiinoA'-hydroxy-o-methyldiphenylamine forms colourless 
needles, m. p. 137°, but turns red in contact with air. The stilb- 
azonium base was not obtained in a pure condition. The triazole 
( 1 .p-hydroxyphenylS-mcthylbenzlnazok ) , however, forms yellow leaf- 
lets, m. p. 187-3 — 189*5°, and on ethylation with ethyl iodide 
and sodium ethoxide gives 1 -p - ethoxy phe nyl-G-metkylbenzirimok, 
m. p. 91°. 

(v) Isomerisation of A! -Acetoxyl : 4 - di methjlhjdra zoben me. 
This o-semidine conversion also is accompanied by the elimination 
of the acetyl group. The product may have any of the following 
formulae : 


nh 2 

o» 

Me 


OH 


NIL 


>0H, Me< 


>-NHv 


Me 


'Me, Me/ ^>-NH-/ "). 
XH, ” Me OH 


The third of these is improbable on general grounds, and the 
second can be proved to be incorrect by ethylating the hydroxyl 
group of the corresponding iminazole. If the second formula were 
correct, the product should be the iminazole corresponding with a 
known semidine, which it is not. The first formula remains, and 
it is supported by the analogy with the lower homologue (section iv). 

In this case also a p-semidine is formed with elimination of the 
acetoxyl group. 

A'-Aceloxy-X : A-dimethylazobenzene is prepared by heating p- 
tolueneazo-o-cresol with sodium ^acetate and acetic anhydride. 
It forms thick leaflets or nodular aggregates of fine needles, m* P- 
65__66°. On reduction under the usual conditions it is converted 
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into fission products and the semidines. 2- Amino A' -hydroxy- 
3' : 5 .dmethyldiphenylamine is difficult to purify, but on heating 
with formic acid it gives I : ft-hydroxy-m-tolyl-ft-methylbenz- 
iminazole t glistening leaflets, m. p. 196 — 197° (nitrate, sparingly 
soluble, hydrochloride forms white leaflets). On ethylation, this 
substance gives 1 : G-etkoxy-m-iolyl-G-metkylbenziminazole, which 
forms a well-defined hydrochloride (needles) and a picrate (prisms, 
m . p. 186—187°). The isomeric compound, 6-ethoxy-o-mdhyl- 
1-p .tolylbenziminazole, prepared from 2-amino~5-ethoxy-4 : 4'-di- 
methyldiphenylamine, crystallises with extraordinary ease in fine 
needles, m. p. 102*5°. Its hydrochloride and nitrate are difficultly 
soluble and the picrate forms needles, m. p. 228°. A- Amino -2 : 4'- 
dimethyldiphenylamine forms glistening needles, m. p. 78*5°, and 
behaves as a p-semidine towards ferric chloride and nitrous acid. 
The salicylaldekyde derivative, C 6 H 4 Me*NH'C 6 H 3 Me*KiCH*C c H 4 *OH, 
forms needles, m. p. 116*5°. 

(vi) Isomerisation of l-BroinoA'-aceloxyhydrazobenzene. — The main 
product of this isomeric change (which was examined by reducing 
the azo-compound) is the p-semidino, the formation of which 
involves the extrusion of the acetoxyl group. An o-semidine was 
not isolated, but its presence was proved by the formation of a 
stilbazonium base. 

kBromoA’ -aminodiphenylamine (the p-semidine) forms colourless 
needles, m. p. 93*5°, and gives a sparingly soluble hydrochloride 
and sulphate. It gives colorations with nitrous acid and ferric 
chloride, and on oxidation by means of chromic acid yields quinone. 
Its salicylidene derivative, C G H 4 "Br *X H ■ C 6 H 4 *]S’ X'H • C 6 H 4 * 0 H , forms 
yellow leaflets, m. p. 172°. 

(vii) Isomerisation of i'-DimethylaminoA-methylhydrazobenzene . — 
The chief product is the o-semidine formed under the directive 
influence of the methyl group (of. Boyd, T., 1894, 65, 879). 

(viii) Isomerisation of 4' -Dimethylamino Author yhydrazobenzene . — 
The structure of the o-seinidiue produced by the isomeric change 
of this hydrazo- compound was proved by synthesis. The product 
of condensation of os-dimcthyl-p-phenylcnediamiiie with 4-chloro- 
1 : 2-dinitrobenzene was ethoxylated and the ethoxy-compound 
reduced. 

4'- DimdJiylaminoA-cthozyazobcnzcnc is obtained in good yield 
by coupling diazotised p-phenetidine with dimethylaniline. It 
forms brown, oblique, four-sided tablets, m. p. 149 — 150°. 
'2~ Amino-4’ -dime thyla mino-o-eth oxyd iphenylamine is produced along 
with the usual fission products when the azo-compound is reduced 
with stannous chloride. It cannot be crystallised, and must be 
characterised by derivatives. I -p- Dime fhylaminophoi yl-§- ethoxy - 
benziminazole , obtained with the aid of formic acid, forms small 
needles, m. p. 141 — 143°. The stilbazonium 
j \*N!CPh base, annexed formula, prepared by con- 
j.N*CPh*OH densation with benzil, forms canary -yellow’ 
C H *NMe needles, in. p. 187 — 190°. The salicylalde- 
6 4 " * 2 hyde derivative, C 23 H 25 0 2 N 3 , forms golden- 
yellow leaflets having a green metallic reflex, m. p. 141*5— 142*5°, 
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and 6 -ethoxy- 1 -p-dimethylaminophenyl- 2 -o-hydroxyphenyl.$ 4 Jerr 
iminazole, the condensation product with salicylic acid, forms white 
glistening needles, m. p. 182 — 183°. 5-Chloro-2-nitro-4' -dimethyl 
aminodipkenylamine is prepared from as- dimethyl-p-phenykne. 
diamine and 4-chloro-l : 2-dinitrobenzene. It forms small, reddish, 
brow’n needles, m. p. 181°, and with sodium ethoxide gives 2 -nifro. 
-i' dimethylam ino-S-ethoxydiphenylami ne, small, deep brown crystals 
m. p. 122 — 123°, w hich on reduction gives the above semidine. ’ 

(ix) Semidines are not obtained on reduction of 4-amino. 
4'-dimethylaniinoazobenzcne, 4-acotylamino-4 , -dimethylaminoazo. 
benzene, or 4 : 4'-bis-dimethylaminoazobenzene. 

(x) The observations of Meisenhcimcr and Witte (A., 1904 i 
193) on the conversion of p^-azonaphthalene into 2 : 2'-diamino- 
1 : 1 '-dinaphthyl are confirmed. This reaction has very few 
analogies in the benzene series (cf., however, Boyd, Diss 
Hoidclburg, 1896). 

2 : 2 ’ -Bis-p-metkox ybe. nzylide n earnino- 1 : 1 ' -dinaphthyl, prepared 
from 2 : 2'-diamino-l : l'-dinaphthyl and anisaldehyde, is a yellow 
crystalline powder, ni. p. 194--19o 0 . 

(B) Isomeric Changes of Singly Para-substituted Hydrazo-compounds 

[with M. Jaenicke and G. Lockemaxx] ; cf. A., 1909, i, 852). 

(i) The extension of a meta-substituent during semidine formation 
has not previously been observed. 4-Methoxyazobenzene-3-carb- 
oxylic acid on reduction by means of tin and hydrochloric acid 
yields 2-amino-5-methoxydiphenylamine together with fission 
products. 

(ii) A remarkable instance of the directive effect of a group in the 
meta-position is provided by the isomerisation of 4-acetylamino- 



2' : 3 -dimethylhy dr azobenzene (I), ^>XHAc, 

Me (i.) Me 

The yield of p-semidinc (II), XhZ ^NHAc, is very 

Me (ii.) Me 

small, the main product being a diphenyl base (III), 

__ _NHAc 
(HI-) Nil./ /— / )Me . 

Me NH 2 

The isomerisation of p-aeetylaminohydrazobenzene gives rise only 
to the p-semidinc, and the formation of the diphenyl base from the 
dimethyl horaologue must be considered as due to para-direction 
(that is, to the position marked *) from the methyl group. 

4-Amino-2' ; 3-dimethylazobenzcne, the acetyl derivative of which 
on reduction by means of stannous chloride gives the products 
mentioned, is characterised bv a benzylidene derivative, 
C 6 H 4 Me-N:N-C 6 H 3 Me-X:CH?h, 

deep red prisms, in. p. 96 — 97°, and a salicylidene derivative, 
C 6 H 4 Me'X:X*C 6 H 3 Me-X:CH-C 6 H 4 -OH, orange-yellow needles or 
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leaflets, in. p. Ill — 112°. ^-Amino-i' -acelyUiinino-3 : & -dimethyl- 
diphenyhmine forms small, white crystals, m. p. 174— 175°, and 
a salicylidene derivative, 

° 1 OH-C 6 H 4 -CH:N’C 6 H 3 Me-NH-C B H 3 Me*NHAc, 
which crystallises in small, yellow needles, in. p. 185 — 186°. 
«> ; ±'.J)iamino-5-aMtylamino-3 ' : 4-dimethyldiphenyl is diflicult to 
niirify hut it forms a crystalline dibenzylidene derivative, 
CHPhiN*C e H 3 He , C6H 2 Me(NHAc) , NX'HPh, m. p. 204 -205°, a 
salicylidene derivative, 

OH , C 6 H 4 *CH:N*C 6 H 3 Me*C 6 H 2 Me(NHAc)'N:ClI*C 6 H 4 *OH, 

]U , p. 239 — 240°, and an acetyl derivative, 2:4': 5 -triacelyl- 
lnamino-3' : 4 -dimethyldiphenyl, m. p. 360°. 

(C) The Isomerisation of Hydrazo-compounds which are not Para- 
substituted [with F. Honigsberger and L. Huber]. -The example 
studied was 3 : 5-dimethylhydrazobenzene. A p-semidine was not 
isolated, but the product contained a large amount of a diphenyl 
base, which, from the fact that it yielded 2 : G-dimethyldiphenyl 
on elimination of the amino-groups, must have the structure 
indicated : 

Mo Me 



3 : 5-Dime.thylazobcnzene is prepared by condensing nitrosobenzene 
with m-xylidinc. It is a deep red oil, b. p. 197*5°/17 — 19 mm., 
(i 20 1-060. On reduction by means of zinc dust and alkali, it gives 
3 : 5 -dimdhjlhydrazobenzene, which crystallises in long, slender, 
colourless needles, m. p. 78 — 79°. 4 : V -Diamino-- : (y-d ini ethyl- 
diphenyl, the main product of isomerisation, forms colourless 
needles, m. p. 124°, and gives a bcnzaldehyde derivative, 4 : 4'- 
dibenzylidinediamino-2 : G-dimethyldiphenyl, which forms pale 
yellow, hair-like needles, m. p. 199 — 200". On eliminating the 
amino-groups by reducing the diazonium salt with hypophosphorons 
acid, 2 : G-dimethyldiphenyl is obtained, which boils at 2G(J — 265°, 
and is characterised by a trinitro- derivative, m. p. 257 — 258°, and 
a tdranitro-donvsLtWe, m. p. 227 — 229°. The same hydrocarbon 
was prepared from v-m-xylidine (2-amino-l : 3- xylene) by treating 
its dry hydrochloride with ethyl alcoholic amyl nitrite and allowing 
the diazonium chloride so produced to react with benzene in the 
presence of aluminium chloride. The isomeric hydrocarbon, 
2 : i-dimethyldiphenyl, prepared in a similar way from as-m- 
xylidine is an oil, b. p. 270—276°. and forms a tetranitro- derivative, 
m. p. 154*5—155°. 

(D) An Attempt to Generalise the Isomeric Change of Hydrazo- 
compounds [with H. Jost, St. Pixkus, and V. Schmidt].-- Three 
types of hydrazo-compounds (or the desinotropic hydrazones) 
have been examined, (a) Compounds, R- XH-XH — IV, in which 
H is aromatic and R' purely aliphatic, (b) compounds in which 
R is aromatic and R' is a residue such as benzyl in which an aromatic 
nucleus is joined indirectly to the hydrazo-group, (c) compounds 
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in which both R and R' are residues of this kind. Changes analog 0(ls 
to the semidine and benzidine conversions have not been observed 
in these cases. 

Pyruvaldehyde y-ethoxyph/mylhydra&one , 

COMc-CH:N*NH-C 6 H 4 -OEt, 

orange-yellow leaflets, m. p. 144-5°, is formed by condensing 
acetoacetic acid with diazotised p-phenctidine ; di-p- ethoxy 
jormazyl methyl ketone, COMc , C(N!N , C 6 H 4 *OEt)!N , NH*C 6 H^0Et ) 
small, deep red needles, m. p. 143°, is also formed. Pyruvic add 
p -ethoxyphenylhydrazone, canary-yellow needles, m. p. 120 — 122°, 
is obtained by condensing ethyl methylacetoacetate with diazotised 
^-phenetidinc and hydrolysing the product (m. p. 110°). On 
reduction by means of sodium amalgam, it yields ^-p-ethoxyphemjl 
hydrazinopropionic acid , pale yellow needles, m. p. 128 — 138°. 

C. K. I. 

Summary of Results on the Isomeric Changes of Hydrazo- 
compounds, and Considerations relating to the Possibilities 
of their Explanation. Paul Jacobsen ( Annalen , 1922, 428. 
76 — 121). — An ordered summary of all previous work on the subject 
of this isomeric change, and a discussion of the principal views which 
have been expressed. C. K. I. 

The Action of Amines on Semicarbazones. I. Preparation 
of an Optically Active Semicarbazide. Forsyth James 
Wilson, Isaac Vance Hopper, and Archibald Barclay 
Crawford (T., 1922, 121, 866—870). 

Reactions of Thiosemicarbazones. I. Action of Halogen 
Compounds. Forsyth James Wilson and Robert Burks 
(T., 1922, 121, 870—876). 

Is the Heat-coagulation of Protein a Hydrolysis ? Margtt 
Hirsch-Pocany (Biochcm. Z., 1922, 128, 396 — 401). — The author 
has attempted to determine whether the heat -coagulation of egg- 
white is due to hydrolysis by determining the increase in weight 
and the increased content of hydrogen and oxygen by analysis. 
The changes found were too small to indicate hydrolysis with any 
certainty, H. K. 

Fibrinolysis. II. Max Rosen man n (Biochem. Z., 1922, 
128, 372— 381)— The fibrinolytic agent for which the authors 
adopt the name thrombolysin is precipi table by alcohol, ammonium 
sulphate, and zinc chloride. It exhibits maximum activity at 
37° and in neutral solution. It is inactivated at 46 — 48°. Fibrin 
heated at 57 — 62° is no longer acted on by thrombolysin. The 
best solution for preserving the active material is 25% alcohol. 
Human and horse fibrin behave similarly towards thrombolysin. 

H. K. 

The Prosthetic Group of Blood Pigment. Formoxy- 
hsemin. William Kuster and Adolf Gerlach (Z. physiol 
Chem ., 1922, 119, 98— 116) —The haematin-like substance obtained 
by Partos (A., 1920, i, 773) by the action of methyl alcohol con- 
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taining formic acid on blood-coaguium is found to be an inner 
salt of monomethylformoxyhcemin , of the constitution 
C 34 H 31 Me0 4 N 4 Fe-0’CHO, 

fine, slender needles, insoluble in water and all organic solvents, 
including aniline and pyridine, and in 5% sodium carbonate solution 
at the ordinary temperature, whilst it dissolves slowly in 5% sodium 
carbonate solution on heating, and in cold 1 % sodium hydroxide 
solution. On digestion with methyl alcohol containing sulphuric 
acid, it slowly dissolves, and from the solution by the addition of 
hydrogen chloride, a fi-dimethylchlorokcemin, C 36 H 36 0 4 N 4 FcCl, 
small deformed needles, can be isolated. 

Attempts to prepare a- and p-formoxyhaemins have not resulted 
in obtaining chlorine-free compounds. 

Acelyloxyhcemin, a microcrystalline black powder, of the formula 
CggHgjOgN^Fe, is obtained by the action of ethyl alcohol and 
acetic acid on oxyhemoglobin powder. \V. Q. j£. 

The Hjemochrome of Herzfeld and Klinger. S. Partos 
{Biochem. Z., 1922, 129, 89 — 100). — An extensive comparison of 
Herzfeld and Klinger's haemochrome (A., 1.920, i, 781) and heematin 
establishes their identity. H. K. 

Physical Characteristics of Gelatin Solutions. Clarke E. 
Davis and Earle T. Oakes {J. Amer. Chem. >Soc., 1922, 44, 464 — 
479; cf. this vol., i, 63). — In the present paper, the variation of 
the density of gelatin solutions with temperature between 0° and 
60°, the variation of density with concentration at 40°, the tran- 
sition point of gel to sol, the variation of viscosity with concen- 
tration at 40°, the variation of viscosity with temperature from 
25° to 60°, and the variation of viscosity with the hydrogen-ion 
concentration at 40° have been determined. It is shown that the 
density of a gelatin solution, expressed in grams per c.e., at any 
temperature and any concentration, is equal to the density of water 
at that temperature plus 0*00290 multiplied by the percentage 
concentration of the gelatin by weight. The viscosities of gelatin 
solutions of various concentrations at 40° conform with Arrhenius's 
viscosity formula. The viscosity "temperature curve of gelatin 
solutions shows a sharp deflexion at the transition point of gelatin. 
Tlicre are two maxima in the viscosity-hydrogen -ion concentration 
curve for gelatin solutions at 40°. These maxima are equidistant 
from the neutral point of water, and the effect of the isoelectric 
point, P n =:4‘7, is not noticeable on the curve. The transition 
point of gelatin sol form *4 ^ gel form B is a temperature of 38 03 5 . 

J. F. S. 

Protein Enzymes. Rudolf Ehrenberg (Biochem. Z., 1922, 

8, 431—449). — The author revives a hypothesis of enzyme 
Hlfi 0n u Slm ^ a - r of Liebig. The enzyme is not a resting 

unable entity, but is a process into which the substrate may be 
iRauced to pass under certain conditions. The hypothesis is 
i us rated at length by reference to experiments on trvpsin and 
pepsin. * h K 



i. 598 


ABSTRACTS OF CHEMICAL PAPERS. 


Role of Acids in Peptic Digestion. Wo. Ostwald and 
A. Kuhn (Kolloid Z., 1922, 30, 234— 243)— The swelling of gelatin 
and egg-albumin by solutions of sulpliosalicylio acid has been in. 
vest i gated at various temperatures between 13*7° and 20 , 2°. 
is shown that sulphosalicylic acid brings about the swelling of 
gelatin in exactly the same way as other acids, that is, it accelerates 
it in small concentrations, but retards it when present in greater 
concentrations. In the case of egg-albumin the sol swelling i 8 
furthered by small concentrations of sulphosalicylic acid and a 
precipitation is brought about by larger concentrations. In earlier 
papers, it has been shown that the swelling of the substrate plays 
an important part in peptic digestion, inasmuch as a furtherance 
of the swelling by acids also brings about a furtherance of the 
fermentation process. In opposition to this rule, Gyemant (A 
1920, i, 783), and Miehaelis (A., 1921, i, 74) have shown that the 
sulphosalicylic acid which precipitates albumin makes peptic 
digestion possible. The present work shows that this case does not 
present an exception to the above-mentioned rule, for sulphosalicylic 
acid exerts a swelling action in concentrations of the same order 
as those at which Miehaelis and Gyemant found the maximum 
peptic digestion. J. F. S. 

Invertase. II. Richard Willstatter and Fritz Racke 
(Anmlen, 1922, 427, 111—141; cf. A., 1921, i, 823).— An 
investigation of the nature of the enzymatic process by means 
of which invertase may be set free from the yeast-cell, and of 
the condition in which invertase occurs in the cell. The general 
conclusion is that the invertase occurs as such, and not as a com- 
plicated carbohydrate molecule or higher polyose, but that it is 
protected and prevented from diffusing by the membranes of the 
cell-structure. The function of the liberating enzymes is to destroy 
these membranes so that the invertase can diffuse away. 

The liberating enzyme is somewhat unstable, and the process 
which results in the dissolution of the invertase is dependent there- 
fore on the manner in which the yeast is killed. If it is killed, for 
instance, by water at 50“, by 2% acetic acid, by 50% alcohol, or by 
cold ethyl acetate, the invertase content is quite unaffected, but its 
dissolution is hindered owing to the destruction of the liberating 
enzyme. Invertase itself is not appreciably decomposed by water 
below 55°. 

The following experiment shows the liberating enzyme to be a 
polysaceharase rather than a proteolytic enzyme. If the yeast is 
killed by means of warm ethyl acetate (which destroys the enzyme), 
and either pepsin or trypsin is added, a large part of the yeast (the 
proteins) passes into solution, but the whole of the original invertase 
remains in the insoluble portion. If now this is treated with a 
polysaceharase such as tannase or malt -diastase, the whole of the 
invertase is liberated. 

There are four ways in which invertase might be supposed to 
occur in the yeast-cell : (a) as a complex carbohydrate molecule, 
(fc) as a polyose, (c) as adsorbed invertase, {d) as invertase con- 
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served between the membranes of the cell. If, however, the yeast 
is ground with an abrasive material for a long period at a temper- 
ature too low for any enzymatic process to occur, the whole of 
the invertase becomes soluble. Moreover, the substance present 
in this solution evidently does not belong to a more complex mole- 
cular species than the invertase obtained by enzymatic action, as 
can readily be shown by examining its behaviour with various ad- 
sorbents. Evidently, therefore, the invertase must exist as such 
enclosed in protecting membranes, which must be broken before it 
can diffuse. The destruction of the membranes can be effected by 
mechanically reducing the cell, but the same result is obtained much 
more quickly by allowing a polysaccharaso to attack the membranes. 

The solutions of invertase obtained by subjecting yeast killed 
by means of warm ethyl acetate, first to proteolysis, and then to 
diastatic decomposition (fractional enzymatic extraction), are con- 
siderably richer than those formed by the action of the enzyme 
present in the yeast (autolysis). The invertase obtained by either 
process may be purified by adsorption and isolated as described in 
(he previous paper (he. cit.). The preparations of invertase obtained 
by fractional enzymatic extraction are comparable in strength with 
those obtained from solutions formed by autolysis, but whilst the 
latter are free from carbohydrates and contain proteins, the former 
are free from proteins and contain carbohydrates. Other im- 
purities which may be present are (a) foreign matter, including 
mineral substances derived from the adsorbents, (6) decomposed 
invertase, (c) and other carbohydrate-hydrolysing enzymes, such 
as raffinase and slachya.se. C. K, I. 

The Temperature Coefficients in the Degradation of Starch 
and the Thermostability of Malt Diastase and Ptyalin. 

Efk. Erxstrom (Z. physiol. Ckem. f 19--, 119, 190 — 203). — The 
optimal zone of reaction for malt diastase is P u 4 - G, that of 
ptyalin is P X \ G‘5. Malt diastase is not influenced bv the presence 
of sodium chloride in low concentrations ; higher concentrations, 
however, have an inhibiting action. Ptyalin is inactive in the 
absence of sodium chloride. Ptyalin and malt diastase retain 
their activity at 0°. The temperature coefficient of these two 
enzymes falls with the rising temperature. The constant A of 
Arrhenius’s formula for various ranges of temperature and under 
various conditions was worked out. The highest stability of malt 
diastase lies at P u 5*9, that of ptyalin at P n GO — G'l. The 
presence of sodium chloride (optimum concentration X 10) greatly 
enhances the stability of ptyalin ; the stability of malt diastase is 
not affected by the presence of sodium chloride. The inactivation 
temperature of ptyalin under optimal conditions is 57*5°, in the 
absence of sodium chloride it is 5 1 '5 — 52°. Malt diastase is entirely 
inactivated when heated for one hour at G0\ The rate of in- 
activation of malt diastase and of ptyalin is not in accordance with 
that for a unimolecular reaction, but, as in the ease of saccharase. it 
fails off more quickly than is required by the formula 
h'c^l It log k a il\. 
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The rate of inactivation in low concentrations increases with the 
decrease in the concentration of the enzyme. The heated enzym es 
could not be regenerated. S. S. Z, 

The Influence of Hydrogen-ion Concentration on the 
Action of Pancreatic Amylase. J. Temminck Groll {Arch. 
Neerland. physiol ., 1922, 6, 445 — 449). — The optimum range of 
hydrogen-ion concentration for pancreatic amylase extends from 
P u 4*6 to -P n 6'8. On either the acid or alkaline side of this range 
the activity falls off with great rapidity. C. H. H. 

c-Emulsin (Oxynitrilese), S-Emulsin (Oxynitrilase), ^ 

Carboligase. L. Rosenthaler (Biochem. Z>, 1922, 128, 60t> 

607). — Polemical against Nordefeldt (this vol., i, 66) and Neuberg 
and co-workers (A., 1921, i, 480; this vol., i, 305). H. R. 

Classification of Carboligase. C. Neuberg and J. Hrascu 
(Biochem. Z., 1922, 128, 608 —609). — Polemical against Rosenthaler 
(preceding abstract). H. K. 

Succinodehydrogenase. Erik P. Widmark ( Skand . Arch, 
Physiol., 1921, 41, 200 — 220; from Chem. Zentr., 1921, iii, 1362 — 
1363 ; cf. Battelli and Stern, A., 1911, ii, 132, and Thunberg, A., 
1918, i, 140).— The enzyme found in the muscles of horses and 
cattle, called “ succinicoxydone ” (Battelli and Stern) or “ succino- 
dehydrogenase >; (Thunberg) changes succinic acid into fumario 
acid with elimination of hydrogen. The course of the reaction 
may be followed by using methylene-blue as hydrogen acceptor, 
it being thereby changed into the leuco-base. Directions are given 
for the preparation of the enzyme, from horse or cattle muscle. 
The time required for the decoloration of a 0’25% solution of 
methylene-blue was used as a measure of the reaction of the enzyme 
with succinic acid. With constant concentration of succinate the 
decolorising power was proportional to the concentration of the 
enzyme. With constant enzyme concentration, the decolorising 
power rose at first quickly with the succinate concentration, but 
then approached a limiting value. , G. W. R. 

Aliphatic Arsinic Acids, and Aliphatic-aromatic Arsenious 
Acids. A. J. Quick and Roger Adams ( J . Amer. Chin. 
Soc ., 1922, 44, 805—816) . — Alkylarsinic acids may readily be 
prepared by heating together an aqueous solution of sodium 
arsenite and the requisite alkyl bromide or chloride. The method 
has been applied to the preparation of several alkylarsinic acids 
as well for allyl- and benzyl-arsinic acids. For the prepar- 
ation of dialky larsinic acids, the necessary alkyldichloroarsine 
is dissolved in sufficient IOA-sodium hydroxide to produce the 
disodium alkyl arsenite and then the alkyl bromide is added and 
the mixture is heated under a reflux condenser. In this w-ay, 
diethylarsinic acid, propylbutylarsink acid, m. p. 127—128 , 
and dibutylarsinic acid , m. p. 137 — 138°, giving a light blue 
copper salt, have been obtained. For the aliphatic-aromatic 
arsinic acids the dichloroarsine is dissolved in alkali as described 
above and the alkyl or aryl haloid added at the ordinary temper- 
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ature, the reaction taking place rapidly. In this way a number 
of compounds having the general formula NHR , ‘C0*CH 2 *AsR 0 2 H 
have been obtained, where R is a phenyl, p-aminophenyl, orp-aeetyl- 
aminophenyl group, and R' is a phenyl or substituted phenyl group. 
Xhe compounds described are : Phenylarsinoacetic acid , m. p. 141 — 
142° {decomp.) ; phenylcUoroarsineacetic acid AsPhCl , CH 2 *C0 2 Et, 
m p io2 — 103°; phenylbromoarsincacetic acid , in. p. 113 — 114°; 
yhenyhrsinoacetamiide, m. p. 182 — 183° (decomp.); phenylbromo- 
arsineacctanilide , m. p. 108 — 110°; jihenylarsinoacetophenetidine, 
m p. 175° (decomp.) ; phenylars inoacetoarsan ilic acid ; phenylarsino- 
O .acetylaminobenzoic acid , m. p. 198 — 200° (decomp.) ; pherwxy- 
e lkylphenylarsinous acid , m. p. 122 — 123°; ethylcnediphenyldi- 
arsinous acid, m. p. 209 — 211°; p-aminophenyldichloroarsine 
hydrochloride; p -aminophenylarsinoaceianilide, m, p. 181 — 182° 
(decomp-) i p-acdylaminophenylarsinoacetanilide, m. p. 205 — 206° 
(decomp.); p-glycylamimphenylarsinoacetanilide , m. p. 199° 
(decomp.) ; p-ami'fwphmylarsinoacetophenetidine, m. p. 211*5 — 
212*5° ; p * acetyhminophenyla rs inoacetopkenetidine, m. p. 214 — 215° 
(decomp.); p-aminophenylarsinoaceloarsanilic acid ; p-acetylamino - 
pjienylarsinoacetoarsanilic acid ; p-aminophenylarsino-p-acdyl- 
aminobenzoic acid, m. p. 217° (decomp.). 

ButyUichloroarsine, b. p. 192 — 194°, is obtained by the action 
of sulphur dioxide on butylarsinie acid in hydrochloric acid solution 
in the ])resence of a little potassium iodide. p-Chloroacetylamino- 
benzoic acid, m. p. 239°, is obtained by the action of chloroacetyl 
chloride on ^-aminobenzoic acid. 

The arsenic derivatives described above dissolve readily in 
aqueous alkalis, giving solutions which have relatively low toxicity 
but at the same time only a slight trypanocidal action. W. G. 

The Sulphur Content of Arsphenamine (Salvarsan) and 
its Relation to the Mode of Synthesis and the Toxicity. I. 

Walter G. Christiansen (.7. Amer. Ckctn. Soc., 1922, 44, 847 — 
854; cf. this vol., i, 186; Fargher and Pyman, T., 1920, 117, 
370).— The total sulphur content of salvarsan was found to vary 
from 0‘4% up to 3%, according to the method of preparation, and 
those preparations which contained the highest percentage of sulphur 
were the most toxic. There was no direct relationship, however, 
between these two factors. Only the sulphur in excess of that 
introduced when 3-nitro-4-hydroxyphenyIarsinic acid is reduced 
by hyposulphite under the most favourable conditions has any 
great effect on the toxicity. The sulphonic acid of salvarsan, de- 
scribed by King (T., 1921, 120, 1107, 1414), could only be isolated 
from salvarsan preparations made from the nitro-aoid under the 
least favourable conditions. The presence of this sulphonic acid 
cannot account for the whole of the high toxicity which is obtainable. 

W. G. 

The Sulphur Content of Arsphenamine (Salvarsan) and 
its Relation to the Mode of Synthesis and the Toxicity. II. 

Walter G. Christiansen (J. Amer. Chcm. Soc., 1922, 44, 854 — 
85!); cf. preceding abstract). — Highly toxic salvarsan preparations 
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with high sulphur content prepared by the hyposulphite reduction 
of 3-nitro-4-hydroxyphenylarsinic acid differ from those obtain^ 
from known mixtures of 3-amino-4-hydroxyphenylarsinic acid and 
its 5-sulphonic acid (cf. King, T., 1921, 120, 1107, 1414) in several 
points, such as the rate at which the sulphonic acid separates from 
the alcohol solution, the effect of temperature on the formation of 
the precipitate, the ease of separation of the precipitate from the 
mother-liquor, and the rate of death of rats when the preparations 
are injected intravenously. These differences, it is suggested, may 
be due to heating causing a rearrangement of some unstable substance 
or to an alteration in colloidal properties. W. G. 

Lead Triaryl, a Parallel to Triphenylmethyl. III. Lead 
Triphenyl, Tri-p-tolyl and Tri-o-tolyl and Dark Red Lead 
Diaryls. Erich Krause and G. G. Reissaus (Ber., 1922, 55, 
[tf], 888—902). — In continuation of the work on lead tri-^-xylyl 
(Krause and Schmitz, A., 1920, i, 197) and lead tricydohexyl 
(Krause, A., 1921, i, 825), the lower homologues are now described; 
it has also been found possible to isolate certain intermediately 
formed lead diaryls in the homogeneous condition. The latter 
are intensely coloured, dark red, apparently amorphous powders 
which give blood-red solutions in benzene or ether from which 
they are precipitated unchanged by alcohol. In freezing benzene 
they have the simple molecular weight, and hence are shown 
definitely to be derivatives of bivalent lead. They are highly 
unsaturated. In the solid state or in solution, they readily absorb 
atmospheric oxygen, becoming decolorised and transformed into 
derivatives of quadrivalent lead. They combine instantly with 
iodine and reduce silver nitrate to metallic silver. On the other 
hand, when isolated they are comparatively stable and retain 
their red colour for weeks if carefully shielded from light and air. 
They arc very analogous to the tin" diaryls (Krause and Becker, 
A., 1920, i, 340) but are considerably less stable than these sub- 
stances. When heated alone or in solution, they undergo complex 
decomposition, whereas in the presence of an excess of magnesium 
aryl bromide they are converted smoothly and readily into lead 
triaryls. 

Lead triphenyl is remarkable for its close resemblance to hexa- 
phenyldistannan (Krause and Becker, loo. at.); in the solid 
condition it is probably bimolecular, but the designation hexa* 
phenyl di pi urn ban ” docs not appear to be appropriate, since it 
has the simpler molecular weight in dilute solution. This is also 
true of the tri-p-tolyl, tri-o-tolyl, and tri-p-xylyl compounds. The 
lead triaryls show remarkable differences in the ease with which 
they pass into tetra-aryls ; this occurs very readily with the phenyl 
compounds, more difficultly with the p-tolyl derivative, whereas i- 
is not possible with the o-tolvl or p-xylyl compounds. 

The following individual substances have been prepared by m 
action of the requisite magnesium aryl haloid on lead chloride i 
the presence of ether or benzene. It is remarkable that the yic J 
appear to depend to a not inconsiderable extent on the origin 
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j eac { chloride. The success of the experiments is governed 
eatly by exact adherence to experimental conditions, which 
^re described' fully in the original. Lead diphenyl f a blood-red, 
^morphous powder which is decolorised and decomposed at about 
]p0° becomes yellow at 120° and melts above 200°, without, how- 
e r’ blackening below 260°. Lead di-p-tolyl. Lead triphenyl , 
almost colourless, lustrous rhombohedra ( J-0 G II 6 ) from benzene, 
mle yellow, rhombic platelets from chloroform, incipient dccomp. 
15 r )° and m. p. 225° (m. p. of lead tetraphenyl) ; it is converted 
into lead tetraphenyl when heated alone (sec above), in benzene 
solution at 100°, or in pyridine solution at 60—65° ; its solution 
in benzene is converted by an aqueous alcoholic solution of iodine 
into lead triphenyl iodide and by a dilute solution of iodine in 
benzene into lead iodide, together with a little lead diphenyl di- 
iodidc. Lead tri-p-folyl, hexagonal platelets or rhomhohedra, 
deconip. 193° and subsequent m. p. 240° (m. p. of lead tetra-p- 
tolyl); in contrast to lead tri-p-xylyl and lead tricydohexyl. it is 
converted by bromine in freezing pyridine into lead bromide and 
lead tetra-p-tolyl, thus pointing to the possible existence in pyridine 
solution of the equilibrium 2Pb(C-H 7 ) 3 Pb((J 7 H 7 ) 4 -j Pb(C 7 H 7 ) 2 ; 

;vith iodine in the presence of water, it gives lead tri-pdolyl iodide, 
m. p. 115°, dccomp. about 195“. Lead tri-o-tolyl, microscopic 
rhombohedra which deposit lead at about 240° and melt to a black 
liquid at about 250°. Lead tri-p-xylyl chloride crystallises in 
silver v, rectangular plates, m. p. 1G7*5 C , decomp, about 195°. 

" ’ ' H. W. 

The Nitroanilines. Morris S. Kharasch. Frederick W. M. 
Lommen and Isadora M. Jacobsohn (J. Amer. Chem . Soc., 1922, 
44, 793 — 805). — Evidence is adduced in support of the nitronic 
structure of o- and ^-nitroanilines, and it is considered that in 
alcoholic solution they exist in two or more tautomeric forms (cf. 
Balv, Edwards, and Stewart, T., 1906, 89, 517). In alcoholic 
solution they give with mercuric acetate intensely coloured mercury 
salts, whereas with m-nitroaniline the reaction is only slow and 
the product is almost white. Using nascent mercuric oxide, 
Jackson and Peakes (A., 1908, i, 523) obtained highly coloured 
compounds with all three isomcridcs, but it is shown that their 
compound obtained from the meta-isomeride is only an additive 
compound, as, on extraction with acetone, the whole of the nitro- 
aniline is removed and only the mercuric oxide is left. The o- and 
])-salts, when similarly extracted, remain unchanged. The authors 
suggest a formula for ju-nitrodimethylanilinc, in which its nitronic 
structure is retained, which should overrule Baly s objections (cf. 
T., 1910, 97, 581). The mechanism of mercurisation is discussed 
and three possible ways in which o- and ^•nitroanilines might he 
mercuriscd are suggested. The positions taken by the entering 
mercury in the nitroanilines has been established as ortho or para 
or ortho-para to the amino-group. This has been shown by 
acetylation and subsequent, replacement of the mercury by 
bromine. 
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o-Acetoxymercuri-p-nitroa?iiline is best obtained by the inter, 
action of mercuric acetate and p-nitroaniline in alcoholic solution. 
With hydrochloric acid it yields o-ckloromercuri-p-nilroaniline, and 
Tvith sodium thiosulphate it gives o : o' -mercury -bis-p-nitroanili n< > 
With dilute sodium hydroxide or carbonate, the acetoxy- or chloro. 
derivatives give quinone-\-imide-^ci-4’nitro-2-mercury. If, in the 
preparation of the acetoxy-derivativc, an excess of mercuric acetate 
is used o : o'-diaceiozymercuri-p-nitroaniline is obtained. On acetyl, 
ation the acetoxy-derivative yields o-acctoxymercuri-p-nitroacd. 
anilide, which on bromination gave p-nitro-o-bromoacetanilide. 

Similar derivatives were prepared from o-nitroaniline as follows : 
p-acetoxymercuri-o-nitroaniline ; p-chloromercuri-o-nitroaniline ; quin. 

one-\-imide-^c\- 2 -nUroA-mercury ; p-acetoxymercuri-o-nitrodiacd- 
anilide \ p -acdoxyrnercuri -o-mt roacdanilide. 

m-Nitroanilinc reacts with mercuric acetate in alcohol to give 
-isomer cur iacetate-m - n itrophenylammonium acetate, 

N 0 2 *C 6 H j-N H 2 Ac‘Hg Ac . 

By varying the conditions and the quantities of the reacting sub. 
stances o : p-diacetoxymercuri-vci-nitroaniline and p-acetoxymercuri- 
m-niiroaniline are obtained, the latter yielding p-acetozymercuri- 
m -nitroacetanilide on acetylation. W. G. 


Organic Nitro-compounds containing Mercury. George 
W Raiziss and A. Proskouriakoff ( J . Amer. Ghem. Soc 1922, 
44 ' 787— 793).— In the case of nitrophenol and nitrosalicylic acid, 
the introduction of mercury into the nucleus is effected by wanning 
the compound with either mercuric acetate or oxide in water for 
several hours. A mixture of mono- and di-mercurated products? 
usually results. The corresponding chloromercuri-compounds may 
be obtained by the action of hydrochloric acid. The authors 
obtained such a mixture from o-nitrophenol, their results thus 
disagreeing with those of Hantsch and Auld (cf. A., 1906, i, 471) 
With 5 -nitrosalicvlic acid, the dimercury derivative is obtained 
almost exclusively, even although allowed to react with only 
equimolecular quantities of mercuric oxide or acetate. Ihe bio- 
logical properties of these compounds have been examined, and 
of the entire number sodium hydroxymercuri-o-nitrophenoxide 

was found to be far superior to the others. The following com- 
pounds are described : 4-cMoroniermri-2-nilrophenol\ sodium kydr- 
oxymercuri-o-mtrophcnoxidc (mereurophen) (cf. J. Infect. Diseases , 
1919, 24, 547 ) ; 2 -chloromercuriA-nitrophenol ; 4 -acetoxymercun- 
2 -niiroresorcinol : 4-chloromercuri-2-nitroresorcinol ; Z-chloromrcm- 
o-nitrosalicylic acid, m. p. 238° (dccomp.); 

salicylic acid. The mercurisation of 3 -bromo- 5 -nitrosalicylic acid 
and of 3 : 5 -dinitrosalicylic acid gave mixtures of mono- and d • 
mercury compounds from which it was not possible to s P _ 
pure substances. None of the compounds described above we 
affected by ammonium sulphide at room temperature within tninj 

minutes (cf. A., 1920, i, 196). , Q Hinitro- 

Modifications in the preparation of o-mtro- and 3 . - ^ 
salicylic acids arc described. 
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Colloidal Trimercuriacetanilide Acetate. G. Rossi ( Gaz * 
pfia 1922, 52, i, 189—192). — 2 : 4 : 5-Trimercuriacetanilide acetate , 
Hg'OAc 


vHAc- 


o 


Hg’OAc, prepared by the interaction of mercuric acetate 


Hg'OAc 

n d acetanilide at 140°, forms a friable, vitreous mass and softens 
ind decomposes at above 180°. It dissolves slowly but abundantly 
n water, yielding colloidal solutions which froth when shaken, coagu- 
ate when heated, and are incapable of dialysis ; in these properties, 
he compound resembles the corresponding tetra- and penta- 
jicrcuriacetanilide acetates (cf. Raffi and Rossi, A., 1912, i, 931 ; 
[914 i, 610). With these three acetates, the colloidal properties 
become more clearly marked as the molecular weight increases. 
Treatment of trimercuriacetanilide acetate in aqueous solution with 
excess of bromine dissolved in potassium bromide solution results 
L n the formation of 2:4: 5-tribromoacetaniIide. T. H. P. 


Preparation of Esters of Complex Mercuridicarboxylic 
Acids and their Products of Hydrolysis. Walter Sciiokller 
and Walther Schrauth (D.R.-P. 339494; from Chem. Zentr . , 
1921, iv, 1224). — Esters of sulphido-mercuricarboxylic acids are 
heated, whereby mercuric sulphide is split off ; the resulting esters 
may be hydrolysed (cf. Sehoeller, Schrauth, and Hueter, A., 1920, 
i 455 — 456). Methyl sulphido-dimercuri-o-acetylamidobenzoate, 
prepared by the action of freshly prepared alcoholic hydrogen 
sulphide on methyl acetoxy-mercuriacetylanthranilate, is heated 
at 80—100° until 1 molecule of mercuric sulphide is split off. The 
resulting methyl mercuridiacetylamidobenzoatc is separated by 
solution in acetone and filtration from the mercuric sulphide. It 
has a light yellow colour and m. p. about 200° with previous dis- 
coloration. Ethyl mercu rid isal icy late is similarly prepared; it is 
a crystallisable oil. Methyl mercuridibcnzoate, prepared by way 
of the sulphidomcrcuribenzoate, is a white, microcrystalline com- 
pound. By hydrolysis, it gives an amorphous substance, containing 
4507% of mercury, identical with the mercuridibcnzoic acid of 
Pesci (A., 1901, i, 624). Ethyl sulphido-mcrcurimethoxv butyrate, 
from ethyl acctoxymercurimethoxybutyratc (itself obtained from 
the action of mercuric acetate on ethyl crotonate) gives on heating 
ethyl a-mercuridi-p-methoxy butyrate obtained as microcrystalline 
needles by recrystallisation. a-Mercuridi-P-methoxybutyric acid is 
obtained by hydrolysis as a white, amorphous powder. G. W. R. 
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Physiological Chemistry. 


Estimation of the Relative Numbers of Red Blood-cor- 
nuscles of Differing Resistance (Osmotic Resistance Curves) 
by means of Sodium Sulphate. H. J. Hamburg™ (Biochm. 

7 1922 129 163 182). — Corpuscles washed with isotonic sodium 

sulphate’ solution lose their adsorbed lecithin layer and when 
exposed to solutions of sodium sulphate of increasing concentrate 
show a curve of resistance to luemolysis different from that of 
unwashed corpuscles. Washed corpuscles arc more resistant than 
unwashed. It is shown that regeneration of blood ^ after anaemia 
due to blood-letting in rabbits is most rapid if lecithin and fatty 
foods be consumed. 

The Dextrose Content of the Red Blood-corpuscles of 
Man and their Behaviour in Isotonic Sugar Solutions. 

M Bte (Biochan. Z., 1922. 128, 482-4 6). -The red blood 
corpuscles of man, when kept in isotonic dextrose solution at 0 , 

■ -/or 37° show a considerable increase in volume after one hoar, 
especially at the higher temperatures. When kept longer, those 
at 0° decrease in volume, whilst those at lo and 37 continue to 
increase and finally those at 37° show luemolysis. The corpusdes 
• of sheep and guinea pigs always diminish in volume independently 
of the temperature. 

The Importance of Potassium and Calcium Ions for the 
Production of Artificial (Edema and for the Width of the 
Blood Vessels. Rudolf J. Hamburger ( Bwchem . Z., 19-., 
129 1 53—162) —Potassium can be omitted from a perfusion fluid 
for a frog’s limb without production of oedema if the solution ren- 
tain 0 6% Nad and 0 007% CaCI 2 ,6H s 0. Addition of (101^ _ 
or a fall of concentration of the calcium chloride to 0 006 , ,, P™ 
duced nedema. Higher concentrations of calcium chloride, for 
Stance 0'01% constrict the blood-vessels so that no fluid n.U 
nass but on addition of a little potassium chloride the flow recom- 
SST The action is reversible. The action of the ealemm >oa 
is to constrict the capillaries and to cause a thickening of ttar 
walls, a property also possessed by solutions saturated wi H 

The Sterilisation of the Intestine during FasHrtg. SiEm 
Dombrowski and (the late) Stanislas Koilow 
Chim Biol. 1922, 4, 71— 79).— Fasting, accompanied by ctaiy 
washings with tepid water to eliminate faeces remaining fro 
Iieriod'preccding the fast, produces an. advanced .sternum d* 
intestine From the fourth day, the excretion ot conj b 
Sulphuric acid and of indican in the urine is atammvmmm^ 
bilirubin and cholesterol undergo no change in the mtestin , g 
are excreted as such in the faeces. 
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The Role of Ketonic Compounds in Intermediate Exchanges 
and in the Formation of Sugar from Fat. H. Cur. Geel- 
ywxms (Skrnd. Arch. Physiol . , 1921, 40, 211—225; from Chew 
mu l«2i, iji, 1508—1509). Oil was injected into the stomach 
of rabbits poisoned with phloridzm. The elimination of sugar 
rose at once and remained high for several days. The increase in 
sugar was not, however, in excess of that to be expected from the 
amount of od administered. Phloridzin-diahetic dogs excrete 
‘‘extra sugar” after subcutaneous injection of sodium acetate 
and sodium butyrate, but not in the case of sodium »-hexoate 
Strongly diabetic men show, after administration of “ ketogenous ” 
amino-acids (wvaleno acid, tyrosine, phenylalanine, d-leueine 
and butyric acid), increased excretion of sugars and ketonic com- 
pounds. Ketonic compounds and sugar may he formed on the 
one hand from fats and their derivatives and on the other from 
the amino-acids of proteins. Ketonuria must be considered as a 
sign of defective or incomplete sugar synthesis. G. \y \\ 

Physical Chemistry of Colour Vision. Fritz Weigf.rt 
[Z, physical Chm ., 1922, 100, 537-565).-A theoretical paper in 
which the physical chemistry of the mechanism of colour vision is 
discussed. j p g 

Odour and Chemical Structure. H. Zwaardemaker (Arch. 
)> ter land. physiol 1922, 6, 336 — 354). — The intensity of the odour 
of a substance is an additive property, depending on such physical 
properties as volatility and solubility in lipoids; the quality of the 
odour is a constitutive property, depending on the presence in the 
molecule of certain specified groupings, designated “ odoriphores ” 
and on the magnitude and number of the groupings in the molecule 
and their intra- molecular arrangement. Thus attention is directed 
to the regular transition in the type of odour observed in ascending 
certain homologous series of compounds. 

With reference to the theory that odour is due to intra-molecular 
movements, it is pointed out that these movements arc themselves 
determined by the above-mentioned factors. C. Jx H 

The Role of Vitamins in the Chemistry of the Cell. Emil 
Akderhalden (Z. physiol. Chem. } 1922, 119. 117 -120) —The 
author points out that he had published conclusions similar to 
Hess (this vol., i, 393) on the relation of the antiueuritic vitamin 
to cell oxidation processes. \\ q ^ 

Conditions for the Maintenance of Normal 
IV Difference in Nitrogen and Water 
Ema W 1 P w USCl ® treated with Sodium and Calcium Chloride. 

1921 41 '.'ri IUS ^ K 1U r d Gc / S .? AR L P" a,,l («"»<*• Physiol, 
/‘'dr. i 5 . — J 5 1 them. Zentr 1921, iii, 1307 — 1308; 

bv solutions ‘of ’ r <J * 1 ’ i'!’ a °)'- T ! le ^traction of rabbit muscle 
ullmZ?T dmm ch, " nd , e ’ 811(1 sodium chloride together with 
S uktT, < .c i t : respectively, „ as studied. The nitrogenous 
»»ed Thel “mooted to 15 -20% of the weight of tissue 

Ihere was no marked difference between the amount 
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extracted by the two solutions. In the case of the solution con. 
taining calcium chloride, however, the water content of the tissue 
was lowered, probably owing to dehydration of tfesue colloids 
The effect of calcium ions on muscle is attributed to this rather 
than to extraction of proteins. G. W. K, 

Chemical and Physical Properties of Muscle and Muscle 
Extracts. VI. Muscle Extract of Octopus. G. Qitaglj. 
ariello (Arch, intermit. Physiol.. 16 , 228 — 238; from Chrni. Zenlr. 
1921, iii, 1368; cf. A., 1921, i, 831). — Muscle extract from octopus 
has d lg 1-051 ; it is slightly acid in reaction and shows under the 
ultramicroscope, particularly on dilution with 3’5% sodium chloride 
solution, great numbers of myosin granules in energetic Brownian 
motion. The relative viscosity is 5*09 ; relative conductivity at 
18°, 0*0233 reciprocal ohm; surface tension (by stalagmoincterl 
0*68. The opalescence increases above 38°, and at 54 — 55° coagula* 
tion takes place. The extract contains 85 8% of water, 3*02% 
of ash, 1*626% of total nitrogen, and 0*374% of residual nitrogen 

G. W. R.‘ 

Calcium Fixation by Animal Tissues. VII and VIII. 

E. Freudekbekg and P. Gyorgy (Biochem. Z , 1922, 129, 134— 
137; 138 — 143). — VII. — The ultra-filtration of calcium from a 
serum solution is accelerated by addition of potassium chloride 
more than by nitrate, acetate, phosphate, or hydrogen carbonate. 
Anions also influence the swelling of cartilage, the imbibition being 
greater for calcium chloride than nitrate or acetate. Fixation 
of calcium is inhibited by creatine or ethylamine. 

VIII. — Formaldehyde and dextrose inhibit fixation of calcium 
by cartilage, but ethyl alcohol and acetone in decinorma] solution 
are without action. Calcium fixation is accelerated by rise of 
temperature. H. K. 

Dyeing of Deaminated Wool. W. W. Paddos (J. Physical 
Ghent. t 1922, 26 , 384—389). — Ordinary white wool, and the same 
material which had been deaminated by treating with nitrous 
acid at 4° and subsequently boiling, has been dyed by orange II 
and lake scarlet -Ti and the amount of dye removed from the bath 
determined. The change in the P n value at the end of the operation 
was also determined. The Pa values have been plotted against 
the quantity of dye removed, and curves very similar in shape 
and position obtained ; the differences between the two curves could 
well be attributed to experimental errors. The results show that 
the amino«groups in wool play no part whatever in the dyeing 
of that fibre by add dyes. J- F. & 

Toxin of the Fish, Plotosus anguillaris. I. Kabesbiiw 
(Nippon Biseibutsugakki Zasshi, 191S, 6 , 45—270; Jap. Md 
Literature , 1920, 5 , 23 — 24).— Plototoxin, a poison occurring in 
the fish, Plotosus anguillaris, consists of two active substances, 
plotospasmin and plotohcemolysin , which may be separated by 
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adsorption methods. The experimental work is concerned with 
the physiological behaviour of these two substances, and with 
the enect of neat, light, and shaking on their potency. 

1 Chemical Abstracts. 

Fatty Matters in the Sea Urchin. Katsumi Takahashi 
U Chem. Soc. Japan , 1922, 43, 243 — 257). — Analysis of the 
La urchin gave: water 4531%, dry substance 54* 69%, total 
nitrogen 2 43%, crude fat 12*91%, crude ash 13*22%, and phos- 
nhorus 0*41%- The crude fatty matter contained lecithin 19*628%, 
lephalin 1*736%, cholesterol 5*585%, and fat 73*051%. The fat 
gave 19*181% of saturated acids (mainly palmitic acid, with small 
Quantities of stearic or myristic acid) and 53*870% of unsaturated 
acids which gave four bromides containing 66*26%, 61*20%, 55*25%, 
and 43*57% of bromine, respectively. The properties and com- 
position of the lecithin and kephalin were in good agreement with 
those from the hen’s egg. K. K. 

Presence of Aromatic Hydroxy-acids in Urines. G. de 

Sanctis and Q. Fiori (Boll Chim. Farm 1922, 61, 97 — 102). — 
The authors discuss this subject and describe the isolation of 
hydroparacoumaric or 0-p-hydroxyphenylpropionic acid from the 
urine of a patient to whom no aromatic medicaments had been 
administered by ingestion. The acid is derived from the tyrosine 
of food under the influence of intestinal putrefaction. T. H. P. 

Hsematoporphyrin in the Urine in Cases of Lead Poisoning. 

0. Schumm ( Z , physiol, Chem 1922, 119, 139 — 149.) — On examin 
ing several samples of urine from patients suffering from lead 
poisoning, it was found that a haematoporphyrin identical with 
the hsematoporphyrin from faeces, or one resembling it very much, 
was present either alone or in preponderance in the urine. 

S. S. Z. 

Estimation of Urinary Colloids by the Gold Number. 

B. Ottenstein { Biochem . Z 1922, 128 , 382 — 390). — The author 
has determined the gold number of dialysed urine containing 
colloids both of normal persons and of pathological cases. In 
normal urine, the gold number varies between 7 and 3*5, and is 
independent of the reaction of the urine. In pathological cases, 
there is considerable variation. H. K. 

The Proteolytic Enzymes in Albuminous Urines. S. G. 

Hedin (Z, physiol. Chem., 1922, 119, 264 — 279). — Strongly 
albuminous urine, when previously kept acid, digests its protein 
or added casein in alkaline solution more readily than when it is 
previously kept in weakly alkaline solution. It is suggested that 
the urine contains an inhibitory substance which is decomposed 
by acid. The action of trypsin on casein and peptone is inhibited 
to a greater extent by the addition of urine previously kept alkaline 
than by that of urine previously kept acid. S. S. Z. 

VOL. cxxii. i. y 
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Chromic Acid Nephritis. R. H. Major {Bull. Johns Hopkins 
Hmp. y 1922, 33 , 56 — 61).— A fatal case of nephritis, consequent 
on the cauterisation of a wound with chromic acid, is described. 
The maximum concentrations in the blood, expressed as mg. p er 
100 c.c., were: non-protein nitrogen, 373; urea nitrogen, 340; 
creatinine, 17; creatine, 19; uric acid, 9; sugar, 220. The plasma 
carbon dioxide capacity fell to 31%, and the plasma chlorine 
remained low, about 400 mg. per 100 c.c. 

Chemical Abstracts. 

Physiological Action of Proteinogenic Amines. V. J, 

Abelin ( Biochem . Z., 1922, 129, 1 — 49) .—Experiments on rats 
show that substances such as tyramine, phenylethylamine, 
adrenaline, choline, pilocarpine, and atropine, which stimulate 
the vegetative nervous system, influence the metabolic processes. 
There is increased gaseous metabolism, mobilisation of glycogen, 
hyperglycsemia and glycosuria, and increased excretion of urine. 
Tyramine and phenylethylamine reinforce the action of each other, 
and, in conjunction with small quantities of thyroid preparations 
which in themselves are inactive, produce a strong increase in the 
gaseous metabolism. Histamine has no influence on the gaseous 
metabolism, whilst acetylcholine depresses it. H. K. 

The Cinchona Alkaloids. H. W. Acton ( Lancet , 1922, i f 
124 — 128; from Physiol . Abstr., 1922, 7, 58). — The “cinchonine 
series ” — cinchonine, cupreidinc, and quinidine — which are dextro- 
rotatory are more powerful in their physiological action than their 
laevorotatory isomerides of the “ cinchonidine series ” — cinchon- 
idine, cupreine, and quinine. The hydroalkaloids are more stable 
and in many respects more active than the natural alkaloids, 
Of the alkyl-hydroalkaloids, the higher members are more toxic 
than the lower members to mammals, protozoa, and bacteria. 

W. 0. K. 


Surface Activity and Toxic Action of Saponins. Ludwig 
Kofler (Biochem. Z., 1922, 129 , 64 — 1 72) — 1 The author has measured 
the haemolytic index, the drop number, and the fish index (the 
concentration of substance which kills a young roach, 0T — 0*5 gram 
in one hour) of eight saponins. There is no parallelism in these 
properties. The order of the drop numbers may even change 
with change in the concentrations studied. It is considered 
essential that in order to trace the relation between the surface 
activity and the physiological action, the concentration used in 
the surface tension measurements should be that used in the 
physiological experiment. H. K. 



VEGETABLE PHYSIOLOGY AND AGRICULTURE. 


i. 611 


Chemistry of Vegetable Physiology and Agriculture. 


Influence of Arsenious Acid on Bacterial Growth. R. 

Cobet and V. van dee Reis {Biochem. Z., 1922, 129, 73—88).— 
2v T o evidence was found that arsenious acid could stimulate the 
growth of bacteria. H. K. 

Influence of Lactic Acid on Lactic Acid Fermentation. 

B. J. Holwerda (Biochem. Z., 1922, 128, 465 — 181). — As the 
result of conductivity measurements and colorimetric measurements 
on lactic acid and of potcntiometric measurements on mixtures 
of lactic acid and sodium or calcium lactate, the dissociation con- 
stant of lactic acid is found to be 1*6 xlO -4 at 25*. Bredig’s 
diazoacetic ester method gives values for the dissociation constants 
of organic acids which are 8 to 10% too low. Lactic acid ferment- 
ation in a whey containing peptone is inhibited by undissociated 
lactic acid. H. K. 

Zymase Formation in Yeast. I. F. Hayduck and H. Haehn 
(Biochem. Z., 1922, 128, 568 — 605). — The distribution of zymase 
in bottom beer-yeast and in distillery yeast is different. Bottom 
beer-yeast contains free zymase and zymase combined with proto- 
plasm, the former zymase alone being active after treatment of 
such yeast by Lebedev’s process or in yeast fixed by acetone, 
even in the presence of toluene. Distillery yeast, which gives no 
active press juice or active zymase after acetone fixation, contains 
only combined zymase, its activity being inhibited by toluene 
owing to formation of impermeable emulsions with the lipoid 
membranes of the cells. Experiments on a torula yeast poor in 
zymase showed that cultivation in a wort with a weak air supply 
caused an increased content of zymase and parallel with this an 
increased nucleic acid metabolism The differences observed in the 
two first-named yeasts is attributed to differences in their mode 
of living. H. K. 

A New Acid Fermentation produced by Sterigmatoeystis 
nigra. Marts Molliakd (Compt. rend., 1922, 174, 881—883).— 
\\ hen Skrigmalocystis nigra [Aspergillus niger] is grown on a medium 
very poor in nitrogen and mineral salts the main, and in some 
cases the only acid produced is tf-glucosic acid. If only the nitrogen 
is low in the medium then citric acid predominates in the products, 
but if phosphorus is the nutrient which is lacking there is marked 
acidity produced, due in this case to a mixture of citric and oxalic 
acids. If, on the other hand, potassium is the missing nutrient, 
then there is an accumulation of oxalic acid. On a properly 
balanced medium only traces of free acid arc produced. W. G. 

A New Antiseptic with High Iodine Content. (Diethylene 
bisulphide Tetraiodide.) C. Bachem (Biochem. Z., 1922, 129, 

6 193).— The properties of dicthylene disulphide tetraiodide, 

y 2 
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SI 2 <^ 2 .^g 2 ]>SI 2J containing 81% of iodine have been examined 

with a view to its use as a wound antiseptic. Its most striking 
action is its powerful inhibitory action on bacterial growth. It 
is not decomposed by proteins, is relatively non-toxic to rabbits 
but has a disagreeable odour. The iodine is liberated slowly by 
water and completely by ether. H. K. 

Relationships between Antiseptic Action and Chemical 
Constitution, with Special Reference to Compounds of the 
Pyridine, Quinoline, Acridine, and Phenazine Series. C. H. 

Browsing, J. B. Cohen, R. Gaunt, and R. Gulbransen (Pr OC 
Boy. Soc., 1922, [£], 93 , 329—366). — The bactericidal action of 
derivatives of pyridine, quinoline, acridine, and phenazinc on 
Staphylococcus aureus and on Bacillus coli has been investigated. 
In the pyridine, quinoline, and phenazine series no compound 
has been found possessing an activity equalling that of certain 
diaminoacridine derivatives, particularly in presence of serum 
which inhibits their efficiency. In the acridine group, the intro- 
duction of amino -groups enhances the antiseptic potency, and this 
effect is in general weakened again by alkylation or acetylation, 
•or replacement by hydroxyl. The methochloride is equal to or 
better than the hydrochloride of the same base. Substitution 
of the methyl group by another radicle is without much effect. 
The carboxyl group seems to depress the antiseptic property. 
The comparative efficiencies for S. aureus and B . coli do not invari- 
ably run parallel. 

The following new compounds have been prepared. z-Dimethyl- 
aminopyridine methiodidc, fine, colourless needles which turn yellow 
in the air; dinitro- [3- naphlhaquinoline , m. p. 245 — 247°; diamino- 
fi-naphtka quinoline, pale yellow plates, m. p. 250°; 2 : 1 -diacetyl- 
diaminoacridine chloroacetate, yellow crystals ; 2 : 7 -diaminoacridim- 
chloroacetate , red crystals; 2 : 1 -diaminoacridine chloroacetanilid^ 
brown crystals ; 2-amino-§-pkenyl-3-mdhylnaphthaeridine i yellow 
needles, m. p. 269 — 271°; l-amino-2-dimethylamim-§-mdhyl- 
phenazine methochloride , microcrystalline powder with dark green 
lustre ; 2-dimethylaminoS-methylphenazine methiodide, brownish- 
black plates ; N- metkyltetrakydroquinoline-2-aminophemzine mefho- 
chloride , green, iridescent mass [zinc salt). W. 0. K. 

The Relation between Chemical Constitution and Anti- 
septic Action in the Coal Tar Dyes. Thomas H. Fairbrotheb 
and Arnold Renshaw (.7. Soc. Chem. Ind. t 1922, 41 , 134 — 144). — 
The action of numerous dyes on cultures of paramcecia and of 
various bacteria was examined. 

It was found that efficient antiseptic action was dependent 
on the presence in the molecule of free amino-groups, but that 
the effect of these was neutralised by the presence of sulphonic, 
carboxyl, nitro-, and naphthylamino-groups. The most actively 
antiseptic dyes were those of the triphenylm ethane series and the 
oxazines. The triphenylmethanc dyes were especially active in 
the simple salt form and in the form of a double salt with a metallic 
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alt of the same acid as the dye (for example, crystal-violet zinc 
S hioride). Some of the dyes possessed a selective action; thus 
the oxazines in general killed gram -positive organisms and left 
the gram-negative ones unaffected. 

Antiseptic activity is associated with the possibility of tautomeric 
change in the molecule, and with the existence of the substance 
in the molecular dispersoid form. It does not vary with intensity 
of colour or with molecular weight. C. R. H. 

Influence of Selenium and Radium on the Germination 
of Seeds. J. Stoklasa (Compl. rend 1922, 174, 1075 — 1077). — 
Both selenites and selenates exert a markedly injurious influence 
on the germination of seeds. Selenates are much less toxic than 
selenites, and at great dilution even exert a favourable influence. 
This injurious action of selenium compounds is to a large extent 
neutralised by the radioactivity of the medium. In the absence 
of selenium compounds, the germinative energy of seeds is con- 
siderably increased by water charged with radioactive emanation. 

W. G. 

Studies on Photosynthesis. IV. Carbon Dioxide Assimi- 
lation by Leguminosce. S. Kostytschev (Ber. Dmt. hot. 
Qes., 1922, 40, 112 — 119; cf. this vol., i, 307, 308). — In gaso- 
metric experiments with the concentration of carbon dioxide 
above that in the atmosphere, carbon dioxide assimilation by 
Leguminosffi is markedly greater than by other plants. The presence 
of nitrates in the soil increases the assimilation; the effect is, 
however, not shown in short period experiments. Alder species 
although possessing nodules on their roots do not resemble the 
Leguminosae in their energy of carbon dioxide assimilation. 

G. W. R. 

Aluminium Salts and Acids at Varying Hydrogen-ion 
Concentrations, in Relation to Plant Growth in Water 
Cultures. S. D. Conner and O. H. Sears (Soil Sci ., 1922, 13, 
23 — 41). — The results of the investigation showed that the toxicity 
of aluminium salts is due to the aluminium-ion more than it is 
to the hydrogen- ion in the case of such plants as barley and that 
this toxicity is reduced when much phosphate is present in the 
nutrient medium. Acid soils are toxic to many plants mainly 
because they contain readily soluble aluminium salts. W. P. S. 

The Part Played by Lipoids in the Metabolism of Plant 
Cells. II. Friedrich Boas (Biochem. Z 1922, 129, 144— 
152). — The action of solanine, bile acids, urethane, quinine, and 
cocaine has been examined on the fermenting capacity of yeast- 
cells. Saponaceous substances like solanine and the bile acids, 
m presence of neutral salts, have an inhibitory action attributed 
to a change of the lipoid structure of the cell, causing increased 
permeability. Quinine and cocaine were found to promote fer- 
mentation. H t 
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Influence of Selenium on Plant Evolution in the Presence 
or Absence of Radioactivity. J. Stoklasa (Compt. rend,, 1922 
174, 1256 — 1258). — Sodium selenate at a concentration of 0 x 10^ 
up to 10“ 5 gram-atoms of selenium per litre produces a stimulating 
effect on the growth of maize, but at higher concentrations it 
toxic. Selenites are more toxic than selenates. This injurious 
action of selenium compounds is almost completely neutralised bv 
the presence of radium emanation to the extent of O-OOOOOofi 
per plant. Selenium dioxide is much more toxic than sulphur 
dioxide towards plants. W. G. 

Absorption of Ions by the Roots of Living Plants. J 
Absorption of the Ions of Calcium Chloride by Pea and Maize] 

Gladys M. Redfern (Ann, Bot., 1922, 36, 167 — 174). — Seedlings 
of pea and maize grown in culture solutions were transferred to 
solutions of calcium chloride of varying concentration. The per. 
centage absorption of calcium is in every case greater than the 
percentage absorption of chlorine, the difference being less in the 
most dilute solutions used (0-001 A 7 ). The P u remains approxi. 
rnately constant, potassium and magnesium diffusing from the 
roots and presumably replacing the calcium absorbed. Equilibrium 
is reached in the intake of this salt within the first twenty-four 
hours in the case of peas and within the first forty-eight hours 
in the case of maize. No trustworthy evidence of periodicity ip 
absorption was obtained. G. W. R. 

The Genesis of Amylase and Maltase in Plants. TV, 

Palladin and Helene Popov ( Biochem . Z., 1922, 128, 487— 
494). — In green and etiolated leaves of various plants, some diastase 
remains fixed by the protoplasts even after protracted autolysis 
and thorough percolation in water, and some passes into solution, 
More diastase is found fixed in young leaves than in old leaves 
and none is found in dead leaves. H. K. 

The Hydrocyanic Acid Question. K. Siegfried (Schweiz. 
Apoth. Ztg 1921, 59, 325; cf. Schweiz. Wochschr 47, 541 ; Rosen- 
thalcr, A., 1921, i, 484 ; Wester, Pharm. Weekblad, 1914, 51, 207). — 
Old cherry- laurel leaves yield low percentages of hydrocyanic acid. 
Recent estimations in fresh leaves showed 0-253%, and in older 
leaves on the same branches 0-185%, both high results. 

Chemical Abstracts. 

The Hydrocyanic Acid Question. VIII. — Plants containing 
Hydrocyanic Acid and Saponin, IX.— Hydrocyanic Acid 
Content of Cherry-laurel Leaves Infected by Fungi. X - 
Influence of Lesions on the Hydrocyanic Acid Content of 
Cherry-laurel Leaves. L. Rosenthaler (Schceiz. Apoth . 
Ztg., 1921, 59, 466-469; 641 643, 643—647; cf. A., 1021, i, 
484). — VIII. — Of one hundred Argentinian plants examined, 
fourteen yield hydrocyanic acid but do not contain saponin, eighty- 
five contain saponin but do not yield hydrocyanic acid, whilst 
only one (Manihot tweedienus) contains saponin and also yields 
hydrocyanic acid. 
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IX — Normal leaves had an average of 0-23 and 0-21 % of hydrogen 
cyanide in two series; infected leaves had only 013 and 0-165%. 
In normal young sprouts, the content of hydrogen cyanide decreases 
with distance from the centre of growth ; infected sprouts show 

irregular amounts. 

X.— Cuts were made into half of the leaf- blade, both halves 
being separately examined later. Lesions made in August and 
September showed no increase in hydrogen cyanide content. 

Chemical Abstracts. 

Comparative Plant Chemistry. II. The Berry Fruit of 
some Caprifoliaceae. Gisela Nowak and Julius Zellner 
(Monatsh., 1921, 42, 293-310). — The fruit (flesh and seeds 
together) of the following species of Caprifoliaceae was submitted 
to qualitative and quantitative chemical examination : Lonicera 
xylosteum ; L. nigra ; Viburnum opulus ; V. lantana ; Sambucus 
nigra ; 8. racemosa ; and Symphoricarpus racemosa. There was 
found a marked general similarity among the different species 
which can be expressed in the following average results, calculated 
on the dry materials : water-soluble, 50% ; invert-sugar, mainly 
dextrose, 25% ; pectin, 3%; free acid, 3%; water-soluble inorganic 
salts, 3%; total ash, 4%; proteins, 7%; 1-5% waxy substances, 
small quantities of tannin. There are several fairly wide variations 
from the mean, for example Symphorica rp us racemosa has about 
55% invert-sugar and Sambucus racemosa gave about 30% of fatty 
oil, which in this case only is contained in the flesh of the fruit 
as well as in the seeds. The presence of a crystalline substance 
xylostein, m. p. 124°, in L. xylosteum was confirmed ; it is probably 
the poisonous principle of the berry: and isovaleric acid was found 
in V. opulus. The oils from the different species had the following 
constants: h. xylosteum, saponification number (N), 184-85; iodine 
number (/), 132-8; unsaponi liable (27), 4-9%; oxvgen taken up 
during drying (0), 12%; L. nigra {S), 156-53; (/), 101-4; (77), 
21-0%; (O), 8-2%; 1-494; V. opulus (S), 192-3: (/), 108-0, 

(77), 2-3%; (O), 7-1%; »» 1-484, rf 15 0-9252; V . lantana, (S), 
192-5; (I), 121-0; (0),7*3%; u 23 I486; Sambucus nigra ($), 190-0; 
(/), 157-8; (27), 4-5%; (0), 154%; n 23 1-485; d 15 0-9407; S . 
racemosa (S), 190-8; (/), 162-0; (27), 0-6%; (0), 16-0%; n 2 * 
1485 ; d lb 0-934 ; Sympkoricarpus racemosa (/), 131-8. E. H . R. 

The Structure of the Cotton Hair and its Botanical Aspects. 

Humphrey John Denham ( Trans . Text . Inst ., 1922, 13, 99 — 112). 

A critical and historical review is given of the microscopy and 
development of the cotton hair, and the facts are discussed In the 
light of modern theories, especially of the nature of cell-walls in 
general. It is suggested that as there are so few real botanical 
abnormalities about cotton, it offers a promising field for the study 
oi cell- walls, including the biochemistry of polysaccharide deposition. 

J. C. W. 

The Chemical Constituents of Raw Cotton. Robert 
I ^ ARGHER anti John Charles Withers ( Trans . Text . 
ns *9-2, 13, 1 — 16). — Ail exhaustive review of the present state 



1. 616 ABSTRACTS OF CHEMICAL PAPERS. 

of knowledge of the ash, wax, protein, pigments, and cellulose fo 
raw cotton, with a short account of the behaviour of the minor 
constituents in technical operations. More than one hundred 
references to the literature are cited. J. C. W. 

The Chemical Constituents of Green Plants. XVIII. The 
Acids from the Berry of the Mountain Ash ( Pyrus aucuparia) 
which are precipitated by Lead Acetate. Hartwig Franzes 
and Rudolf Ostertag (Z. physiol. Chern ., 1922, 119, 150—165).-, 
On precipitating the acids of the berry of the. mountain ash and 
extracting the fraction with ether, malic acid is mainly obtained. 
Traces of citric and succinic acids may also be present. Liebig’s 
statement that this berry contains considerable quantities of 
tartaric and citric acids cannot be confirmed. S. S. Z. 

Tyramine (p-Hydroxyphenylethylamine) as the Active 
Principle of the Drug Semina cardui Mariae. Alfred Uix* 
mann ( Biochem . Z.> 1922, 128, 402 — 406). — An aqueous extract 
of the powdered drug was precipitated with phosphotungstic acid 
and the bases were fractionated by Kossel and Kutscher’s process. 
The final filtrate had a strong pressor action, due to the presence 
of tyramine which was isolated by extraction with amyl alcohol 
and identified by its benzoyl derivative and colour reactions. 

H. K. 

Classification of Soil Moisture. F. W. Parker (Soil Sci ., 
1922, 13, 43 — 64). — It is shown that the dilatometer method {A., 
1917, i, 510) does not measure different forms of water in soils and 
that soils do not contain a considerable quantity of inactive or 
unfree water. Investigations on the rate of evaporation of water 
from soils, the vapour pressure at different moisture contents, the 
equilibrium relations with seeds, and depression of the freezing 
point due to solid material yielded results which did not indicate 
the presence of different forms of water in soils. Although the 
old classification of soil moisture into hygroscopic, capillary, and 
gravitational water has certain objections it seems to be the best 
yet offered. W. P. S. 

Relation of the Phosphoric Acid of the Soil to Pot Experi- 
ments. G. S. Fraps (Texas Agr. Exp . Stat. Bull, 1920, 267).- 
Soils which contain more than the average amount of total nitrogen 
tend to give higher yields of phosphate 4o crops than soils con- 
taining the same quantities of active phosphate, but the average 
amounts of total phosphate and nitrogen. Soils containing the 
same amounts of active phosphate tend to withdraw larger amounts 
of phosphate when these soils have a higher nitrogen content and 
a higher total phosphate content. When the soils are arranged 
in groups according to the amounts of phosphate withdrawn by 
the crops in the pot experiments, there is a relationship between 
the amount of phosphate removed from the soil and the active 
phosphate in the soil, the correlation coefficient for the active 
phosphate being 0*57, and for total phosphate 0*45. The presence 
of lime introduces a complication. Chemical Abstracts. 
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Migration of a Double Linking. Josf: Puyal (Anal. Fis. 
Qmhy 1922, 20, 80— 83).— isoAmyl alcohol (y-methylbutanol) was 
dehydrated at 400°, using, as a catalyst, a preparation of infusorial 
earth- The amino-alcohol prepared from the resulting hydro- 
carbon by way of the bromohydrin was identical with the base of 
stovaine, namely, methylethyldimethylarainomethyl carbinol. This 
alcohol and the corresponding bromohydrin are ordinarily derived 
from p-methyl-A' 1 - butylene, CH 2 !CMe*OH 2 Me. The dehydration of 
the alcohol used must thus have produced this hydrocarbon and 
not the expected p-methyl-A0-butylcne. It is supposed that 
y-methyl'A a -butylene, CHMe 2 *CH*CH 2 , is first formed, and that 
the ( 3 -methyl- A a -butylenc results from a rearrangement at the 
temperature of the reaction by means of a series of alternate 
hydrations and dehydrations. G. W. R. 

Conversion of Allyl Alcohol into Glyceryl Chloro- and 
Bromo-hydrins. John Read and Eiuc Hurst (T., 1922, 121, 
089-999). 

The Action of Acetylene on the Sodium Derivatives of 
Ketones and the Preparation of Dialkylethinylcarbinols. 

R. Locquin and Sung Wouseng ( Compt . rend , 1922, 174, 1427 — 
1429). — When acetylene is passed into a solution of a methyl 
ketone in an inert solvent containing sodium ethoxide or sodamide, 
an acetylenic tertiary alcohol is obtained, but with very poor 
yield (ct. Ruzicka and Fornasir, A., 1919, i, 193). The yield is 
much improved if the sodium derivative of the ketone is first 
prepared by means of sodamide and then into this material in 
ether or benzene the acetylene is passed under pressure. In 
addition to the required tertiary alcohol, a small amount of a 
hydrocarbon and some bi-tertiary acetylenic y-glycol of the type 
0H*CRR' , C:C*CRR'*OH, is obtained. Thus from methyl isohexyl 
ketone, methylhohexylefh i n ylca rhinal, b. p. 83 — 85°/I0 mm. and 
°187— 1S8°/7G0 mm., giving an allophanate , m. p. 114 — 115°, is 
obtained, together with some methykthylkohexylcarbinol , b. p. 92 — 
93 °/15 mm., and its allophanate, m. p. 110—111°, and the two 
stercoisomeric forms of a bi-tertiary acetylenic y-glycol , b. p. 183 — 
184°/12 mm., of which the a -form lias m. p. CO — 68°, and the 
h-forin has m. p. 35°. From methyl nonyl ketone the products are 
methylnonylcarbinol, b. p. 127— 128°/ 11 mm., its allophanate , methyl- 
dhylnonylearbinol, b. p. 131 — 134°/14 mm., and the a- and b -forms 
of the y-glycol, b. p. 237 — 238°/10 mm., and having m. p. 91 — 92° 
and 70—71°, respectively. Dipropyl ketone yields dipropyletkinyl- 
mrbinol, b. p. 69 — 71°/12 mm., <?i l >SG91, w‘ 1-4443, and its allo- 
phamte, m. p. 143°, dip ro pyle th ylca rb i not , b. p. 78 — 79°/16 mm., and 
its allopkinate, in. p. 124°, and the y-glycol [6^-dipropyl-l c -decinene- 
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fy-diol], b. p. 174°/18 mm., m. p. 118 — 119°. Methyl tert ..\) u tvJ 
ketone gives wc thy It ert . butyldhin ylcarbin ol , b. p. 142 — 144 ° J 
0*8806, 1*4441, and its allopkamte , m. p. 156°, me/%ftert/jyp / / 

ethylcarbinol, b. p. 152°, and its allophanaie, ni. p. 134 — 13-}° a ' Q( j 
the y-ylycol, b. p. 148 — 150°/14 mm., of which the oc-form h a 
m. p. 88 — 89° and the (3-form m. p. 78°. ty. q s 

The Unsaturated Reduction Products of Sugars and their 
Transformations. IV. A Glucoside-like Derivative of a 
Simple Hydroxyketone, 8-Acetyl-n-butyl Alcohol. The Con- 
stitution of Fructose. Max Bekgmak n and Arthur Miekeley 
{Ber., 1922, 55, [J5], 1390— 1403) —In a previous communication 
(this vol, i, 227), it has been shown in the cases of a- and (3-methyb 
glucodcsoside and a- and (3-mcthylglucosides that substances of 
similar constitution may possess very varying degrees of stability 
and that conclusions with respect lo the finer structure of sub. 
stances which are based on their comparative stability are par- 
ticularly liable to error. The point appeal's to be of particular 
importance for the chemistry of the sugars, and is to be elaborated 
in a series of papers, of which this is the first. 

The relationships of 8 -acetyl- n-butyl alcohol and its semi-acetal 
have been investigated. The parent substance is characterised by 
the extreme readiness with which it reacts with methyl alcohol 
in the presence of acids, which in concentration oven as low as 
•A /2000 bring about quantitative acetalisation at the atmospheric 
temperature in a short time. In this respect, 8 -acetyl-n -butyl 
alcohol is more reactive than any aldehydic or ketonic alcohol 
which lias been investigated. As is to be expected, the hydrolysis 
of the semi-acetal is effected with unusual ease by dilute aqueous 
acids (the same is true of y-acctylpropyl alcohol). The observations 
have considerable interest with reference to the structure of sucrose, 
in which the I : 2 -oxide structure has been postulated (cf. Haworth 
and Law, T., 1916, 109, 1344), as a result of the comparison of 
sucrose and its hydrolytic products with ethylene oxide and similar 
unstable systems. The properties of acetylbutyl alcohol semi- 
acetal show that tlie ready hydrolysis observed with sucrose is 
not by any means necessarily dependent on the presence of the 
ethylene oxide ring, and that further investigation of the structure 
of the fructose residue is necessary. 

8 - Acetyl - n-butyl alcohol, COMc-CH 2 -CH 2 <TI 2 -ClI 2 *OH, or 

OH-CMe<Q i ^te>CH 2 , has d? 10072, 1-4438. It is trans- 

formed by methyl-alcoholic hydrogen chloride into the correspond- 
ing semi-acdal, 03Ie*CMc<C a mobile, very volatile 

liquid, with a marked odour of camphor, b. p. 76°/99 nun., d'p 
0-94702, df 0*94642, <ff 3 0*94445, n‘f 1*4275, rif> 1*4272, ug* 1*4264, 
which can also be prepared in a similar manner from the anhydride 

of 8 -acetyl- -butyl alcohol, 0 Mc^q^q|| 2 ^>CH 2 . The velocity of 
the former reaction is measured by determining the amount of 
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unchanged alcohol after given intervals, this being effected by 
treatment with a known quantity of acetic anhydride dissolved in 
pyridine, and final estimation of unused acetic acid. The rate of 
the latter reaction is measured by treating a known amount of 
the solution of the anhydride in methyl alcoholic hydrogen chloride 
with an excess of aqueous hydrogen carbonate solution, oxidising 
the unchanged anhydride with an excess of an ethereal solution of 
perbenzoic acid, and estimating the excess of the latter by titration 
of the iodine liberated after addition of potassium iodide. 

The velocity of hydrolysis of the cyc/oacetal in water and aqueous 
hydrochloric acid has also been examined. The method adopted 
consists in making tlic experimental solutions alkaline with potass- 
ium carbonate after given intervals of time and extracting them 
thoroughly with ether. After removal of the latter, the residue is 
acetylatcd with acetic anhydride in the presence of pyridine. The 
excess of acid anhydride is destroyed by water, the solution is 
exactly neutralised by sodium hydroxide, and the amount of acetyl 
present estimated by hydrolysis. 

The aS- structure of the oxygen bridge in glucal has been largely 
adopted on account of its sensitiveness towards acids and the 
coloration it gives with a pine shaving. Since it is found that 
these reactions are also shared by 7 -acetyl-w-bulyl alcohol and 
y-acetyl-n-propyl alcohol, the furoid structure can no longer be 
regarded as established, and further examination of the ring system 
of glucal and the related glucosides and polysaccharides is necessary. 

II. W. - * 


The Autoxidation of Ethyl Ether. A. M. Clover (J. Amer. 
Ckm. 80 c ., 1922, 44, 1107— 1118).— Ethyl ether absorbs oxygen 
from the air very slowly at first with the ‘format ion of a peroxide 
by direct addition. The rate of peroxidation becomes much greater 
in time owing to the catalytic influence of acetaldehyde, which is 
formed by the spontaneous decomposition of the peroxide. To 
this peroxide the author assigns the constitution OEKTIMe-OOH, 
which is most in accord with the properties of the compound! 
The active oxygen content of the pure peroxide is approximately 
that required for a substance formed by the addition of one molecule 
*)f oxygen to one molecule of ether, half the added oxygen beintr 
active. The peroxide is formed directly by the action" of oxygen 
on ether. It is volatile and decomposes, especially under the 
influence of light, with the formation of carbon dioxide, methane, 
acetaldehyde, and alcohol. With acidified water, it reacts viddiim 
hydrogen peroxide quantitatively. The peroxide is acidic in 
character It is shown that hydrogen peroxide is not a primary 
prouuct of the oxidation of the ether. q 

Action of Dichloroethyl Ether, CH.,Cl-CHC10Et, on the 
mixed Magnesium Derivative of AUyl Bromide. K. Lksfieu- 

fT’ [W] ' 31 ’ «2-414).-By the action of 
jnioioethyl ether on magnesium allyl bromide in ethereal solution, 

CK 2 CK'H(OEt)-CH 2 -CH:CH 2 , 1>. p. 

O' 0 , d 0 967, n\', 1*44, is obtained amongst other products, 

z2 
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the yield being small. On bromination it gives *-chkro-Zt.dibr om . 
p - ethoxy pentane , b. p. 143 — 144°/16 nun., d'^ 1 630, n{ } 1 ollu. 

Hydrate of Ethylene Oxide. A. Mazzucchelu and R, 
Armenante (Gazzetta, 1922, 52, i, 338 — 346). Investigation of 
the freezing-point diagram of the system water-ethylene oxide 
shows that this oxide forms only one hydrate, CgH^JHgO, m, p. 
12-8±01°. The hydrate forms large, transparent, tabular crystals 
or aggregates of radiating needles, apparently of the trichnic system, 
and exhibits a marked tendency to give supersaturated aqueous 
solutions. Its formation is accompanied by considerable con- 
traction and if, as is usually assumed, the molecules of ordinary 
ice are dimeric and those of ice formed under pressures exceeding 
2000 atmospheres monomeric, the water in ethylene oxide hydrate 
exists as simple molecules. T. H. P. 

Organic Derivatives of Selenic Acid. Julies Meyer and 
Walter Wagner ( Ber ., 1922, 55, [51, 1216— 1222).— In continu- 
ation of their work on the similarity of selenic and sulphuric acids 
(cf. Meyer and Wagner, this vol., ii, 372), the behaviour of selenic 
acid towards organic substances has been examined. Close 
analogies are again found, but the organic derivatives of selenic 
acid are distinguished by a much greater liability to internal 
oxidation, whilst, also, selenic acid appears in some instances to 

exert a powerful condensing action. 

Methyl selenate, Me 2 Se0 4 , is prepared as a yellow liquid, d d 1*652, 
n 1‘4316, by the action of methyl iodide on silver sclenate. It 
could neither be caused to crystallise nor distilled without decom- 
position. It deposits selenium at the atmospheric temperature. 
It is hydrolysed readily by aqueous acids or alkalis. It can be 
used as a methylating agent in the same manner as methyl sulphate. 
Ethyl selenate is prepared similarly; it has d 25 1501, % l'444o. 
Propyl sclenate could not be obtained by the action of propyl 
iodide on silver selenate. 

Methyl hydrogen selenate is an exceedingly unstable substance 
the lead and potassium salts of which arc described; they decom- 
pose very readily. Ethyl hydrogen selenate and its lead stron- 
tium, and potassium salts are too unstable to be analysed. Similar 
observations are recorded with n-propyl hydrogen selenate and its 
lead, strontium, calcium, and potassi inn salts. . . 

Potassium phenyl selenate , KOSe0 2 *OPh, colourless leaflets 
which are moderately stable toward air, is prepared by the action 
of potassium pyroselenatc on a concentrated aqueous soli i ion l 
potassium phenoxide ; it is decomposed by hydrochloric a 

phenol and selenic acid. , _ n _ pp j ! . 

The action of selenic acid on phenol is very energetic and ^proceea 
differently from that of sulphuric acid. It was not feu ml po^iw 
to isolate a phenolselcnonic acid from the products of the eba ^ 
which appear to consist of complex substances of 

constitution. . _ , . ..; n i pn ce: 

Concentrated selenic acid oxidises amlme with explosive violen 
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v mixing the substances in the presence of ether, aniline selenate 
■^obtained as a very unstable, colourless salt. H. W. 

The Auto-oxidation of Organic Sulphur Compounds. 

Marcel Delepine (Compt. rend., 1922, 174, 1291— 1293).— A few 
further experiments on the auto -oxidation of organic sulphur 
compounds are described (of. A., 1910, i, 295, 545, 612; 1911, ii, 
1061; 1912, ii) 509) in which it is shown that only a very small 
amount of the organic vapour is oxidised and the action ceases 
long before either the oxygen or the organic compound present is 
used up. It is suggested that these organic sulphur compounds 
act as their own anti-oxygens (cf. Moureu and Dufraissc, this vol., 
i, 250). W. G. 

The Chlorinated Dialkyl Sulphides. William Jackson 
Pope and James Leonard Brierley Smith (T. } 1922, 121, 1166 — 
1170). 

The Sulphilimines, a New Class of Organic Compounds 
containing Quadrivalent Sulphur. Frederick George Mann 
and William Jackson Pope (T., 1922, 121, 1052— 1055). 

Bromination of Acids in the a-Position. Charles Frederick 
Ward (T., 1922, 121, 1161—1165). 

Studies of the Constitution of Soap Solutions. Sodium 
Behenate and Sodium Nonoate. Oriel Joyce Flecker and 
Millicent Taylor (T., 1922, 121, 1 101 1109). 

The Effect of High Concentration of Salt on the Viscosity 
of a Soap Solution. Annie Millicent King ( J . Soc. Chan, 
hid., 1922, 41, 147 — 148). — The addition of increasing quantities 
of salt to a solution of sodium paimitatc containing 0*5 gram-mol. 
in 1 kilo, of water was accompanied by a rapid increase in the 
viscosity, which, however, reached a very decided maximum of 
105 — 10*6 C.G.S. units with a concentration of sodium chloride of 
05A T . On further addition of sodium chloride, the viscosity pro- 
gressively declined to a value of 1*95 at a salt concentration of 
0'88*Y, at which point the liquid commenced to form two hetero- 
geneous layers preliminary to the formation of curd. The pro- 
gressive addition of potassium chloride to potassium oleate solution 
caused a similar transition from a clear, mobile liquid to a stiff, 
transparent jelly, a clear, viscous liquid, and finally two liquid 
layers and curd separation. It is evident that this behaviour is 
general for soap solutions. G. F. M. 

The Co-ordination Forms of Glycerides. Ad. Gryn 
(Oaten . Chem. Ztg., 1922, 25, 73—74 : cf. this vol., i. 420).— A 
further reply to Klimont (this vol., i, 517). H. W. 

The Unsaturated Fatty Acids of Egg Lecithin. P. A. 

Lsvjsne and Ida P. Rolf (J. Biol. Chcm., 1922, 51, 507—513).— 
“ of the results obtained with liver lecithin (cf. this vol., 
b 424), egg lecithin has now been investigated. On hydrolysis, 
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this yields three unsaturated acids, namely, oleic, linolic, and 
arachidonic. Egg lecithin differs from liver lecithin in containing 
only a small proportion of highly unsaturated fatty acids. 


C 18 Fatty Acids. IV. A Rearrangement of the Beiurilic 
Acid Type in the Aliphatic Series. Ben H. Nicolet and 
Alfred E. Jurist ( J . Amer. Chan. Soc., 1922, 44, 1136 — 1141). — 
When 0i-dikctostearie acid, obtained by the oxidation of &-di. 
hydroxystearic acid with chromic acid, is fused with potassium 
hydroxide at 160° (?i- dihy droxy stearic acid and a-hydroxy.j. 
octylscbacic acid are obtained. This is taken as evidence that 
0i-diketostearic acid is an intermediate product in the formation 
of a-hydroxy- a* octylscbacic acid from 0L-dihydroxystearic acid 
by fusion with potassium hydroxide (cf. Le Sueur, T., 1901, 79, 
1313). This is probably the first recognised benzilie acid rearrange- 
ment of a compound of the type li’CHg’CO'COdDHgR'. In the 
fusion of the diketo-acid with potassium hydroxide as described 
above pelargonic and azelaic acids are also formed by a modified 
Cannizzaro reaction. 

Methyl 8i -diketostcamte, m. p. 55°, and ethyl 6i-dihetoslearatt 
m. p. 50°, are described. W. G. 


The Esterification of Ethyl Hydrogen Diethylmalonate and 
of Diethylmalonic Acid. Phtuppe Humes nil {Bull. Soc . chim , 
1922, [iv], 31, 419 — 120). — Tn the esterification of ethyl hydrogen 
diethylmalonate by boiling alcoholic hydrochloric acid, a certain 
amount of ethvl a-ethylbutyrate is obtained along with the ethyl 
diethylmalonate. In the esterification of diethylmalonic acid under 
similar conditions, only a small amount of the ethyl ester is 
obtained, the main product being ethyl hydrogen diethylmalonate 
with a trace of ethyl a-ethylbutyrate. W. G. 


The Formation of Malic Acid. -Ton n Morris "Weiss and 
Charles R. Downs (,/. Ama\ Chan. Soc., 1922, 44, 1118 — 1125).— 
A preliminary study of the equilibrium between maleic, fumade, 
and malic acids in aqueous solutions over the temperature range 
140 -200°. At the lower temperature, in aqueous solution, an 
equilibrium exists among the three acids, but at the higher tem- 
perature maleic acid substantially disappears and the equilibrium 
is between fumarie acid and i -malic acid. Further, at tne higher 
temperature approximately the same end-point is reached whether 
starting with maleic, fumarie, i -malic, or Z-malic acid. Malic 
acid does not appear to be necessarily ail intermediate produc 
in the transformation of maleic acid to fumarie acid. By simple 
boiling at atmospheric pressure, malic acid solutions are practically 

unchanged. . . , 

For the detection of small amounts of maleic acid m mixt j 
with fumarie and malic acids, the solution is saturated vith ^respu^ 
to fumarie acid at 25 ', and then the maleic acid is converted into 
fumarie acid by the addition of bromine and under the m 
of the light from a mercury vapour quartz lamp, ihe soiui 
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is again brought to 25° and well stirred, and the amount of fumaric 
acid separating is estimated. \V. G. 

The Configuration of the Simple a-Hydroxy-acids. Karl 

Treudenberg and Fritz Brauns (Ber. t 1922, 55, [JS], 1339 

1352). — It has been shown by Freudcnberg (A., 1914, i, 924) that 
{.malic acid is configurationally related to d-glyceric and d-lactic 
acids in the grouping -CH(OH)*CG 2 H. Since, further, the relation- 
ship of tartaric acid to dextrose has been established, it is only 
necessary to effect a definite transformation of tartaric acid to 
malic acid in order to complete the steric scries of a-hydroxy-acids. 
The reduction of d- tartaric acid to d-malic acid has been effected 
previously, but the yields are minimal and the conditions are 
such that a Walden inversion might readily occur. The relation- 
ship of the two acids is, however, placed beyond doubt in the 
following manner. 

Methyl d-tartrate is converted by a slight excess of acetyl 
chloride in the presence of methyl acetate into methyl acetyl-d • 
tartrate , m. p. 83 — 84 D , [ajfj -j- 7*40° in aqueous solution. The 
latter is transformed by thionyl chloride in the presence of dry 
chloroform and anhydrous pyridine into methyl acetyl chloro- 
malate, [«]t? + 3*1°, which is probably stereochemically not quite 
uniform by reason of a partial inversion at the halogenatcd 
carbon atom. The ester is hydrolysed at the atmospheric tem- 
perature by a saturated solution of hydrogen chloride in methyl 
alcohol (96%) and subsequently by aqueous hydrochloric acid 
[d H9), after which the aqueous solution of the acid is allowed 
to remain in contact with a zinc rod wrapped with a platinum 
wire until combined chlorine can no longer be delected. After 
purification through the lead salt, crystalline d -malic acid is 
obtained in 80% yield. It has |x]jj, n ib.w 4- 2-18° in water 
(8-1%) — 1-84° in water (34-5%), -f 5-90° in acetone and ~ 30-60° 
in pyridine, these values being in close harmony with those of 
/■malic acid quoted in the literature for the sodium D- line. The 
acid is identified further by conversion into the bisphcnylhvdrazide 
and amide. 

The communication also contains a theoretical discussion of 
the regularities in steric series, the configuration systems of the 
simple hydroxy-acids and the monoscs, and their mutual relation- 
ships, for details of which the original must be consulted. 

H. \V. 

Sativic Acid. Erich Rkixger {Ber. dent, Pham. Ges.. 11)22, 
32, 124— 131).— -The progressive elimination of hydroxyl groups 
Irom sativic acid (tetrahydroxystearic acid) prepared by the 
oxidation of linoleic acid, was carried out by heating the acid 

i y /o Sld ph ur ’° a <dd whereby 1 mol. of water was eliminated, 
sun the unsaturated acid produced was converted by hvdro- 
* n ^° trih y dro xystearic acid. Bv repeating the operation 
m this acid, a dihydroxy-unsat united acid and finally dibydroxy- 
s eanc acid were obtained, from which a monohydroxy-unsaturated 
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acid and monohydroxystearic acid were prepared. The const}, 
tution of each of the unsaturated acids was determined by an 
examination of their oxidation products, and that assigned by 
Eckert (A., 1917, i, 317) to sativic acid, based on the products 
obtained from it by the action of an oxidising alkali fusion, was 


confirmed, namely „ __ ___ 

CH 3 *[CH 2 ] 4 , CH(OH)'CH(OH)*CH 2 *CII(OH)*CH(OH)‘[CH 2 ] 7 *C0 2 H. 

The position of the double bonds in linoleic acid follows accordingly. 
The preparation and properties of the following substances are 
described * Trihydroxy -unsaturated odd, prepared by 

the elimination of 1 mol. of water from sativic acid, a thick, dark 
yellow oil of unpleasant odour which is converted by oxidation 
into the lactone of a trihydroxydecoic acid and by hydrogenation 
into iXp-trihydroxystearic acid, a solid, white substance, m, p, 
134—135°; from which the dihydroxy-unsaturated acid, 
was obtained as a reddish-yellow oil. On oxidation, this substance 
gave azelaic acid as one of its degradation products, and on hydro- 
genation it was converted into Ag-dihydroxy stearic acid, identical 
with that obtained by Hartley from liver and heart fat (J . Physiol . , 
1909, 38, 353). The further elimination of water from this 
dihydroxystearic acid was achieved by heating with sulphuric-acetic 
acid, and the hydrogenation of the product gave the already ^known 
A - hydroxystearic acid, m. p. 80°. 0. i. M. 


A Property of Ethyl Tartrate. Thomas Stewart Patterson 
(T., 1922, 121, 1042—1044). 


Racemic Acid in Solution. Stuart Wortley Pennycuick 
(J. Amer. Chem. Soc ., 1922, 44, 1133— 1136).— The author has 
measured the interfacial tensions between aqueous solutions of 
(a) d-tartaric acid, (b) /-tartaric acid, and (c) racemic acid and the 
following inert, liquids : toluene, paraffin, and a solution of camphor 
in benzene. The results show that there is no measurable difference 
in interfacial tension against the several inert liquids between 
the d- and the /-acid, but the curve for the racemic acid shows a 
marked divergence from that of the active acids. These results 
point to the existence in solution of the racemic acid molecule. As 
the dilution increases, the curves indicate an increasing dissociation 
of the racemic acid into the d- and /-forms. W. G. 


Some Transformations of Ethyl y-Bromo-ay-dicarboxy- 
clutaconate. Franz Faltis and Carla Ruiz de Roxas 
{Momtek, 1921, 42, 459— 170).— It was hoped that, by removing 
hydrogen bromide from the y-bromo- ay-dicarboxyglutacomc 

ester prepared by Guthzeit and Hartmann {A., 1910, i, W 
it would be possible to obtain ethyl allenetetracarboxylate, 
C(COoEt) 2 :c:C(C0 2 Et) 2 . This hope was not realised, but a number 
of new products were obtained. The bromo-compound ^ 
prepared by brominating the copper salt of ethyl dicarboxyglutacon 
ate in chloroform solution. The bromodicarboxyglutaeonic es 
decomposes slowly when heated on the water- bath Attemp s 
remove hydrogen bromide by heating the compound with dietnyi* 
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aniline (method of Crossley and Le Sueur) were unsuccessful. When 
distilled in a vacuum, bromodicarboxyglutaconic ester decomposed 
into ethyl bromide and a lactonic compound which was proved to 
be triethyl y -hydroxy- zy-dicarboxyglutaconolactoM , 

CO<>Et*C.CH~ 

2 i 0 . 0 >C(OO b Bt) r 

It distils at 212 — 216°/16 mm. as a green, fluorescent oil, crystal- 
lising in star-shaped crystals, m. p. 28 — 30°. In its intense 
fluorescence it resembles the structurally similar methylamino- 
citraconic methylimide and ethyl aminocyanofurancarboxylate, 
the only other known fluorescent aliphatic compounds. When 
the lactone is treated with alcoholic potassium hydroxide or 
potassium ethoxidc, the lactone ring is not ruptured, but a carb- 
ethoxyl group is split off with a molecule of carbon dioxide and the 
enol potassium salt of diethyl y-hydroxy-x-carboxyglutaconolactone^ 

icH(C0 2 Et)^ > ^^ , * s °^ ta ^ nof ^ ^ forms a copper salt, lustrous, 
orange needles, losing water of cr} 7 stallisation at 105°, m. p, 195° 
(decomp.). When ethyl bromodicarboxyglutaconate is treated 
with potassium ethoxide, it appears to behave in a similar manner 
to the above lactonic ester, losing a carbcthoxy-group and carbon 
dioxide and leaving a product which gives an intense bluish- violet 
coloration with ferric chloride, and forms a green copper salt 
containing bromine. E. H. R. 


Steric Transformations with a-Suiphonedialiphatic Acids. 

R. AhlberGt (Ber.y 1922, 55, [5], 1279 — 1281).- A preliminary 
communication due to the recent publication by Fitger (this vol., 
i, 107, 108). 

The same a-sulphonedibutyric acid, S0 2 {CHEt'C0 2 H)j, m. p. 
152°, is obtained by the oxidation of meso-*, r- t or optically active 
a-thiodibutyric acids with potassium permanganate. The experi- 
ments with /-a-thiodibutyric acid, however, prove that a certain 
amount of optically active a-sulphonedibutyric acid exists in the 
freshly oxidised solution which becomes inactive in the course of 
a few hours. Preliminary experiments show that the a-sulphone- 
dibutyric acid, ni. p. 152° (which is thus proved to be the racemic 
form), can be resolved into its optical components by brucine in 
aqueous solution; the /-acid undergoes auto-racemisation when 
dissolved in water, the undissociated acid being affected more 
slowly than its ions. 

Similar results are obtained with a-sulphonedi isovaleric acid, 
which, how- ever, is rather more stable optically than its lower 
homologue. * H. W. 

Preparation of Formaldehyde or its Polymerides from 
Mixtures of Carbon Monoxide and Hydrogen. Ernest 
Joseph Lusii (Hrit. Pat. 1S0016). — When mixtures of carbon 
monoxide and hydrogen in suitable proportions such as may be 
obtained by the purification of “ suction gas " or water gas, are 
passed rapidly over catalysts prepared, preferably, from a mixture 
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of 4 parts of nickel, 1 part of copper, and 5 parts of alumina, W, 
quantities of formaldehyde or its polymerisation products are 
formed, and the residual gas consists mainly of methane and 
hydrogen. The gas is preferably forced through the catalyst at 
an initial temperature of 300—400°, under 10 atmos. pressure 
at such a velocity as to ensure that the temperature does not fall 
below 160 — 180° on leaving the catalyst. To promote rapid cooling 
thereafter, the high-pressure gas is allowed to issue from a small 
constriction and is then led into water scrubbers to remove the 
formaldehyde. In order to restore the activity of the catalyst, 
steam is blown through periodically, or, alternatively, it may be 
mixed with the compressed gases. G. E. M. 

Conversion of Active Glyceraldehyde into Active Glyceric 

Acid. A. Wohl and R. Sohellenberg (Ber., 1022, 55, [#] 
1404 — 1408). — d-Glyceraldchydcdimcthylacetal, [a]™ -f 21-2° in 
aqueous solution, is hydrolysed by aqueous A 7 /10-sulphuric acid 
and the solution is oxidised with yellow precipitated mercuric oxide 
in the presence of barium hydroxide. A dextrorotatory barium 
glyccrate, having [a]]? | 8-45° in aqueous solution is thereby 
obtained. Since the active glyceric acids rotate in the opposite 
sense to their salts it follows that d -glyceraldehyde is genetically 
Telated to /-glyceric acid. H. W, 

Bisulphite Compounds of Oximinoketones and Glyoximes. 

C. Gastaldi and G. Braunizer ( Gazzetla , 1922, 52, i, 307—316).- 
The action of sodium hydrogen sulphite on chloroximinoaeetone 
yields : (1) a compound, 0 3 H 5 0 5 NClSNa, which loses the S0 3 Xa 
group quantitatively as sulphurous acid when heated with dilute 
hydrochloric acid. This behaviour is that of bisulphite compounds 
having the SO a Na group united to a carbon atom, so that the formula 
of the above compound is probabh r SOjNa^O'CMefOHJ'CClINOH; 
(2) a compound which results from further action of the sodium 
hydrogen sulphite and subsequent decomposition, crystallises in 
cubes, and is free from nitrogen and chlorine. This compound has 
not been obtained pure, but when treated with phcnylhydrazme in 
dilute acetic acid, it yields a compound, C 9 H 9 0 2 N 3 , which is reduced 
by sodium amalgam to phenylhydrazineacetic acid, ammonia, and 
aniline, and hence appears to be 2-phenyl-l : 3-dihydro-l : 2 : 3- 
triazole-4-carboxylic acid; under similar conditions, 2-phenyl- 
1 : 2 : 3-triazole-4-carboxylic acid (ef. Pcchmann, A., 1S91, 111-) 
yields phenylhydrazineacetic and hydrocyanic acids. 

Thus, the action of sodium hydrogen sulphite on oximino- 
ketones (ef. A., 1921, i, 002) is exerted principally on the group 
IC.'NOH, transforming this into the group S0 2 Na , C*NH‘0H, and 
hence yielding a derivative of hydroxylamine. In a further stage 
of the action, another molecule of sodium hydrogen sulphite reacts, 
with formati >n of compounds derivable from either ammonia or 
aminosulphomc acid, 

S0 2 Na"(>X H -0 It + Na H.S0 3 -> S0 2 Na-C-NH-SO s Xa i-H 2 0. 
An analogous reaction occurs with carbonyl compounds and ait 
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certain unsaturated compounds having a double linking between 
two carbon atoms. It may be that the same reaction applies to 
compounds with a double linking between oxygen and nitrogen 
an d that the interaction of nitrous acid and sodium hydrogen 
sulphite may be explained by assuming that the *NIO group of the 
acid behaves similarly to the ICIO of carbonyl compounds, the 
ICIN’ of oximinoketones, and the ICICI of some unsaturated com- 
pounds, so that the initial product is hydroxylaminohydroxysul- 
phonio acid, S0 3 Na*N(0H) 2 ; from the latter, by further action of 
one or two molecules of sodium hydrogen sulphite, hydroxylamine- 
disulphonic and the so-called nitrilosulphonic acids would result. 
An analogous interpretation may be given to the formation of the 
compound K 2 S03,2N0, to which Raschig ascribes the structure 
KO-N(NO)-SO,K. 

The compound S0 2 Na*0*CMe(0H)*CCHN0H forms small, colour- 
less rhombohedra and decomposes when either dissolved in water 
or exposed to the air. 

The acid C 9 H 9 0 2 N3 (see above) is obtained in colourless needles 
containing benzene of crystallisation, and when freed from benzene 
has in. p. 178 — 170° (evolution of carbon dioxide). 

The analogous add, C 9 H 8 0 2 N 3 Br, obtained when p-bromophenyl- 
hydrazine is used in place of phenylhydrazi no, forms pale yellow, 
lustrous laminae, m. p. 185° (evolution of carbon dioxide). 

The compound S0 2 Na*0*CMe(CHIN0H)*Nn*S0 3 Na, and the 
corresponding potassium compound, obtained when mcthylglyoxime 
is treated with sodium (potassium) hydrogen sulphite solution 
saturated with sulphur dioxide, form colourless needles containing 
water of crystallisation, give yellow solutions in dilute alkali 
hydroxide solutions, and do not yield insoluble compounds with 
nickel salts. When treated with phonylhydrazine, they give 
methylglyoxal phenylosazone, and when heated with 10% sulphuric 
acid solution, small proportions of oximinoacetone. 

When the sodium hydrogen sulphite compounds of oximino- 
ketones and of methylglyoxime are hydrolysed by means of 10% 
hydrochloric acid, the 80 3 Na group united to carbon is eliminated 
as sulphurous acid, and that united to nitrogen as sulphuric acid. 
kSince these reactions arc almost quantitative, the proportions of the 
S0 3 Na group combined in the two wavs may be estimated. 

T. H. P. 

Dioximes. II. G. Ponzio and G. Ruggeri {Oazzetia, 1922, 
52, i, 289 — 301; of. this vol., i, 17). — If, in accordance with the 
Hantzsch- Werner hypothesis, the isomerism of the a- dioximes is 
attributed to the different relative positions occupied in space 
by the two hydroxyl groups, the properties of methylaeetylglyoxime 
(dimcthyltriketonc a-dioxime) not only indicate no choice between 
the fop possible configurations, but fail also to explain the behaviour 
of this compound towards nitrogen tetroxide. Indeed, whereas 
the latter dehydrogenates a-dioximino-derivatives, 
NOHICR’CR'INOH, 

giving the corresponding peroxides (furoxans), R*C,No0 2 *R', it 

“2* 2" 
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converts methylacetylglyoxime into a keto-^-nitroIcoxime, namcly j 
a-oximino- p-^-nitrole-y- ketopentane, N0H:CMe*CAc:N 2 0 3 . Hence 
the two oxiraino-groups of mcthylacetylglyoxime are not equivalent 
and as a similar phenomenon is encountered with other a-dioximes, 
but only for one form of them, there can be no question in this 
case of geometrical isomerism. 

Three configurations are possible for a-oximino-p-^-nitrole-y. 
ketopentane according as the structure of the N 2 0 3 group is repre- 
sented by IC(N0)*N0 2 , IC!N*ON0 2 , or ,C.N0*N0 2 . When this 
compound is treated with aqueous ammonia, it gives rise to methyl- 
aminoglyoxime, which is probably formed as the result of the follow- 
ing reactions : (1) The hydrolysis, ()H*N.CMe*C(N0)(N0 2 )*C0’CH 3 -f 
H 2 0 OH*K:CMe*CH(NO)-NO 2 +CH 3 -C0 2 H; (2) the isomeris- 
ation, OH*N!CMe-C(NOo)*.N*OH, and (3) substitution of the 
nitro-group of the methylnitroglyoximc hy the amino-group, 
NOIi:CMe*C(NO,):NOH +NH 3 -^ NOIi:CMe*C(NH 2 ):NOH-bHN0 2> 
The first of these reactions has been already observed with the 
amylketo-^-nitrole, N 2 0 3 :CEtAc, which yields propylnitrolic and 
acetic acids when treated with potassium hydroxide solution 
(Ponzio, A., 1899, i, 667). The third stage, replacement of a 
nitro- hy an amino -group by the action of ammonia, is very common 
with aromatic polynit ro -derivatives, and is met also in the con- 
version of phenylnitroformaldehyde arylhydrazoncs into the corre- 
sponding hydrazidines, 

N0 2 -CPh:X-NHAr+NH 3 -> NH 2 'CPh!N\XHAr -f HNO, 
(Ponzio, A., 1910, i, 443, 699). Further, the compound obtained 
when a-oximino-P-i/Miitrolc-y-ketopentanc is treated with ammonia 
is identical with the one formed by replacement of the chlorine 
atom of chloromethylgly oxime by the amino -group, 

NOHICMe-CClINOH |-NH 3 -> NOH:CMc;C(NH 2 ):NOH, 
and is undoubtedly methylaminoglyoximc, which is both an «-di- 
oxime and a primary amine. 

Aeetylmcthylglyoxime forms a diacetyl derivative, an internal 
anhydride, and a trioxime, and may be regarded as an equilibrated 
mixture of the tautomeric nitroso-oxime, XOH.CMe'CHAcNO, 


and a-dioximo, NOIl!CMe*CAc!XOH. The first of these formulae 
indicates how the action of nitrogen peroxide may yield a-oximino- 
p-nitroso-p-nitro-y -ketopentane, whilst the second explains (1) the 
acetylation by the action of acetic anhydride in the cold to a 
compound which, when heated, loses a molecule of water and forms 

acetylmethylfurazan, </Hs j] ~ ' Ha [j. c U A ° + H 2 0 ’ 


II 

•ON 


^\\ rr 

NOH NOH 

and (2) the formation, by the action of hydroxylamine, of dimethyl* 
triketonetrioxime, NOHICMe'C^NOHJ’CMciNOH, in which, as wi 
be shown later, three oximino -groups undoubtedly exist. Thus, it 
must be assumed that the hydrogen atom of the { 5 - oximino -group 
mobile and may migrate from the oxygen to the carbon wi 
asequent isomerisation of the group NOH.C’C.NOH in 


is 

consequent 


I I 


noh:och*xo. 

The 1 p-oxiraic group of acetyl mot hylglyoxime is the one which 
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pre-exists in oximinoacetylacetone (dimethyltriketone ,3-monoxime), 
from which the dioxime is formed by the action of hydroxyl amine, 
jf it is assumed that the oxiraic hydrogen of oximinoacetylacetone 
also is mobile and may migrate from the oxygen to the carbon, 
\T)HXAc 2 NO;CHAc 2 , it is possible easily to explain its con- 


version into derivatives of 4-nitrosopyrazolc, by 


treatment with hydrazine, phenylhydrazine, semicarbazide, etc. 
(cf. Wolff, Bock, Lorentz, and Trappe, A., 1903, i, 210; Sachs 
and Alsleben, A., 1907, i, 356). Thus, if oximinoacetylacetone 
behaves as ay-diketo- (3 -nit rosopentan c, the action of hydrazine 
should yield the hydrazone, the latter then losing the elements 
of water according to the scheme : 


CH,*C- 


C-NO 

w 


N*NH H 0 


CMe 


CH.-C OXO 

•'ll ii, 

X-XH-CWIu ’ 


giving 4-nitroso-3 : 5-dimethylpyrazole. 

Acetylmethylglyoxime, best prepared by treating oximino- 
acetylacetone in the cold with the theoretical proportion of 
hydroxylamine hydrochloride and with sodium acetate in highly 
concentrated aqueous solution, forms elongated laminae, often 
rectangular and sometimes united in pennate aggregates, m. p. 
141° (decomp.), and dissolves in concentrated sulphuric acid with 
an emerald-green coloration and in sodium hydroxide solution 
without coloration. The low melting point, 128°, given by Wolff 
is due to the fact that the compound undergoes alteration when 
heated with water or with an organic solvent containing water. 
In aqueous solution, it does not attack nickel, cobalt, copper, or 
iron, or react with salts of those metals. Its diaedyl derivative, 
C 9 H i 2 ^ 5 ^ 2 > white prisms, m. p. 77 — 78°, and yields methyl- 
acetylfurazan when heated with water. 

i-Ox\mino-$-\fi’nitrole-y-kdopentane, C 5 II 7 0 5 X 3 , crystallises in 
white prisms, m. p. 102—103° (decomp.)/ and' dissolves without 
coloration in cold concentrated sulphuric acid, giving a solution 
from which it is precipitated on addition of water. It is stable 
in the air, but decomposes rapidly, with evolution of nitrous fumes, 
when kept in a closed vessel. Kven weak bases hydrolyse it with 
rupture of the carbon atom chain between the ^-nilrolic and 
carbonyl groups; the first products are acetic acid and methvl- 
nitrogiyoxime, these then undergoing further changes, the nature 
of which varies with the base used. When treated in aqueous 
suspension with silver carbonate, it yields carbon dioxide and 
silver nitrite. 

Aminomelhylglyoxime } NOH,CMe*C(XII 0 )IXOH, prepared by 
treating the preceding compound with aqueous ammonia and 
purified by precipitation of its nickel derivative and removal of 

he nickel from the latter as potassium nickelocyanide, forms 
white needles or laminae, in. p. 183 184" (partial sublimation), 

an m aqueous solution attacks nickel, cobalt, iron, and copper, 
slowly at the ordinary temperature and rapidly at about 100°. 
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The nickel salt, (C 3 II 6 CW2 Ni ,H 2 0, forms orange -red lamina and 
becomes anhydrous at 130°. The dibcnzoyl derivative, Gi 6 H 15 0 4 X 3i 
crystallises in white needles, m. p. 206°. The hydrocklori^ 
C 3 H,0 2 N 3 ,HC1, forms white prisms, m. p. 170° (evolution of gas), 1 

Acetylmethylfurazan , C 5 H 6 0 2 N 2 , forms a colourless liquid with a 
suffocating odour, heavier than water, b. p. 154*5°/742*8 
and yields methylfurazancarboxylic acid when oxidised with 
permanganate. The oxwie, CclIyOgNg, crystallises in white laming 
m. p. 86°, and forms an acetyl derivative, C 5 II 6 ON 2 !NOAc, crystal, 
lising in long, white needles, in. p. 60—61°, and a benzoyl derivative, 
Ci 2 Hn0 3 N 3 , crystallising in white prisms, m. p. 120—121°. The 
hydrazone , C 5 H 6 ON 2 :N-NH 2 , forms white prisms, m. p. 120°, with 
previous softening, the phenylhydrazone, C n H 12 ON 4 , straw-coloured 
needles, m. p. 117°, and the semicarbazone , C 6 H 9 0 2 N 5 , white 
prisms, m. p. 232°. 

Dimethyltriketonetrioxime ($y$-(ri oximi nope ntane ) , 
NOH:CMe-C(:NOH)-CMe:NOH, 

the first compound of its class, purified by means of its nickel 
compound, forms ■white prisms, m. p. 1/5 (decomp.), dissolves in 
concentrated sulphuric acid and in alkali hydroxide solutions 
without coloration, and in aqueous solution readily attacks compact 
nickel, cobalt, copper, and iron. Under the action of acetic 
anhydride and fused sodium acetate, the p-oxhnino-group undergoes 
acetylation, whilst the other two oximino -groups unite with loss 
of water, the resulting compound being the acetyl derivative of 

methylacctylfurazanoxime, 5^^^>C*QIe.NOAc. The nickel salt, 

(C,H s OoN 3 ) 2 Ni, crystallising in orange-red prisms or needles, turns 
brown without melting at about 260°, and dissolves in alkali 
hydroxide or ammonia solution, giving an orange-red solution; it 
is of the type of compounds considered by Tschugaev (A., 11)05, i, 
743; 1008, i, 554; T., 1014, 105, 2187) as characteristic of the 
so-called syn-forms of the a-dioximes, being derived from two 
molecules of the trioxime by replacement of two atoms of oximiuic 
hydrogen by an atom of nickel. Other affy-trioximes yield analogous 
nickeb derivatives. The tribenzoyl compound, C 26 H 21 0 6 N 3 , forms 
white prisms, m. p. 101 — 192°. 1. H. 1. 

Croconic Acid and Leuconic Acid. B. Homolka (Bcr. t 
1922, 55, [B], 1310— 1311).— Leuconic acid is hydrolysed by cold, 
aqueous sodium carbonate solution to glyoxal and sodium mea- 

oxalate, whereby its constitution, ^ ^>CO, is established, ihc 

position of the two hydroxyl groups in croconic acid remains 
undecided. ' 

The Preparation of Pure Galactose. G. Movgne (M 
Soc. Chim. Biol . , 1922, 4, 206 208).— When prepared by Clark* 
method (A., 1021, i, 647), galactose is probably contanunated 
dextrose. In the method described, dextrose is removed f 
the mixed monosaccharoses obtained by the hydrolysis ot lac . 
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hv fermentation with top yeast. The galactose, which is un- 
attached, is recrystallised from 75% alcohol. E. S. 

The Action of Ammonia and of Amino-compounds on 
Reducing Sugars. I. The Action of Ammonia on Dextrose 
and Lsevulose. Arthur R. Ling and DrxsHAW Rattoxji Naxji 
{./. Soe. CkeM. Ind., 1922, 41 , 151 — 155t), — Dextrose unites with 
ammonia at 35° to form an additive compound, glucose-ammonia, 
0 H 12 0 6 ,NH 3 , probably OH*CH 2 *[CH‘OH] 4 *CH(OH)'NH 2 , analogous 
to 6 aldehyde-ammonia, which can be isolated as a pale amber- 
coloured, friable mass by evaporating the solution in a vacuum 
a t a temperature not exceeding 37 — 38°. Tt is extremely hygro- 
scopic, and even in the solid state gives off ammonia. It reduces 
alkaline copper and silver solutions in the cold with the formation 
of a mirror. In solution, it is dissociated, for the specific rotatory 
power is the same as that of the sugar freed from ammonia. An 
aqueous solution of the sugar was obtained from glucose-ammonia 
by aspirating air through it. The sugar could not be crystallised, 
but it reduced potassium permanganate in the cold, which has 
been shown to be a property of the so-called y-glucose. Its specific 
rotatory power [a] D +4-4 u , and it was shown to be a mixture of 
aldose and ketose in equilibrium, the point of equilibrium being 
changed according to the reaction of the solution, and in A/4 
hydrochloric acid 100% aldose is present. Laevulose when treated 
with ammonia is partly converted into aldose and this unites with 
ammonia, the solution behaving in every way similarly to the 
product from dextrose. When the ammonia is removed from the 
solution a similar mixture of aldoses and ketoses in equilibrium is 
obtained. (I. F. M. 

Preparation of Complex Iron Compounds of the Phosphoric 
Esters of Higher Aliphatic Poly hydroxyl Compounds. 

Farbenfabriken vorm. F. Bayer & Co. (D.R.-P. 338735; from 
Chm. Zcnir ,, 1921, iv, 1223). — Phosphoric esters of polyhydroxyl 
compounds are treated with iron compounds in the presence of 
alkalis. The calcium salt of lasvulose diphosphoric acid by reaction 
with oxalic acid, sodium hydroxide, and ferric chloride gives the 
normal iron salt of the ester, a white powder insoluble in water. 
By the action of 33% sodium hydroxide solution on the normal 
salt, a deep reddish- brown solution is obtained, from which, after 
the addition of 95% ethyl alcohol, the complex iron salt separates 
as a dark brown oil which may be obtained as a dark brown powder 
by agitation with absolute alcohol. It contains phosphorus (i-26%, 
sodium 11-48%, and iron 15-12%. The complex iron salt of kevu- 
lose-monophosphoric acid is a brown powder containing phosphorus 
5-27%, sodium 9-87%, and iron 14*1 1%. The complex iron salt 
of sucrose monophospliorie acid contains phosphorus 4*89%, 
sodium 4-01%, and iron 12-21%. The complex iron salt of mannitol 
monophosphoric acid contains phosphorus 3-82%, sodium 11-40%, 
arid iron 20-83%. The compounds are slightly soluble in water 
wth alkaline reaction. Phosphorus is in organic combination. 
■The products have therapeutic uses. 0. W. R. 
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Chemistry of Starch. V. Methyl and Acetyl Products of 
the “ Polyamyloses.” Hans Pringsheim and Walter Persch 
(. Ber 1922, 55, [B], 1425— 1433) —The conversion of tetra-amyfose 
into octamethyltetra-amylose has been described previously 
(Pringsheim and Persch, this vol., i, 113); the third hydroxyl 
group could not, however, he methylated, and it was therefore 
suggested tentatively thal it was concerned in the union of the 
diamylose complexes in tetra-amylose. This does not appear to 
be the case, since octamethyltetra-amylose is converted readily by 
acetic anhydride and pyridine into the corresponding telra-acetat e, 
(CgH 7 0 5 Mc 2 Ac) 4 , hexagonal rods which darken without melting at 
120°, [ocJK +118*62° in ethyl alcohol. Diamylose resembles tetra. 
amylose in that it is converted by successive treatment with methyl 
sulphate and sodium hydroxide and methyl iodide and silver oxide 
into tetrain ethyldi a myloa e , hexagonal plates which do not melt 
below 200°, [a Jg +143-74° in ethyl alcoholic solution. Attempts 
to methylate the third hydroxyl group were unsuccessful. 

The behaviour of the polyamyloses of the ^series towards 
inethylation is peculiar. With hexa-arnylosc, reducing action 
towards Pchling’s solution is observed after a single treatment 
with methyl sulphate and sodium hydroxide, although the solution 
was not at any time acidic. With triamylose, the phenomenon 
was first noticeable after the first mcthylation with silver oxide 
and methyl iodide and became more marked after a second treatment 
with the same reagents. 

The author's method of acetylation with acetic anhydride and 
pyridine permits without depofymerisation the conversion of the 
slimes obtained by the degradation of starch with Bacillus macerans , 
into hem-amylose dodcca -acetate, aggregates of minute needles, 
which shrinks at 135°, but docs not melt definitely below 215 s , 
[oc]o +95-77°, [a}£ +95-77°, when dissolved in glacial acetic acid. 
It is converted by alcoholic potassium hydroxide solution into the 
initial material, which is thus characterised as a-hexa-amylose. 

H. W. 

Chemistry of Starch. VI. Polyamyloses. Hans Prixg- 
sheim and Pi am and I Dernikos [Ber., 1922, 55, [5], 1433— 
1445). — The acetylation of polyamyloses with acetic anhydride 
and pyridine has been extended to a- tetra- amylose, which, as 
expected, yields a -tetra-amylose dodcca -acetate, [C 6 H 7 0 2 (0Ac) 3 ]j, 
needles, [a] 1 ,? +115*8° in glacial acetic add solution, the molecular 
weight of which has been determined in benzene and bromoform. 
It is reconverted by alcoholic potassium hydroxide solution into 
a-tctra-amylose, the identity of which is established by the deter- 
mination of its molecular weight. The application of this method 
of acetylation to polyamyloses of the p-serics has led to surprising 
results, since fi-hexa-amylose is thereby converted into the same 
triamylose nona-acctate, [C G H 7 0 2 (0Ac) 3 ] 3 , [*]i, 4-117*9° in glacia 
acetic acid solution, as was obtained previously by acetylation in 
the presence of zinc chloride ; a possible explanation of the un- 
expected depolymerisation is found in the fact that the expen* 
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mental conditions, by reason of the sparing solubility of the 
initial material, were necessarily more drastic than those adopted 
with the members of the a -series. 

Karrer has recently expressed the opinion that P-hcxa-aniyloso 
is not depolymerised by acetylation in the presence of zinc chloride, 
in which case Pringsheim’s triamylose must be merely de-acetylated 
j^hexa-amylose (this vol., i, 435). Karrer’s arguments are criticised 
in detail. Reasons are advanced for considering that data obtained 
from the action of acetyl bromide on polysaccharides are completely 
unsatisfactory in the quantitative form given to them by Karrer. 
The compounds of triamylose with the alkali hydroxides have, 
according to Karrer, the formula C 12 H 20 O 10 ,NaOH. It is pointed 
out that a compound prepared in accordance with Karrer’ s direc- 
tions by the precipitation of a solution of p-hexa-amylose in aqueous 
sodium hydroxide (10%) with alcohol had the composition, 
(C 6 H l0 O 5 ) 3 ,NaOH, but great value cannot be placed on the results 
of analyses of these substances, since their alkali content is greatly 
dependent on the experimental conditions. Hydrolysis of tri- 
amylose acetate with sodium cthoxide followed by thorough wash- 
ing of the precipitate with absolute alcohol gives a substance, 
(C 6 Hio 0 5 ) 3 ,NaOH. Contrary to Karrer’s observations, p-hexa- 
amylose invariably contains a higher percentage of water of 

crystallisation than triamylose. The solubilities of the two 

substances in water are not identical ; as concordant result of 

two different methods, the solubility of triamylose in water at 

20° is 1*3 by weight and 1*34% by volume, ‘the corresponding 
figures for p-hexa-amylose being 2*4 and 2*65. Contrary to Karrer, 
the optical activity of triamylose is lower than that of p-hexa- 
amylose. A revision of the crystalline forms of triamylose and 
p-hexa-amylose confirms Karrer s observation of their" identity. 
Attempts to determine the molecular weight of triamylose in 
boiling water were unsuccessful, since a true solution could not 
be obtained. 

Measurements of the crystals of diamylose, triamylose, and 
p-hexa-amylosc, tetra-amylosc, and a-hexa-amvlose arc recorded. 

H. W. 

Chemistry of Starch. VII. Relationship of the a- and 
p-Polyamyloses to the Content and Integument Substance of 
the Starch Granule. Hans Pringsheim and Kurt Goldstein 
(ftr 1922, 55, [B], 1446-1 449 ).— It has been shown bv Samec 
and his co-workers that starch can be separated by elect rodialysis 
of its solutions into erythroamvloscs and amvloamyloses. The 
close relationship of these substances to the 3- and x-amvloses is 
illustrated. 

The erythroamyloscs give a brown and the amyloamvloscs a 
aue coloration with starch; the iodine additive compounds with 
P-polyamyloscs are brownish-red whereas those with a-poly- 
umyloses arc green when dry, but become blue when moistened. 
Z? ?™ lyloscs and amylonmylows have [*1 D -f 105 to 196° 

u > respectively; the fi-polyamyloses are more highly 
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active than the a-compounds, the respective specific rotations 
being +152° to 158° and +132° to 136°, respectively. The mole, 
cular weights of the erythroamyloses and amyloamyloses are 
approximately 130,000 — 140,000 and 80,000 ; the ratio is approxi- 
mately 3:2, which is the same as for the fundamental tri- and 
di-amyloses of the 0- and a-polyamyloses. Fermentation of the 
amylopectins and amyloses by Bacillus macerans shows that 
p-polyamyloses are obtained in larger yield from the eiytluo. 
a-poly-amyloses from the amyloamyloses. Iodine unites more 
readily with amyloamyloses than with erythroamyloses; similarly, 
the fractional addition of iodine to a solution containing oc-tetra- 
amylose and p-hexa-amylose results in the initial precipitation of 
green needles of the a-tetra- amyl use compound, followed by brown- 
ish-red prisms of tri-iodo-hexa-amylose, the yields and separation 
being highly satisfactory. 

The optical activity of glycogen and its behaviour towards 
B. macerans allies it closely to the electrolyte-free amylopectins; 
an exact determination of its molecular weight (which has been 
found by methods of little trustworthiness to be 140,000) is, how- 
ever, necessary before it can be regarded definitely as an erythro- 
amylose. H. VV. 

Constitution of Polysaccharides. IV. Inulin. James 
Colquiioun Irvine, Ettie Stewart Steele, and Mary Isobel 
Shannon (T., 1922, 121, 10G0— 1078). 

Inulin. II. Inulin and Glycogen. Hans Pringsheim and 
Max Lass mann (Ber. } 1922, 55, [£], 1409 — 1414). — Redetermin- 
ations of the molecular weight of inulin acetate dissolved in glacial 
acetic acid by the method of Barger as modified by Rast have 
confirmed the previous measurements, hut the process cannot be 
applied in the cases of the acetates of glycogen and soluble staTcli. 
The method does not appear to be practicable for the determination 
of molecular weights exceeding 3000. 

Glycogen is transformed by acetic anhydride in the presence 
of pyridine into glycogen acetate, C 12 H 1(? 0 8 , m. p. 165° (indefinite), 
[a ]S -(-159- 6° when dissolved in pyridine; when hydrolysed by 
alcoholic potassium hydroxide, it gives a white, pulverulent glycogen, 
which is coloured brownish-red by iodine and is hydrolysed in the 
same manner as the initial glycogen by “ fermasol D.S. 55 (a prepara- 
tion containing diastase). 

Starch which had been rendered soluble by being heated at 
I90 a in the presence of glycerol and did not reduce Refiling* 
solution was converted into its acetate. The product differs from 
glycogen acetate, whereas the same substance is prepared by the 
inethylation of soluble starch or glycogen (Karrer, this vol., i, H)- 

The differing behaviour of starch and glycogen towards iodine 
has been ascribed by Karrer (loc. cit.) to the presence of impurities. 
This is regarded as improbable since the de-acetylatcd starch and 
glycogen acetates retain their characteristic properties towards 
iodine. " 1 * V ' 
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Inulin. III. Hans Pringsheim and Alexander Aronowsky 

{Ber., 1922, 55, [B], 1414 — 1425). — Inulin, in the solid condition 
and in its colloidal solution, is a product of the association of a 
trebly polymerised anhydro-trifructose. In the latter, the fructose 
residues are not present in the same form as in fructose stable in 
solution [with butylene oxide oxygen bridge], but exist as the 
so-called y-fructose which probably contains an ethylene oxide 
ring. The ready hydrolysis of inulin, and particularly of tri-fruc- 
tose, thereby receives an explanation, 

In previous communications (Pringsheim and Aronowsky, A., 
1921, i, 545; Pringsheim and Lassraann, preceding abstract), it has 
been shown that inulin triacetate is fundamentally composed of 
nine fructose residues. The proof of the identity of the inulin 
regenerated from the aeetate with the original inulin was obtained 
from Rontgen spectrograph ic observations. Attempts to confirm 
this identity by fermentative hydrolysis with Penicillium glaucum 
have led to interesting results since the properties of the ferment 
are found to depend largely on the conditions of its culture. From 
the same specimen of Penicillium three cultures are obtained, 
the first of which, nourished with sucrose, does not hydrolyse inulin! 
whereas the second, nourished with natural inulin, hydrolyses the 
latter, but not de-aeetylated inulin acetate, whilst the third! 
nourished with artificial inulin, hydrolyses both inulins. It is not 
considered that these observations afford a proof of the different 
degrees of polymerisation in the two products. 

Previous attempts to hydrolyse inulin with ferments or acids 
have never led to the isolation of a di- or tri-saccharide, and 
renewed efforts in this direction are now recorded. The action of 
phenyl hydrazine acetate on an aqueous solution of inulin leads 
mainly to the production of glucosazonc, but indications are also 
obtained that a second osazone which is soluble in hot water Is 
formed, it could not, however, be isolated in quantity sufficient 
for further experiment. 

The acetolytic degradation of inulin cannot be effected with 
acetic anhydride and sulphuric acid, since the products are too 
readily carbonised. A suitable acetylating mixture is secured by 
using glacial acetic acid (2 parts) and acetic anhydride (1 part) for 
each part of inulin; the inulin acetate thus obtained could not 
be caused to solidify. When, however, it is dissolved in absolute 
alcohol and treated with sodium ethoxidc, it gives trifructose sodium , 
S'li-io , 3 ) 3 ,aOH» The reducing power of the latter towards 
tellings solution is approximately one-third of that of fructose 
sochum The corresponding trifructose cannot be precipitated by 
the addition of alcohol to solutions of trifructose in water which 
have been neutralised with acetic acid. Attempts to prepare a 
aemutive of it did not meet with success, since phcnvlbenzvl- 
hydrazine gave only fructoscphcnvlbonzvlhydrazone 
oli 3 r lmm has tj 10 composition (V 6 H 10 <y 3 ,XaOII, whether 
I . } y P rcci pdating a solution of inulin in aqueous sodium 
wVk° X1 v ^ /0 l Wit . h a kohol or by the hydrolysis of inulin acetate 
so lum ethoxide. The sparingly soluble barium inulin is 
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constituted similarly. It is, however, pointed out that the method 
first mentioned for the isolation of the additive compounds of 
polysaccharides and sodium hydroxide is untrustworthy; the 
sodium content of such substances depends entirely on the concern 
tration of the sodium hydroxide solution, from which they are 
precipitated by alcohol or on the quantity of water with which they 
are treated for the removal of adherent sodium hydroxide. H. W. 


An Alkali-soluble Modification of Cellulose. E Ml 

Knoevenagel and Hedwig Busch { Celluloscchemie 1922, 3, 42— 
60) .—When viscose cellulose is subjected to acid hydrolysis under 
conditions equivalent to those employed for the preparation of 
Girard’s hydrocellulose, it yields a product which is completely 
soluble in cold 8% sodium hydroxide solution, even after drying, 
and is reprccipitated practically without loss on neutralisation. 
This alkali-soluble cellulose may also be prepared at the ordinary 
temperature by treating viscose cellulose containing from 2 to 11% 
of moisture with dry hydrogen chloride. The conversion does not 
take place if the "cellulose is completely dried. Alkali-soluble 
cellulose contains 8’3% of hygroscopic moisture as compared with 
110% for viscose cellulose, and has the formula (O e H 10 O 5 ) a ,H 3 0 ; 
it has the unusually high “ copper value ” of 12-5—14*0, and forms 
a phenylhydrazonc of indeluiite properties containing 4 3% of 
nitrogen. It has no acid reaction (towards phenolphthalcin); 
when heated with dilute alkali hydroxides it gives a yellow color- 
ation; when boiled with calcium hydroxide for eight hours, it 
loses 50% in the form of soluble products, but, unlike oxy- and 
hydro-cellulose under similar treatment, it behaves as a uniform 
substance, in that the copper value ” of the residue is substantially 
the same’ of that of the original material. It resembles viscose 
cellulose in the fact that it is not readily acctylisable by the usual 
methods, but it yields a benzoate with the greatest of case; this 
is complete! v soluble in chloroform. . 

The capacity to form alkali-soluble cellulose is determined by the 
nature of the previous modification of the cellulose and by the 
residual affinities released thereby. The formation is proportional 
to the “ hydration value 77 of the modified cellulose before hydro- 
lysis, as determined by Schwalbe’s method (difference between 
the copper values before and after boiling with 5% sulphuric acid 
for fifteen minutes). Ordinary hydrocellulose and cellulose regen- 
erated by saponification of cellulose acetate will not yield the 
alkali-soluble product. Viscose cellulose yields it most readily; 
stronglv mercerised cotton or wood cellulose, on subsequent hydro- 
lysis, yields up to 20%, and the yield may be increased by the 
more severe action of hot concentrated alkali hydroxides. Wood 
cellulose when heated for several hours at 140° in an mdifferen 
medium, such as xylene or glycerol, gives substantial yielu 
alkali-soluble cellulose after subsequent hydrolysis, but the presei ■ 
of a little moisture during the preliminary heating tre^tmem 
essential to ensure the desired type of modification [cf. </. ft ^ ^ ’ 
Ind., 1922, 458a]. *• D ' 
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Behaviour of Oxidised Cellulose. Edmund Knecht and 
F. p. Thompson (J. Soc. Dyers and Col . , 1922, 38, 132—136).— 
Oxidation of cotton cellulose with potassium permanganate in 
the presence of cold dilute sulphuric acid showed that in the initial 
stages the consumption of oxygen was approximately proportional 
to the formation of aldehydic or kc tonic groups, as measured by 
the increase in the “ copper value ” of the oxidised products. 
After the expenditure of half an atomic equivalent of active oxygen, 
however, the increase in “copper value ” with further oxidation 
was very small and, since the more highly oxidised products were 
to a large extent soluble in alkali hydroxide solution, it is inferred 
that- the later stages of oxidation are complicated by formation 
of carboxylic acid groups, Acetylation of the original and oxidised 
celluloses under identical conditions indicated that the oxidised 
cellulose was esterified more slowly than the original and suffered 
considerable hydrolysis to products soluble in water. On nitration 
under identical conditions, the oxidised cellulose yielded products 
containing in all cases less nitrogen than the nitrates from the original 
cellulose. Hence it would appear that there is a definite suppression 
of active hydroxyl functions as the result of oxidation, although 
this loss is not accurately proportional to the quantity of oxygen 
consumed. [See also ./. Soc . Chem. bid., 1922, July.] J. F. B. 

The Spontaneous Oxidation of Lignin, Natural Humus 
Material and Coal and the Influence of Alkali thereon. 

Hans Schrader ( Brennstojf-Chemie , 1922, 3, [ii], 161-167). — Tt 
has been shown previously that lignin is almost completely oxidised 
to humic acids by heating with sodium hydroxide solution to 200° 
under pressure. In order to obtain evidence more directly bearing 
on the possibility of the humus fraction of coal being a decom- 
position product of lignin, this oxidation was investigated at atmo- 
spheric temperature and pressure. A weighed quantity of lignin 
was placed in a flask covered with 5A- sodium hydroxide solution, 
the flask filled with oxygen, tightly corked, and allowed to remain 
for forty-six hours. It was t hen opened, water added, and t he whole 
contents filtered. The humic acids wore precipitated from the 
filtrate by acidification and warming, washed, and dried at 105° 
in a current of carbon dioxide. They amounted to 9*4% of the 
(pure) lignin used. The acid filtrate oil evaporation to dryness 
and extraction of the residue with ether yielded a crystalline 
substance. If the flask was tilled with nitrogen instead of oxygen, 
oxidation proceeded much more slowly, and stopped when 2*3% 
of humic acids had been formed. A repetition of the above oxid- 
ataon lasting eight months with 375 grams of pure lignin yielded 
l r ° & raras of undissolved organic material, 103*5 grams of humic 
acids, 10*3 grams of non-volatile acids soluble in ether (including 
, . grains of succinic acid, 0*47 gram of oxalic acid, 0*26 gram 
o wphthalic acid { ?), and an indeterminate quantity of higher 
)enzenecarhoxylic acids), and 6* l grams of non-volatile acids soluble 
in alcohol. The 62*3 grains loss includes acetic acid, formic acid, 
water, and carbon dioxide. 
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The comparative rates of absorption of oxygen by lignin, phie 
wood sawdust, lignite, cellulose (filter-paper), and coal, each of 
them as a finely divided suspension in 5A T -sodium hydroxide solu. 
tion, were next determined, over a period of a thousand hours 
with regular shaking, the oxygen being measured from a gas burette. 
The volume absorbed by 1 gram of substance ranged downwards 
in the order mentioned above from 82 c.c. with lignin to 67 c.c. 
for coal. In no case had absorption ceased after a thousand hours’ 
treatment, and it was further shown that the absolute results 
obtained varied with the degree of shaking. The methoxyl content 
of the humic acid produced in this way was much lower than that 
of the original lignin, a point of similarity to natural humic acid. 
The part played by tlie sodium hydroxide in these oxidations may, 
it is suggested, be filled in nature by lime or ammonia, whilst 
bacterial action may also be of importance. The analogy i s 
discussed at length. C. I. 


The Colloids Arabic Acid and Arabic Acid plus Gelatin. 

F. W. Tiebackx (Pharm. Weekblad , 1022, 59, 574 — 589).— 
The precipitation of gum and gelatin together from a mixture of 
solutions, in presence of very dilute acids, occurs for values of p ([ 
between the isoelectric points; for gelatin in presence of hydro- 
chloric acid, this point is about 1 X 10 -4 HC1 (Hardy), for arabic 
acid in presence of hydrochloric acid, the isoelectric point is found 
to correspond with about 2 X 10~ 3 HC1. 

Arabic acid, prepared by repeated precipitation with alcohol 
and long dialysis, containing no calcium or chlorine, and only 
0*1% ash (K 2 C0 3 ), has an equivalent weight 1210, agreeing with 
O’Sullivan’s molecular weight 2418. The formula HAAH is sug- 
gested, A being the arabic acid anion. The molecule can be 
imagined, on the hypothesis of Duclaux, to be (wHA)AH, where 
»=?; instead, therefore, of being regarded as a typical colloid, 
gum really approaches the crystalloid, 

By Kohlrauseh’s method, the conductivity at 18° (Kx 1(H) 
was found to be 87. From the alteration of the conductivity on 


neutralisation, the acid appears to act as a moderately strong 
monobasic acid. The degree of dissociation of the salts has been 
measured, but it is extremely difficult to remove traces of electro- 
lytes, which interfere with the determinations ; there appears to 
be no true dissociation constant. The dissociation of the potassium 
and sodium salts decreases with dilution, passing through a minimum 
value. s * L 


The Solution of Tetramethylamnionium Aluminate. 

JiNDkiCH Brezina (Cham. Listy, 16, [2], 25 — 26).— Metallic alu- 
minium is dissolved in a solution of tetramethylammonium hydroxide, 
and the conductivity of the solution with varying amounts oi 
aluminium is measured. From the measurements thus obtained 
it is deduced that the aluminium hydroxide produced is neutralised 
in the same w ay as by an inorganic base, and that it acts as a 
monobasic acid, since solution of aluminium ceases when there is 
present 1 mol. of aluminium hydroxide to one of base. The salt 
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thus formed is highly dissociated in solution. The transport 
number for the anion of ortho-alum inic acid is 24 at 0°. It. T. 

The Preparation and Properties of Organic Stanno- and 
Q+anni-chlorides. IV. Some Diamine Stannichlorides. 

j <3 p. Drtjce ( Chem . News , 1922, 124, 310 — 313). — In continu- 
ation of previous work (A., 1919, i, 481), certain diamine stanni- 
chlorides have been prepared. Hydrazine stannichloride was 
obtained by mixing stannic chloride and hydrazine hydrochloride 
in hydrochloric acid. Mdhylenediamine stannichloride, ethylene- 
diamine stannichloride, and propylenediamine stannichloride were 
similarly prepared. Crystallographic data are given for the crystals 
of propylenediamine stannichloride and for m- and p-phenylene- 
diamine stannichlorides. All the diamine stannichlorides described 
are soluble in water with partial hydrolysis and can best be 
crystallised from hydrochloric acid. W. G. 

The Amino-alcohols. Homologues of Novocaine. E. 

Foi'RNEAR and J. Puyal (Bull. Soc. ckim., 1922, [iv], 31, 424 — 
435 ). —Propylene, butylene, and amylene were prepared by passing 
the vapours of the corresponding alcohol over infusorial earth at 
400°. Starting with a commercial amyl alcohol boiling at 128 — 
130 3 , the main product was -met hyl-A a - butylene. These hydro- 
carbons were converted into the bromohydrins by the action of 
bromine water, and these in turn by the action of climethylaminc 
yielded the dimethylamino-alcohols, from which certain derivatives 
were prepared. The following compounds are described : Pro- 
pylene bromohydrin. ft- Bromo-y- hyd roxy butane, OHMeBrCHMe’OH, 
h. p. 63°/16 mm. and 154°, d 1*5016. fi-Ckloro-y-hydroxybutane, 
b. p. 138 — 140°, and the corresponding ^-butylene oxide , 
b. p. 56°. a-J 3romo-$-methylhutan-$-ol, 0H 2 Br 4 CAleEt’0H, b. p. 
67 u /18 mm., d 1*42. a Dmetkylaminopropan-p-ol, b. p. 45°/20 mm. 
(i-I)klhjlamino propa b. p. 157°. p-Dimethylaminobutan-y-ol, 
b. p. 53°/18 mm. and 145°. $-Diethylaminobutan-y-ol, b. p. 74°/lG 
nun. and 167 — 174°. oL-Dimetkylamino-fi-methylbutan-p-oli b. p. 
53°/18 mm. and 144 — 146°. Prom these amino-alcohols certain 
substituted benzoyl derivatives have been prepared, namely : 
Xitrobenzoyloxyd imcthyla m i nopropa ne hydrochloride , m. p. 198°, 
A ’ itrobenzoyloxyd ictkykimino pro jxi ne hydrochloride , m. p, 187°, and 
the corresponding aminobcnzoyl derivative (methylnovocaine), 
m. p. 150 — 152“. Xitrobenzoyloxyd idhyla m i nob u ta ne hydrochloride, 
m. p. 148°, and the aminobcnzoyl derivative, m. p. 172 g . The 
derivatives obtained from dimethylaminomethyl butanol were shown 
to be identical with known stovaine derivatives. W. G. 

Preparation of p-Aracyl-a-dialkylaminoethylbutyric Esters. 

Fabbwerke vorh. Meister, Lucius, & Pruning (Brit. Pat. 
161539).— Dialkylaminoethyl haloids arc caused to react with 
e *hyl sodioacetoacetatc, and the resulting kctonic acid esters are 
reduced, for example, by means of sodium amalgam to jS-hydroxy- 
a-dialkylaniinoethylbutyric esters of the general formula. 
OH’CHMo*CH (C0 2 R')*CH 2 'CH 2 *X R 2j 
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where R is an alkyi group, and R' an alkyl or aryl group, 
fi-hydroxy- tx-dklhyhmin oethylbu lyrate is a colourless liquid, b. n 
135 — 136°/10 mm., soluble in water to an alkaline solution. Wheii 
heated with an aromatic acid chloride, as, for example, benzoyl 
chloride, the desired aromatic ester is formed, in this case ethyl 
fi-benzoxy-cL-diethylaminoethylbutyrate , which is a colourless oil 
forming a crystalline hydrochloride , m. p. 130 — 131°, readily soluble 
in water, and possessing valuable local anaesthetic properties. 

G. F. M. 

Explosion of Hydrargyrum Oxycyanatum. E. Merck 
(Pharm. Zentr.-h 1022, 63, 232 — 233). — Mercury oxycyanide is 
liable to explode when ground in a mortar, or rubbed between a 
glass stopper and the neck of a bottle; explosion has also taken 
place when the compound has been mixed with indifferent substances 
by means of a wooden spatula on a wooden board. W. P. S. 

Sulphur Thiocyanate. Hans Lecher and Max Wittwer 
(Ber., 1922, 55, [B], 1481—1482 ; cf. Lecher and Wittwer, this vol., 
i, 641).— A solution of thiocyanogen in ether reacts readily with 
dry hydrogen sulphide with the separation of sulphur thiocyanate , 
S(SCN) 2 , colourless, pearly leaflets which are decomposed by an 
excess of the gas. The substance decomposes somewhat readily 
when preserved at the atmospheric temperature. When, heated 
in an open tube in the water-bath it rapidly darkens and then 
suddenly decomposes with evolution of orange-coloured vapours. 
A solution of it in a mixture of ether and benzene does not react 
with powdered iron, but the violet red colour of ferric thiocyanate 
is immediately developed when a drop of water is added; the 
substance and also disulphur dithiocyanate (following abstract) 
are thus distinguished sharply from free thiocyanogen. H. W. 

Disulphur Dithiocyanate. Hans Lecher and Alfred 
Goebel {Ber., 1922, 55, [B], 1483— 1495).— Sulphur chloride 
reacts with metallic thiocyanates with the formation of disulphur 
dithiocyanate , but the course of the change is greatly dependent 
on the particular thiocyanate and the solvent. Potassium thio- 
cyanate appears to be quite unsuitable and lead thiocyanate is 
not dependable, the reaction being governed by unknown catalytic 
influences. The best and mast uniform results are obtained with 
mercuric thiocyanate. If solutions of the compound are desired, 
chloroform or carbon tetrachloride are conveniently used as sohents, 
since they do not dissolve the mercury salts; if, however, the 
compound is to be isolated, carbon disulphide is to be preferred. 
For its isolation, the solutions prepared in this solvent are cooled 
in a mixture of solid carbon dioxide and acetone; the rao t h , er ' 
liquor is decanted, the residue is dissolved in ether, from wmc^ 
it is frozen out, and the process is repeated as often as necessary 
A special form of apparatus which permits the necessary Oration 
and manipulation at a low' temperature and with the 
exposure to air is described and figured in the text. H 1SU P ^ 
dithiocyanate forms colourless crystals, m. p. — 3'3 (corr.), o 
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odourless, yellow, viscous liquid. It is somewhat unstable and 
shows obvious signs of decomposition after - preservation in an 
Jce-chest during about two days. At the atmospheric temperature, 
its stability appears to be controlled largely by unascertained 
catalytic influences. When cautiously heated, it becomes suc- 
cessively dark yellow and red, and ultimately detonates. It does 
not react with iron in the presence of ether, but immediately forms 
ferric thiocyanate after addition of a drop of water. The isolated 
liquid substance, on the other hand, reacts instantaneously with 
iron. In its initial phase the hydrolysis of disulphur dithiocyanate 
bv water appears to be analogous to that of sulphur chloride : 
Si>(SCN) 2 +2H 2 0 — > HO\S*S«OH-f-2HCNS, but reaction proceeds 
subsequently in accordance with the schemes : HO*S*S*OH-b 

2HSCN — ► 2S+2H 2 0-f (SCNU and 3(SCN) 2 +4H 2 0 5HSCN+ 

H-SO 4 +HCN. Disulphur di thiocyanate reacts with piperidine in 
the presence of carbon tetrachloride, giving piperidine thiocyanate, 
C,HiiN,HSCN, colourless leaflets, m. p. 95°, and piperidine disulph- 
ide, m. p. 64—64*5°, b. p. 160 — 161°/11 mm. The reaction is 
closely analogous to that which occurs under similar conditions 
between sulphur chloride and piperidine. When dissolved in carbon 
disulphide, sulphur chloride reacts with dimethylaniline in such a 
manner that di-p-dimethylaminophenyl disulphide constitutes 
about three-quarters of the isolated sulphides, the remainder being 
a mixture of the corresponding mono- and tri-sulphides. With 
disulphur dithiocyanate under similar conditions, the equilibrium is 
displaced in the direction of the mono- and tri-sulphides, which in 
this case compose about two-thirds of the isolated sulphides, the 
remaining third consisting of disulphide. Free sulphur is not 
formed in either reaction. 

It appears therefore that disulphur dithiocyanate is a type of 
sulphur haloid intermediate between sulphur bromide and the 
controversial sulphur iodide. The thiocyano-radicle preserves its 
stability and halogen nature when united to the *S*S* group. H . W. 

Alkylthiol Thiocyanates. II. Hans Leciier and Max 
Wittwer [Her., 1922, 55, [H\ 1474 — 14S0 ; cf. Lecher and Simon, 
A., 1921, i, 414). — The preparation of further examples of alkyl- 
tliiol thiocyanates is recorded. The substances appear particularly 
valuable for synthetic purposes, since the negative substituent, 
has not a pronounced substituting or de-sulphurising action, as is 
the case with the chlorine atom. They have been applied in the 
preparation of mixed disulphides. 

Ethylthiol thiocyanate, Et*S'S*C:X, is prepared by the action of 
au excess of thiocyanogen dissolved in ether on an ethereal solution 
of ethyl mercaptan : EtSH +(SCX) 2 = Et-S-SCN +HSCN ; unused 
thiocyanogen and thiocyanic acid are removed by washing the 
ethereal solution with icc-cold water. It is a colourless liquid, 
?■ p. 52°/l*5 mm., with an exceedingly unpleasant odour. It 
ls very unstable, and becomes noticeably decomposed w hen pre- 
served during a quarter to half an hour in an ice-chest; it is 
more stable in dry ethereal solution. Phenyltkiol thiocyanate like- 
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wise decomposes readily. It cannot be purified by distillation 
in a vacuum, and, at the atmospheric temperature, is a yellow 
liquid which solidifies to a colourless, crystalline solid when strongly 
cooled. p-Napkthylthiol thiocyanate forms small, pale yellow 
crystals, m. p. 64-5— 65° (corr.) after softening at 63— 64>o°; i t 
may be preserved unchanged for several weeks. 

Phenyl ethyl disulphide , EtS*SPh, a colourless liquid with a faint, 
unpleasant odour, b. p. 123°{corr.)/14 mm., df 8 MH9, is prep are( j 
by the action of an ethereal solution of thiophenol on a solution of 
ethylthiol thiocyanate in ice-cold ether. ^Naphthyl ethyl disulphifc 
is a pale vellow liquid, b. p. 162°/2 mm. Phenyl ^naphthyl 
disulphide "(from ^-naphthylthiol thiocyanate and thiophenol) 
crystallises in colourless needles, m. p. 75—76°. H. \V. 

Formation of Hydrogen Cyanide from Nitrogen and Hydro- 
carbons in the Electric Arc. A. Koenig and W. Hebbcch 
(Z. Elektrochem ., 1922, 28, 202— 223).— The formation of hydrogen 
cyanide from acetylene and nitrogen in a water-cooled arc under 
reduced pressure has been investigated. The concentration of 
acetylene was kept very low. Keeping the rate of flow of the 
gas mixture constant (3 litres per hour) the consumption of energy 
by the arc, gas pressure, and composition were systematically 
varied. It is shown that mixtures containing less than 2 vul. 0 * 
of acetylene were quantitatively converted into hydrogen cyanide 
without any formation of carbon. With higher concentrations of 
acetylene, there was a considerable separation of carbon, and the 
yield of hydrogen cyanide was smaller. The energy yield was only 

0-5 1-5 grains per "kilowatt hour. Further experiments, designed 

to test the possibility of a commercial synthesis of hydrogen cyanide 
from nitrogen and hydrocarbons, were carried out at atmospheric 
pressure in a high tension arc which was rotating in a magnetic 
field. In these experiments, the rate of flow of the gas mixture 
was 10, 20, 50, and 100 litres per hour. The following mixtures, 
were passed through the arc : (1) nitrogen with 1 3° 0 acetylene, 

(2) nitrogen with 1—9% of 50% acetylene-hydrogen mixture, 

(3) nitrogen with 1—19% of a 1 : 2 mixture of acetylene ami 
hydrogen, (4) 7 : 3 nitrogen-hydrogen mixture with 3—11% of 
acetylene, (5) 1 1 nitrogen— hydrogen mixture with 4 1- ^ oi 
acetylene, (6) nitrogen with 1 — 5*6% of ethylene and (7) nitrogen uith 
2—15% of methane. The energy and material yields with various 
compositions of the mixtures and various rates of flow arc plod™ 
on curves. It is shown that with a relatively slow rate of flow, 
that is, with the highest temperature, methane which shows tie 
least tendency to deposit carbon gives a practically constant yield 
of 40% hydrogen cyanide irrespective of its concentration witmn 
the limits 2—11%. Ethylene and acetylene mixed with hydrogen 
show definite maxima in the yields at the point where the deposition 
of carbon commences. Mixtures of pure acetylene with nitroge 
*ive a maximum yield of hydrogen cyanide in the region 
there is a heavy deposition of carbon. With a more rapid raw 
of flow of the gases, the yields are reversed, methane giving a sma 
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yield than the other hydrocarbons, and in these circumstances 
the yield of hydrogen cyanide from ethylene is much poorer so 
that high yields may only be obtained when acetylene is used 
with a high rate of flow. Very good yields, both with respect to 
energy and material, are obtained when a mixture of 30 ( v of hydro 
gen and 70% of nitrogen is passed with 7-8% of acetylene at the 
rate of 20 1. per hour through the arc. In this case, there is no 
deposition of carbon. With a very rapid rate of flow (up to 100 1 
per hour), the energy yield, from mixtures of nitrogen, hydrogen and 
acetylene, with a great excess of nitrogen, reaches a maximum of 
10—11 grams of hydrogen cyanide per kilowatt hour. J. 1<\ g. 

Simple Cyano- and Cyanuric Compounds. III. Malono- 
nitrile and its Halogenation. Erwin Ott and Bepvwatm, 
Ltatm (Bw.. 1922, 55 , [£], 125o-l261),-Th e bromhX ol 
malonomtnle dissolved in water has been examined by Hesse 
who isolated a small amount of a crystalline substance, m p r>3~ 
1:4*, which he considered to be dibromomalononitrile, whilst"the 
main product of the action was an oil which could not he purified 
A repetition of his experiments lias led to different results The 
solid material is shown to be cl ibromosucei nonitrile • exceptional 
difficulties are encountered in the analysis of this substance but 
its constitution is placed beyond doubt by its hydrolysis to dibromo- 
succinic acid and reduction of the latter to succinic acid. The 
liquid product consists of dibromomalononitrile, which can be 
purified readily by distillation under diminished pressure It lias 
b p. 49'2710 mm., m. p f3 3 ft is a highly reactive substance, 

: JS transformed by alkali iodide in neutral aqueous solution into 

the unstable di-iodomaiommlrik, and is mluc-cd quantitatively by an 
aerified solution of potassium iodide to mnlononitrile and iodine, 
i In a j! 0 ?* 0 * chlor,no 011 maiononitrile proceeds on similar lines 
huf the dich loro-compound has a marked tendency to unite with 
a further molecule of chlorine, with the formation of a tetrachloride • 
the formation of the latter cannot be avoided by the use of only 
that quantity of chlorine which is theoretically necessary. The 
products obtained are dichloromalouonitrik, a mobile liquid with a 
Ie 7 mtcn 7 0(Jour of ehlorojiicnn, b. p. t)7“ 754 nun dichloro- 
a! P- 1S4 ;75t) mm. (slight dmunp.), 

monoclinie crystals, m p \\l b i 

jlo mm. 1 * 5 T’ 

,n 1 w 0 , n0 "i t ;i'° Can . lx ‘ ol)taill!<l hW] y and in considerable 

’ y method of Phelps and Tillolson (A.. lynS, i 7~u) 

; *"°, d for **»' preparation of ethyl eyanoaeetate and the latter 

md‘ad n of7n e lnt ° c - va,10a "' t ?" li<l0 18» 0 ) by alcoholic 

for the rW a v w ( ,,s a "’ mo, " a - a Pj ,P!,rs fo he a useful solvent- 
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1145-114(0 J ' 1 KU ' I- 7 - -1 inn-. Chun. 8 or., 15122, 44, 

1 a J).~l he unsaturated fatty adds examined readily give 
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hydroxamic acids, as do the aromatic or saturated fatty acids 
and the following were prepared. Oleohydroxamic acid (cf. Morelli* 
A., 1908, i, 758); elaidohydroxamic acid , m. p. 86°; ricinoko. 
hydroxamic acid , m. p. 65°; linolohydroxamic acid , m. p. 8 — lo°- 
oleoaeetylkydroxamic acid, m. p. 63°; oleodiacetylkydroxamic acid 
m. p. 64—65°; elaidoacetylhydroxamic acid, m. p. 84°; elaido. 
diacetylkydroxamic acid, in. p. 82°. These hydroxamic acids undergo 
the Losscn rearrangement with aqueous alkali, the change not 
being affected by the double bond. Di -tmna-keptadecylc nylcarb- 
amide has m. p. 59°, di-cis-heptadccylenylcarbamide has m. p, 92_ 
93°, di kydroxyheptadecyle nylmrbamidc, m. p. 57*5°, was obtained 
from \-acetylrici n olemcelylkydroxamic add , m. p. 6 — 8°. 

The Lengfeld-Stieglitz rearrangement of the acetylhydroxamic 
acids with sodium ethoxide also proceeded normally, the corn, 
sponding urethane being obtained, trans -Heptadecylenylureihanc 
had m. p. 42 — 43°, and cis -heptadccylenylurethane had m. p. 87— 88°. 

The supposed analogous rearrangement to the carbimide by the 
action of acetic anhydride was complicated, however, by the fact 
that a mixture of cis- and £ra«<s-earbimides always resulted, which- 
ever pure hydroxamic was used. These carbimides could not be 
separated from one another, but were detected by conversion into 
the corresponding urethanes. W. G. 

The Fluorides of Organo-metallic Compounds. II. Lead 
Alkyl and Aryl Fluorides. Erich Krause and Erich Pohland 
( Ber 1922, 55, [fl], 1282—1289; cf. Krause, A., 1919, i, 9; Krause 
and Becker, A., 1920, i, 340). — Lead alkyl fluorides cannot be 
prepared by double decomposition between normal potassium 
fluoride and the necessary lead alkyl haloid, but are obtained by 
the action of hydrofluoric acid on lead trialkyl hydroxides, the 
operations being rendered exceptionally unpleasant by the physio- 
logical action of the latter substances. They are considerably 
more stable than the corresponding lead alkyl chlorides, and are 
therefore the most stable lead alkyl haloids; after a few months, 
a slight decomposition is generally evident, which is more marked 
with decreasing weight of the alkyl group. The melting points 
are very high and cannot be observed, since they lie invariably 
above the temperature of decomposition. The lead aryl fluorides 
are prepared by the action of normal potassium fluoride on the 
lead aryl bromides ; they arc uniformly sparingly soluble and very 
stable substances. 

Lead trimethyl fluoride, PbMe 3 F, is prepared by exactly neutralis- 
ing a solution of lead trimethyl hydroxide in alcohol with a mixture 
of hydrofluoric acid (33%) and alcohol and spontaneous evaporation 
of the solution over phosphoric oxide. It crystallises in long, very 
slender needles, df 3*53, dccomp. about 305°. In spite of its high 
temperature of decomposition, it is remarkably readily volatilised, 
giving a vapour with an intensely unpleasant, metallic odour. 
The solubilities of the substance in grams per 100 grams of met hy 1 
alcohol, ethyl alcohol, benzene, and water at 30° and 50°, respec- 
tively, are 8-24 and 99*5; 6*89 and 82-0; 0*028 and 0*87, o* 3 
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and 26-3. Lead triethyl fluoride forms long, thin, doubly refractive 
prisms, df 248, decomp, about 240° ; its solubilities in methyl 
alcohol, ethyl alcohol, benzene, and water at 30° and 50° are 7*24 
and 90*0; 641 and 75-1 ; 0*185 and 0*60; 1*30 and 7*04. Lead 
tri-n-propyl fluoride crystallises in needles, d\* 1*56, decomp, about 
235°, its solubilities in methyl alcohol, ethyl alcohol, benzene, and 
water at 30*1° and 50*0°, respectively, being 2*01 and 4*94; 1*21 
and 3-53; 0*055 and 0*082; 0*17 and 0*23. Lead tri-Mutyl 
fluoride forms long, thin, doubly refracting prisms, d} 7 1*50, decomp, 
about 230° ; the solubilities in methyl alcohol, ethyl alcohol, benzene, 
and water at 30*0° and 50*0°, respectively, are 1*76 and 2*96; 
109 and 2*13; 0*042 and 0*071 ; 0*12 and 0*18. Lead tri-isoamyl 
fluoride , long, colourless needles, has d‘ 7 1*46, decomp, about 251°, 
and the following solubilities in methyl alcohol, ethyl alcohol, 
benzene, and water at 30*1° and 50*0°; 2*34 and 6*32; 1*73 and 
455; 0*063 and 0*094; 0*019 and 0*022. Lead iri phenyl fluoride 
is prepared by agitating lead triphenyl bromide dissolved in benzene 
with an aqueous solution of normal potassium fluoride. It forms 
colourless, microscopic needles, df & 1*82, decomp, about 318°. 
Its solubilities in methyl alcohol, ethyl alcohol, benzene, and water 
at 30*0° and 50*0° are, respectively, 0*36 and 1*45; 0*15 and 0*24; 
0*080 and 0*092 ; 0*031 and 0*10. Lead iri-p-iolyl fluoride crystallises 
in hair-line needles, decomp, about 280°. Lead tricydohexyl 
fluoride forms microscopic spikes, 1*79, decomp, about 198°. 
One hundred grams of methyl alcohol, ethyl alcohol, benzene, 
and water dissolve 0*6G, 0*39, 0*1 1, and 0*096 gram of the substance, 
respectively, at 30°. H. W. 

Attempt at a Systematic Extension of the Preparation of 
Organometallic Compounds. Application to Ferrous Ethyl 
Iodide. Andre Job and Kene Reich ( Compt . rend., 1922, 174, 
1358 — 1361). — When ferrous iodide in ethereal solution is boiled 
with zinc ethyl iodide for six hours in the complete absence of air, 
a solution of ferrous ethyl iodide , FeEtl, is obtained. It is quanti- 
tatively decomposed by water, giving ethane and ferrous hydroxide, 
and by absolute alcohol giving ethane and ferrous iodocthoxide. 
if ferric chloride is used instead of ferrous iodide, the chloride is 
first instantaneously and quantitatively reduced to ferrous chloride, 
and this is then slowly converted into ferrous ethvl chloride. 

IV. G. 

Compounds containing* Zinc derived from Additive Pro- 
ducts of Oxides of Nitrogen and Olefines. Alfred Schaar- 
schmidt, Maximilian Veidt, and Franz Schlosser ( Ber 1922, 
55, [B], 1103—1112). — The olefine, obtained by the action of heat 
on paraffin chlorinated at 150° (ef. Schaarschmidt and Thiele, 
A.j 1921, i, 1), forms an unstable additive product with nitrogen 
tetroxide which is reduced by zinc dust and ammonia in alcoholic 
solution to a mixture of an oil containing nitrogen, a solid paraffin, 
JRd a solid product, which contains one atom of zinc for every 
wo atoms of nitrogen. Since the heterogeneous nature of the 
nmal material renders the interpretation of the experimental 
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results a matter of great difficulty, the behaviour of cyctohexene 
and cetene under similar conditions has been investigated. The 
crude additive product of cycl ohexene and nitrogen tetroxide i§ 
reduced to a mixture of a liquid, free from zinc, which could not 
be purified satisfactorily, but which appears to have the formula 
C fi H n 0 2 N, and an uncrystallisahlc solid containing nitrogen, 
oxygen, and zinc in the atomic proportion, 2:4:1. It appears 
most probable that, the initial additive product is either a nitro. 
nitrite, “CH(N0 2 )*CH*0*N0, or a nitroso-nitrate, 
-CH(NO)-CH-ON0 2 , 

which undergoes partial hydrolysis and reduction to the oxime 
... 1 ntT /O .N'O’ZnON .Cvn tt ip .1 . 

giving the compound CgHgS HOH<j L ° n8 ' t lls 13 


decomposed by being treated with hydrogen sulphide in glacial 
acetic acid solution, it yields the corresponding hydroxy-oxime 
which resembles closely the zinc-free reduction product. With 
cetene, the results are to some extent similar. The zinc-free liquid 
appears to have the formula C^H^OgN, whereas the solid 
product , yellow crystals, m. p. (indefinite) 90— 93°, has the com- 
position (C 16 H 3 . 2 0 2 X) 2 Zii. If, however, the latter is crystallised 
repeatedly from ether, it yields a substance, C 32 H 6 p0 2 N vZu, m. p. 
gO_gl° j which is converted by hydrogen sulphide in glacial acetic 
acid solution into a yellow, crystalline compound , C 16 Hg|OX. It 
appears, therefore, that, in addition to the hydroxy- oxiuic com- 
pound, an unsaturated oxime is also produced which contains 
the oxime group at the end of the chain. 

Celene^-nitrosite, C 32 H fi4 O fi X 4 , colourless crystals, m. p. 8o 3 , is 
obtained by the gradual admixture of solutions of cetene and 
nitrogen peroxide in light petroleum at — lo° to —8°. 

Similar series of compounds containing aluminium and mercury 
in place of zinc have also been prepared. H. W. 


The Structure of the Benzene Nucleus. I. Intra-nuclear 
Tautomerism. Christopher Kelk Ingold (T., 1922, 121, 


1133—1143), 

The Structure of the Benzene Nucleus. II. Synthetic 
Formation of the Bridged Modification of the Nucleus. 

Christopher Kelk Txgold (T., 1922, 121, 1143 1153). 

The Influence of some Substituents in the Benzene Ring 
on the Mobility of Chlorine in the Side-chain in its Relation 
to the Problem of Substitution in the Benzene Ring. 

S. C. J. Olivier (Rec. t rav . ckim 1922, 41, 301 -311; cf. A., 

1914, ii. 846) —In the reaction between /j-bromobenzeiiesulpnonyi 
chloride and substituted benzenes, the inliucncc of the substituents 
is found to be Me>lI>Br>Cl>N0 2 , and this is, to a great extent, 
confirmed bv the converse reaction— benzene and substitute 
sulphonyl chlorides— the result in the latter case being 
Br>Cl>XO,. Similar results are obtained in the case ot saporiiii- 
cation of benzyl chloride and its ring-substituted derivatives, y 
a large excess of water. The position of the substituents in addition 
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to their nature was examined and the above results amplified as 
follows : p-Me > o-Me > m-Mc > H > p-Cl > o-Cl > m-Cl > m-N0 2 > 
o.X 0 2 >^-NO 2 . Thus, from knowledge of the .substituent and 
its position, the substitution in the ring may be predicted, and 
the theoretical results which would be expected from the order 
triven above are in accordance with those obtained by Holleman 
and his co-workers. J. E. 

The Labile Nature of the Halogen Atom in Organic Com- 
pounds. IV. The Tautomeric Hydrogen Hypothesis, and 
the Removal of the Halogen Atom from Aromatic Nitro- 
compounds. Alexander Killen Macbeth (T., 1922, 121 

mo-1121). 

Physico-chemical Investigation of Tetrahydronaphthalene 
and Decahydronaphthalene. VV. Herz and Paul Schuetan 
(Z. physikal. Chem 1922, 101, 269 — 285). — The authors have 
investigated a number of the physical properties of tetralin (tetra- 
hydronaphthalene) and decalin (decahydronaphthalene). These 
substances are of great use as solvents and are also used as sources 
of heat and power and have a use as lubricants. The substances 
were carefully purified and the following physical constants deter- 
mined: boiling point, tetralin, 207*3 U , decalin, 191*7° ; vapour 
pressure formula, tetralin, log p==— 2681*3/T-fl*75 log T— 
0-0032147 +5*31446 ; decalin, log p— - 2395*2; 7 T -f 1-75 log T— 
0-002709837 7 +4-62719 ; heat of vaporisation, tetralin, 79-32 
cal./gr., decalin, 71-01 cal./gr. ; Trouton constant, tetralin, 21*8, 
decalin, 21*1 ; ebullioscopie constant, tetralin, 5773, decalin, 
6036; specific heat (15— 18% tetralin, 0*403, decalin, 0-395; 
melting point, tetralin, —35*0° ±0-5°, decalin — 124' ±2 5 ; density, 
tetralin, <f*=0*9843 (1—763x10“®/), decalin, ^=0-8975 (1 — 818 X 
10 6 /) ; coefficient of expansion (15 — 25°), tetralin 0-00078, decalin, 
000086 ; critical temperature, tetralin 789 ^ decalin, 724 c ; measure- 
ments of internal friction have been made for both substances 
at 25°, o0°, and 75°, and the surface tension has been measured 
at a series of temperatures; at the boiling point the surface tension 
in dynes/cm. is: tetralin 17*40, decalin 15-71, and the molecular 
surface energy: tetralin 512-9, decalin 505*1. A number of other 
quantities are calculated and an account of some partition experi- 
ments is given. J. y. S. 

Stereoisomeric Derivatives of Stilbene. R. Stoermer and 
H. Oehlekt {Ber. } 1922, 55, [£], 1232 -1243).— The authors 
describe a series of attempts to convert stable into labile stilbene 
derivatives by the action of ultra-violet light. In general, the 
experiments are greatly complicated by the formation of resinous 
products, and the yields are not good. In all the cases investigated 
the melting points of the labile arc lower than those of the corre- 
sponding stable compounds, and the isomerides are not infrequently 
distinguished by marked differences in colour. 

- . 4-Dinitrostilbene, ( 1 HPh!CH*C fi H 3 (X0 2 ) 2 , is converted by 
Lvposure in benzene solution to the rays of a quartz-mercury 
lam P’to the extent of 20% into aIIo-2 : ±-dinilrotfilbene, large, 
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transparent, lemon-yellow crystals, m. p. 127°; the solubility 0 f 
the labile and stable compounds in benzene at 20° is, respectively 
11*79% and 3*7%. 4-Nitro-2-aminostilbene and 2-nitro-4-amino! 
stilbene do not suffer a similar transformation in benzene solution, 
Their acetyl derivatives are likewise unchanged. The attempted 
partial reduction of qUo- 2 : 4-dinitrostilbene by ammonium sulphide 
in the presence of alcohol results partly in the production of stable 
2 : 4-dinitrostilbene and partly in the formation of stable 2-nitro. 
4-aminostilbcne. Stable 2 : 4-dinitrostilbcne, m. p. 140 , is partly 
reduced by phenylhydrazine at 100° to 4-intro -2-aminostiibene, 
but another portion undergoes a remarkable change to a red, 
crystalline variety, m. p. 140° (m. p. when mixed with the yellow 
stable 2 : 4-dinitrostilbene, 140°). Either form, on protracted 
exposure to sunlight, appeal’s to pass into a brown modification, 
m. p, 140°, so that here a remarkable instance of colour trimorphism 
is possibly presented, alto- 2 : 4-Dinitrostilbenc is transformed by- 
bromine into the di bromide of the stable modification. 

The most suitable solvent for the isomerisation of 4-nitrostilbene 
is chloroform, since resinification occurs to only a slight extent, 
although the yields of allo-4 -nitrostilbene, large, brownish-yellow, 
quadratic crystals, m. p. 65°, leave much to be desired. It is 
reduced by ferrous sulphate and ammonia to a\\o -1-amitmtilbene, 
which could be isolated only as a yellowish-red liquid. When 
dissolved in alcohol and treated with hydrochloric acid, it gives 
the hydrochloride of the stable isomeride, m. p. 245°, but by cautious 
acetylation or benzoylation it can be transformed into aUo-4-acef^- 
aminostilbene, yellow crystals, m. p. 134°, and allo-4 -benzoylamino- 
stilbene, broad needles, m. p. Iu4°. 

2-Nitro-4-cyanostilbene is converted to a small extent by exposure 
to ultra-violet light into evanopheny 1 isatogen , m, p. 224° (of. 
Pfeiffer, A., 1916, i, 327). 

2 -Nitrostilbene -4 -carboxylic acid is isomerised to a small extent 
in benzene solution to a\\o-2-nilro$tilbe.neA-carboxylic acid, pale 
yellow, crystalline aggregates, m. p. 158°. The conversion occurs 
to a greater extent with the esters ; 7nethyl aWo- l-nilTOstilbtiiC' 
4 -carboxylate forms coarse, apparently rectangular crystals, m. p. 
91°, whereas the corresponding ethyl ester could only be obtained 
as a liquid which, when hydrolysed, gave a mixture of the stereo- 

isomeric acids. „ a . 

Stable methyl Z-aminostilbeneA-carboxylate, lemon-yellow, flat 
needles, m. p. 130°, is obtained by the reduction of the corresponding 
nitro-ester with ferrous sulphate arid ammonia; the diazoraum 
salt is described. Methyl a I lo-2-« m in osl i Ibe neA-carboxylate , large 
dark yellow or pale brown needles, m. p. 95°, is prepared sum arj 
from the a/Jonitro-ester. ’ 


Dinitrodiphenylamine. R. C. Moran (U.S. Pat. 1401631}. 
Dlnitrodi pheny lamine is prepared by combining a halogenouini ro- 
benzenc with aniline by heating to 90-100° with sodium carbonate 
or sodium hydrogen carbonate in the absence of solvents or a 
water . * Chemical Abstracts. 
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Action of certain Primary Bases on 5-Bromo-l : 2 : 4- 
trinitrobenzene. M. Giua and A. Angeletti (Gazzetta, 1922, 
52, i, 316— 322).— Since 5-bromo-l : 2 : 4 trinitrobenzene contains a 
nitW-group in the 1-position and a labile hydrogen atom (A., 1921, 
i 551), the action on it of bases may give rise to two series of 
compounds : (1) C 6 H 2 Br(N0 2 ) 3 +2NH a R=C § H 2 Br(N0 2 ) 2 *NHR+ 
NH 2 R,HN0 2 (— >R*0H+N 2 +H 2 0), and (2) C 6 H 2 Br(N0 2 ) 3 + 
4NH 4 B=C 6 H 2 (N0 2 )j(NHR) s -f-NH 2 R,HBr+R-OH+N,+H ; ,O. In 

the case of primary aromatic amines, the preceding equations 
become: (la) C 6 H 2 Br(N0 2 ) 3 +3NH 2 R=C 6 H 2 Br(N0 2 ) 2 -NHR+ 
NRiN-NHR + 2H 2 0 and (2a) C 6 H 2 Br(N0 2 ) 3 |- 5NH,R = 

C 6 H 2 (N0 2 ) 2 (NHR) 2 +NR:N-NHR+NH 2 R,HBr+2H 2 0. The re- 
action (1) or (la) has been investigated for a number of bases, and 
reaction (2) for allylamine, 2 mols. of the latter and 1 mol. of the 
bromonitro-compound yielding an oily product difficult to purify. 
The negative grouping of o-bromo-1 :2 : 4-trinitrobenzene causes 
the nitre-group in position 1 to react first, the bromine atom reacting 
only when the base is in excess and the heating prolonged. 

5-Bromo-2 : Ulinitroethylmiiline, C 6 H 2 Br(N0 2 ) 2 \N T HEt, prepared 
by the action of ethylamine, forms small, lustrous, orange-yellow 
prisms, m. p. 105 — 106°, and in alcoholic solution gives a red 
coloration with alkalis. 

2 : k-Dinitro-m-phenylenediallyldiamine, 

c 6 h 2 (N0 2 ) 2 (NH-ch 2 -ch:ch 2 ) 2 , 

crystallises in long, lustrous, pale yellow needles, m. p. 139—140°, 
dissolves in concentrated sulphuric acid with a yellow' coloration, 
and in alcoholic solution gives a brick-yellow coloration with 
alkalis. 

5-Bromo-2 : 4-dinitrodiphcnylamine, prepared from aniline and 
5-bromo-l : 2 : 4-trinitrobenzenc, forms garnet-red prisms, m. p. 
156° (cf. Jackson and Cohoe, A., 1901, i, 585). 

&Bromo-2 : i-dinilrophenyl-m-tolylamine , 


C 6 H 2 Br(N0 2 ) 2 *NH*C 6 H 4 Me, 

obtained by the action of wi-toluidine, crystallises in red prisms, 
m. p. 152°, and gives a dark red coloration with either alkalis in 
alcoholic solution or concentrated sulphuric acid. 

O’Bromo- 2 : i-dinitrophenyl-p-tolykimi we, prepared from p-toluidine, 
forms pale yellow prisms, m. p. 164—165°, and gives a red color- 
ation with alkalis in alcoholic solution, and a red solution with 
hot concentrated sulphuric acid. 

5-Bromo-2 : i-dinitro-^ -hydroxy diphmylamin^, 
C 6 H 2 Br(N0 2 ) 2 ‘KH-C 6 H 4 -OH, 

prepared from o-aminophenol, forms red prisms, m. p. 203—204°, 
dissolves in hot, concentrated sulphuric acid giving an intense blue 
soution, and in alcoholic solution yields a dark red coloration with 
alkalis. 


5-Bromo-2 : i-dinitro-3 f - hydroxydiphmyla m i n e , C 12 H 8 0 5 N 3 Br, pre- 
nl® ,. om m ‘^ m ffiophenol, crystallises in red prisms, m. p. 173— 
4 , dissolves in hot, concentrated sulphuric acid to a deep, reddish- 
rown solution, and in alcoholic solution gives a dark red coloration 
with potassium hydroxide. 
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5-Bromo- 2 : A-dinitroA'-hydroxydiphenylamine, prepared from 
aminophenol, forms . garnet-red prisms, m. p. 215 — 216°, gives a 
brownish -red solution in hot, concentrated sulphuric acid, and in 
alcoholic solution yields a dark red coloration with alkali. 

5-Bromo - 2 : 4i-dinitrodiphenylamine-2’ -carboxylic acid , 
C 6 H2Br(N0 2 ) 2 *NH*C 6 H 4 *C0 2 H, 

prepared from anthranilic acid, crystallises in garnet-yellow prisms 
m. p. 274 — 276°, forms a yellow solution in hot, concentrated 
sulphuric acid, and in alcoholic solution gives a reddish-brown 
coloration with excess of alkali. 

5-Bromo-2 : 4i-dinitrodiphmylamine-3 f -carboxylic acid, prepared 
from m-aminobenzoic acid, forms reddish -yellow needles, m. p 
245°, and gives a red coloration with alkali in excess. 

5-Bromo- 2 : A-dinitrod iphe nylamine A' -carboxylic acid , prepared 
from p-aminobenzoic acid, crystallises in lustrous, reddish-yellow 
prisms, m. p. 247°, and w ith excess of alkali yields an intense, dart 
red coloration. 

5-Bromo-2 : A-dinitro-l' -acetyld i phenyla m ine, 
C 6 H 2 Br(N0 2 ) 3 *NH , C 6 H 4 Ac, 

prepared from p-aminoacetophenone, forms orange-yellow prisms 
m. p. 167—168°, dissolves in cold concentrated sulphuric acid to 
a red solution, and in alcoholic solution gives a dark red coloration 
with alkalis. T. H. P. 

The Dihydronaphthalene Series. III. The Oxidation and 
Bromination of 5 : 8-Dihydro-a-naphthylamine. Frederick 
Maurice Rowe and John Stanley Herbert Davies (T., 1922, 
121, 1000—1007). 

Preparation of Amino-phenols or Aromatic Amino-acids. 

William Lewcock, William Gordon Adam, Norman Edward 
Siderfin, and William Lyle Galbraith (Brit. Pat. 179753). — 
Amino-phenols or aromatic amino-acids may be obtained in good 
yield by the reduction of nitro- or azo-phenols or aromatic acids, 
with hydrogen sulphide in presence of an alkali carbonate, at 
about 100°. The compound to he reduced may be dissolved wholly 
or in part in a solution of the alkali carbonate, or the latter may 
be added to an already prepared solution of the alkali phenoxide, 
or salt. The hydrogen sulphide need not be pure but may, for 
example, be employed in the form of the waste gases from the 
ammonia scrubbers of gas-works, containing only about 15% of 
hydrogen sulphide together with a large proportion of carbon 
dioxide. G. F. M. 

Preparations in the Naphthalene Series. R. Scholl 
[with Christian Seer and Richard Weitzenbock] (Monatsh., 
1921, 42, 405—409). — 5-Iodo-\-ni(romphthalene was prepared by 
the action of potassium iodide on a solution of 5 -nilronaphthaJene- 
diazonium chloride ; it forms line, straw-yellow needles, m. p. 164 . 
When reduced with tin and hydrochloric acid, it gives 5 -iodo-*- 
naphthykminc, colourless leaflets, m. p. 75 — 75*5°. The sulphate 
forms fine needles, becoming red in the air and decomposing at 
205 — 215°. The hydrochloride, forms line needles becoming blue 
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on exposure to light. 5-Iodo-a-naphthol was obtained by boiling a 
20% sulphuric acid solution of 5-iodo-l-diazonaphthaIene; it is 
volatile in steam and crystallises from hot water in fine,’ white 
needles, m. p. 131—132®. The yield of iodonaphthol was small, 
the principal product being a resin from which a substance, dark 
red needles, m. p. 22S 245°, was obtained, probably a di-iodo- 
azonaphthol. By methylation of 5-iodo-l-naphthol with methyl- 
sulphate in alkaline solution, ty-iodo-x-naphthyl methyl ethev was 
obtained, as needles, m. p. 78-79°. By heating 5-iodo-l-mtro- 
naphthalcne with copper powder, 5 : o'-dinilro-l : V -dinaphthyl was 
obtained, bright brown leaflets, m. p. 228— 228 -o 0 . 

1 : $-Dibromo-2 : 1-dihydroxynapk/halene was obtained by bromin- 
ating 2 : 7-dihydroxynaphthalcne in cold acetic acid ; it forms 
aggregates of white needles, m. p. 156 — 158°, decomposition starting 
at 130°. Its dibenzoyl derivative forms white needles from acetic 
acid, m. p. 209°. 

[With Arthur Ertl.]— 5-Nitro-a-naphthonitrile, previously pre- 
pared by nitrating a-naphthonitrilc, was obtained by the action 
of potassium cuprocyanide on 5-nitro- 1 -diazonaphthalerie. 5-Nitro- 
1 -diazonaph thaleiicimide was also obtained in a new way from 
o-nitro-l-diazonaphthalenc and hydroxylamine or potassium hydr- 
oxylamine sulphonate. I he sodium salt of normal o-nitronapli- 
thalene-l -diazonium hydroxide begins to decompose below 100° 
and couples with (5-naphthol in alkaline solution. The sodium salt 
of tso-a-nitronaphthalene- 1 -diazonium hydroxide does not couple 
with alkaline (3-naphthol ; it forms long, dark yellow needles, 
decomposing at about 165°. j; jj 


The Configuration of Ring Systems in Space. H. G. Derx 
{Rm. trav . chirn.y 1922, 41, 312—342; cf. Boeseken, A., 1921. 
i, 843).— In applying the boric acid method in order to determine 
the space configuration of the cycfohexanc-l : 2-diols, no positive 
result was obtained (Boeseken and vail Giffen, A., 1920, ii, 219) 
and a further investigation, including also 1 : 2-diols derived from 
tetrahydronaphthalene and from cye/oheptane, is here reported, 
the results obtained indicate that homoeyelic rings containing more 
than five carbon atoms exist, not in one plane, but in three dimen- 
sions. Of these diols, the isomeride having the lower melting 

point yields with acetone a condensation product, C 7 H 10 <^>CMeo, 

shoeing it to possess the configura t ion ; this is confirmed in the 

case of the cyctohexanediols by the existence of the tram - isomeride 
° ptlCa ! y actlve forms ' The two cyc/oheptane-l : 2-diols 
ST ^ndcnsation products with acetone (cf. Boeseken and 
snlnt;™ A ■ . 6 1 63) ; a . nd hoth arcane the conductivity of 

betl tl ? OC aCld ’ the incrcasp iri th « ca * c the c/s- isomeride 
tKA» A meS f great as in that of thc ^-isomeride. 
exist A aws t t ie conclusion that annular tension does not 
of 1 L A Carb ° n further - that 1,1 all determinations 

* n the CaS ° 0f rh 'Z *> the three-dimensional 
ture should be taken into account. H. J. E 

aa2 
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Catalytic Action of Benzyl Alcohol. J. Jacobson (Contyt 
rend. Soc. Biol , 1921, 85, 299—300; from Chem. Zentr 1921 * 
iii, 1463). — Bbnzyl alcohol diminishes the reducing action 0 f 
Fchling’s solution and interferes with the starch-iodide reaction 

G. W. R, 

[Preparation of] Dihydroxyphenylmethylaminoethanol 
Hydrochloride. W. N. Nagai (U.S. Pat. 1399144).— Diacety]. 
protocatechualdehyde is condensed with nitromethane in slightly 
alkaline solution, the product being then reduced with zinc and 
acetic acid in the presence of formaldehyde, and hydrochloric acid 
added. The substance is crystalline and has hemostatic properties. 

Chemical Abstracts. 

Xanthosterol. H. Dietekle (Arch. Pharrn 1922, 259, 244— 
245). — Xanthosterol, isolated from the bark of Xanthoxybn 
Budrunga is not considered to be identical with lupeol isolated by 
Goodson (A., 1921, i, 488) from X. macrophyllum , as, although the 
m. p. of xanthosterol, its benzoate, and monobromide lie in each 
case just below those of lupeol and its corresponding derivatives, 
xanthosterol cannot be regarded as an impure lupeol, since the 
mixed melting points do not lie between the melting points of the 
xanthosterol and lupeol derivatives, but a depression of the in. p. 
is observed in each case. G. F. M. 

Japanese Bird-lime. II. Hidekichi Yanagisawa and 
Norikazu Takashima ( J . Pharm. Soc. Japan , 1922, 179—181); 
cf. A., 1921, i, 760). — To the product of the saponification of bird- 
lime prepared from Trochodendron aralioides with alcoholic potash 
were added first dilute alcohol and then water, by which caoutchouc, 
trochol (C 26 H 44 0 2 ,|C 2 H 6 0,JH 2 0), and a small quantity of phyto- 
sterol were separated. To the alkaline mother-liquor, a calcium salt 
was added and the result ing precipitate extracted with ether. From 
the ether-soluble portion, oleic acid, a semi-liquid' acid of unknown 
nature, resins, trochol, and a phytosterol-like substance were 
isolated. The latter forms white needles, m. p. 145 — 155°, and 
yields two acetates, of which the one, C 26 H 43 OAc, crystallises in white 
needles, m. p. 190°, and gives on hydrolysis Irochophytosterol, 
C 26 H 43 -OH, m. p. 172 — 175°; the other forms white needles, m. p. 
155 — 158°. The salt insoluble in ether was decomposed with hydro- 
chloric acid and the liberated acids were converted into their ethyl 
esters ; these proved to be palmitic ester with a small quantity of 
cerotic ester. By washing the crude ester with sodium carbonate 
solution, a new acid, trochic acid , C 31 H 50 O-, was isolated, as a 
white powder, m. p. 225°; it exists in the bird-lime in the free 
state. By treatment with acetic anhydride, it gives a substance of 
m. p. 185—190°. K * K - 

Composition of Bird-lime. II. Yushichi Nishizawa (J- 
Chcm. Soc. Japan , 1922, 43, 154—172; cf. Yanagisawa, A., 1921, 
i, 760). — Two alcohols were isolated by saponification of khd-hfl^ 
The more fusible alcohol, C^H^O, forms lustrous scales, m. p. » 
b. p. 250— 25570-2 mm., M+75'77 0 , in a mixture of chloroform 
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and alcohol; the acetate forms colourless scales, m. p. 212°. By 
oxidation with chromic acid, it gives a crystalline solid, 
in. p- 162°, b.*p. 27070’2 mm. (approx.); it yields an oxime , 
C H 48 0:N0H, crystallising in needles, m. p. 253°. 

3 The alcohols obtained from bird-lime (d 0*97—0*98) prepared 
from Trochodendron aralioides were separated as their acetates y of 
which one forms rhombic crystals, m. p. 217°, whilst the other 
crystallises in needles, m. p. 190°. When hydrolysed, the former 
gave a dihydric alcohol, trochodiol , C 29 H 50 O 2 , crystallising with EtOH 
from alcohol, rhombic prisms, m. p. 252°, [*13+20*3°, in a mixture 
of chloroform and alcohol, whilst the latter acetate yields a mono- 
hydric alcohol , forming needles, m. p. 210°. Trochodiyl phmylcarb- 
amte , CggH^'O'CO’NHPh, crystallises in rhombic prisms, m. p. 
165°. “ K. K. 

Rupture of Bridge Linkings. Carl Wahl ( Ber ., 1922, 55, 
[B], 1449 — 1457). — Although little systematic work has been done 
on the subject, the bridge linkings in the ether groups, :C*OCi 
and iOS-Ci , are generally regarded as very stable. The unstabilising 
effect of phenyl and acetyl or benzoyl groups on the sulphur bridge 
is now demonstrated. 

Benzyl acetonyl sulphide, CH 2 Ph*S*CH 2 *COMe, a colourless liquid, 
b. p. 155— 156°/17 mm., is prepared in good yield by the action 
of sodium benzyl mercaptan on chioroacctone in the presence of 
alcohol, anhydrous ether, or benzene, and is conveniently purified 
through the sodium hydrogen sulphite compound. It is oxidised 
with violence by nitric acid to benzaldehyde and sulphuric acid, a 
similar change being effected by permanganate and glacial acetic 
acid, or, less readily, by hydrogen peroxide. It is converted by 
sodium and alcohol into sodium sulphide, and is reduced by sodium 
in the presence of moist ether or by zinc dust and acetic acid to 
benzyl mercaptan. An alcoholic solution of the sulphide yields 
ammonium chloride and benzyl mercaptan when treated with 
hydroxylamine hydrochloride, but if the effect of the hydrochloric 
acid is avoided by the addition of sodium acetate, an oxime appears 
to he formed. It readily adds two atomic proportions of bromine 
without evolution of hydrogen bromide. It gives a colourless, 
crystalline, additive compound with mercuric chloride. When 
dissolved in cold glacial acetic acid and treated cautiously with 
hydrogen peroxide (30%), it yields ben zj/laccfonykul phoxide, 
colourless, lustrous leaflets, m. p. 125°, which is very sensitive 
towards rise in temperature. The unrestrained action of hydrogen 
peroxide and glacial acetic acid on the sulphide proceeds vigorously 
and leads to the formation of dibcnzyldisul phoxide, 
CH 2 Ph\SO*SO*CH 2 Ph , 

m. p. 108°. The sulphide yields a s emicarbazone, in. p. 123°, and a 
phnylkydrazonc , colourless needles, m. p. 155°, which could not be 
converted into an indole derivative by anhydrous zinc chloride. 

phenacyl sulphide , CH 2 Ph‘S-CHX'OPh, is prepared in 
j^/o yield by the addition of solid phcnacyl bromide to sodium 
e nzyl sulphide in the presence of absolute alcohol. It crystallises 
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in colourless needles which generally melt sharply at 89°, but 
appears to contain a small proportion of bromine-free impurities 
which cannot be removed. It gives an additive compound with 
mercuric chloride. Its behaviour towards oxidising agents i§ 
similar to that of benzyl acetonyl sulphide, but it is somewhat less 
sensitive. It gives a pkenylhydrazone, needles, m. p. 80‘5°. Benzyl, 
pkenacylsulpkoxide crystallises in colourless leaflets, m. p. 133 3 . 

The sulphides can be converted into sulphones by potassium 
permanganate and acetic acid if care is taken to avoid the use of 
an excess of the latter; the yields are satisfactory. Benzylaceionyl. 
sulphone, CH 2 Ph’S0 2 ’CH 2 -C0Me, crystallises in colourless needles, 
m. p. 89°, whereas benzylphenacylsulphone , CH 2 Ph*SO 2 *CH 2 , C0Ph, 
forms colourless, lustrous leaflets, m. p. 113°, The sulphones are 
transformed by prolonged treatment with boiling alcoholic potassium 
hydroxide solution (20%) into benzoic or acetic acid and benzyl, 
methylsulphonc, m. p. 127°. Benzylacctonylsulphone gives a 
pkenylhydrazone, CH 2 Ph*S0 2 *CH 2 *CMe*N*NHPh, needles, m. p. 121°; 
a semico rbazone, colourless leaflets, m. p. 189°, and an oxime , colour- 
less needles, m. p. 151°. The pkenylhydrazone, slender needles, 
m. p. 151 '5°, and oxime , colourless needles, m. p. 163°, of benzyl 
phenacyl sulphone are described. H. W. 

y-Diallylaminopropyl p-Aminobenzoate. 0. Kamm and 
E. H. Volwiler (U.S. Pat. 1388573).- — Diallylamino-esters of 
aromatic acids containing a benzene nucleus are. prepared by 
dissolving benzyl chloride or a substituted benzyl chloride in benzene, 
heating for an hour in a reflux apparatus with a diallylamino- 
alcohol, and then treating the reaction mixture with dilute acid 
to dissolve basic compounds, and making the aqueous layer alkaline 
with sodium hydroxide. The ester can be extracted and dissolved 
in hydrochloric acid. y-Diallylaminopropyl p-aminobenzoate hydro- 
chloride has local anaesthetic properties, and has m. p. 138°; 
(3-diallylaminopropyl p-aminobenzoate hydrochloride has m. p. 
153 i0p° Chemical Abstracts. 

Some Dialkylated Benzyl Cyanides [Phenylacetonitriles] 
and the Corresponding Alcohols, Amides, Amines, and Acids, 

Joseph Blo’ndeau (Compt. rend., 1922, 174, 1424 1426).— 
Phenyl dialkylacetonit riles of the type CPhRR *CN were prepared 
by the method of Bodroux and Taboury by the action of sodamide 
and the alkyl iodide, a- Phenyl- -x-metkylbutyronitrile, CMehlrh’OA, 
b. p. 119—120 o /15 mm. and 239°, and x-phcnyU-benzylbutyro- 
nitrile, CH 2 Ph-CEtPh-CN, b. p. 201°/17 mm., have been prepared. 
These nitriles on hydrolysis gave first the amides and then >e 
acids, of which ct-phenyl-z-rmthylbuiyramide, m. p. 74°, and a -pheny- 
a -benzylbutyramidc, ra. p. 119°; y.- phenyl- a - methylbutyric CfCt , 

m. p. 60°, and its methyl ester, b. p. 12071 G mm., and ethyl ester, 
b. p. 124-— 125°/14 mm., and z-phenyl-z-benzylbutyric, acid , m. p. 
140°, and its methyl ester, m. p. 61°, b. p. 196 197 /1G ™ m '* 
been prepared. The amides on reduction with sodium and a so _ 
alcohol gave the corresponding alcohols with a certain amoun 
the corresponding amines. The following are described . p-p 9 
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h-ethylbufanol, b. p. 136 — 137° /1 3 mm., and 260 — 261°, giving a 
benzoyl derivative, b. p. 210°/18 mm., and a phenylurethane , m. p. 
70° ' p-phenyLfi-methylbiUartol, b. p. 138°/23 mm., and 246°, giving 
a benzoyl derivative, b. p. 202— 204°/12 mm., m. p. 46°, and a 
phenylurethane; $-phenyl-$-benzylbuta7wl, b. p. 11°/17 mm., giving 
a benzoyl derivative, and a phenylurethane, m. p, 117°; $-phenyl- 
a.etkylbuty famine, b. p. 137 — 139°/23 mm., and its hydrochloride; 
ophenyip-methylbutylamim, b. p. 112 — 113°/11 mm., and its 
hydrochloride; $-phenyl-$-benzylbuty famine, b. p. 193°/10 mm,, and 
its hydrochloride. W. G. 

Synthesis of A T -Alkylideneamino-acids and their Conver- 
sion into jV-Alkylamino-acids by Hydrogenation. Helmutii 
Scheibler and Paul Baumgarten {Her., 1922, 55, \B], 1358— 
1379 ) — Somewhat unexpectedly, it has been observed that the 
condensation of aldehydes with ethyl aminoacetate does not in 
all cases lead to the production of alkylideneaminoacetic esters 
in even moderate yield. A more successful synthesis depends on 
the condensation of the sodium hydrogen sulphite compounds 
of the requisite aldehyde or ketone with ethyl aminoacetate in 
accordance with the scheme CHR(0*S0 2 Na)*0H-|-NH 2 -CH 2 *CO 2 Et— 
CHRiO’SO^aj^H'CHg’COaKt-f-HjjO. The product is subse- 
quently treated with potassium cyanide, giving the eyano-ester, 
S0 2 Na-0‘CHR-NH*CH 2 ;C0 2 Et i-KCN=CN«CHR*NH-CH 2 -C0 2 Et + 
KNaS0 3 . The latter is transformed by a molecular proportion 
of alkali hydroxide and alkali cthoxide in absolute ethyl-alcoholic 
solution into the alkali salt of the alkylideneamino-acid, from 
which, by hydrogenation, the alkylamino-acid is prepared. It 
is remarkable that the cyano-csters give the alkylideneamino-aeids 
when acted on by a single equivalent of potassium hydroxide in 
absolute ethyl-alcoholic solution ; the reaction probably occurs 
in accordance with the scheme CX*CHR # NH*CH 2 , C0 2 Et-|-K0H = 

Kt0H+CSr-CHR-NH-CH 2 -CO 2 K — >• KC'N+NH<j;{1'|‘ ( ^>0 -> 

R'CHIN'CHg'COgH. The sodium salts of the alkylideneamino- 
acetic acids are transformed by acetic anhydride or acetyl chloride 
into A- acetyl compounds, the reaction being expressed by the 

scheme CHR:N-CH 2 -C0 2 -Na + Ac 2 0 = CHR:NAc<i^i>CO + 
AcONa. 

Benz aldehyde reacts energetically with ethyl aminoacetate but 
the direct isolation of the product of the reaction was not practic- 
able. Reduction of the crude substance with aluminium amalgam 
m moist ethereal solution or with sodium and alcohol leads to the 
production of ethyl benzyl and noacetate, b. p. 17.5 — 179°/50 mm., 
the identity of which is confirmed by its conversion into benzyl- 
glycine hydrochloride, m. p. 214 — 2i6° (eorr., dccomp.). Simul- 
taneous reduction and acetylation is effected by alternate addition 
of sodium amalgam and acetic anhydride to an aqueous suspension 
of the crude product whereby N -acftyl-X-benzylglycine, 
CH 2 Ph*NAc'GH 2 *C0 2 H, 
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colourless aggregates of needles, m. p. 126*5° (corr.), is produced 
(See also below.) As judged from the quantity of the reduced ester 
obtained, the yield of condensation product does not exceed 19% 
that theoretically possible. The condensation of piperonal with ethyl- 
aminoacetate follows a similar course ; the crude product is trans- 
formed by successive reduction and treatment with hydrochloric acid 
into piperonylglycine hydrochloride , small, colourless leaflets, m. p. 224° 

A suspension of benzaldehyde sodium hydrogen sulphite in water 
is treated with ethyl aminoacetate at 0° and a concentrated aqueous 
solution of potassium cyanide is subsequently added ; ethyl cyano- 
benzylaminoacetate , CN , CHPh , NH*CH2*C0 2 Et, separates as a pale 
yellow liquid which cannot be distilled without decomposition 
even under diminished pressure, and is identified as the hydro- 
chloride, m. p. 83*5° (corr., dccomp.). [Stadnikof (A., 1909, i, 106) 
gives m. p. 82°.] The yield is 97% of that theoretically possible. 
The nitrile ester is converted by cold, concentrated sulphuric acid 
into the amido-ester, iSH 2 *C0 , CHPh*NH , CH 2 ‘C0 2 Et, colourless, 
lustrous needles, m. p. 135°. The latter is hydrolysed completely 
with evolution of ammonia by sodium hydroxide, but only the 
ester group is affected by treatment with a hot aqueous suspension 
of freshly precipitated copper hydroxide which forms the copper 
salt, (NH 2 -C0-0HPh-NH-CH 2 -C0*0) 2 Cu, sky-blue, anhydrous 
crystals. Benzylideneglycine , CHPh!N*CH 2 *C0 2 H, is obtained by 
the action of sodium hydroxide or preferably potassium hydroxide 
on the cyano-ester in absolute ethyl-alcoholic solution, but the 
brown, viscous syrup which solidifies to a glassy mass cannot 
readily be purified from sodium or potassium cyanide. Sodium 
benzylideneaminoacetate, a colourless, crystalline powder, is prepared 
in quantitative yield by the action of equivalent quantities of 
sodium hydroxide and ethoxide on the cyano-ester; it is some- 
what unstable and is readily hydrolysed by warm water, with 
the production of benzaldehyde. The corresponding silver, copper , 
barium, and calcium salts are described. IS-Acetyl-N-benzylidene- 

betaine , CHPhINAc<^Qj>CO, colourless, lustrous needles, has 

m. p. 103 — 104°; it is hydrolysed by boiling water to benzalde- 
hyde and aceturic acid, m. p. 206°. iV^Benzylideneglycine is 
reduced by sodium and boiling ethyl alcohol to N-benzylglyciu 
hydrochloride, m. p. 214 — 216° (corr.), whereas its sodium salt is 
transformed by sodium amalgam and acetic anhydride into A 7 - acetyl- 
A 7 -benzylglycine, m. p. 126*5° (corr.) (see above). 

Ethyl N-x-cyanopiperonylaminoaceUxte, 

CHgOjsICeHg-CHfCNJ'NH-CI^-COaEt, 
is a viscous, yellow’ liquid which is characterised as the hydro- 
chloride, a colourless, crystalline powder, m. p. 150 — 152° (corr.) 
after incipient decomposition at about 115° in a sealed capillary. 
Its conversion into 3 : A-methyleyiedioxybenzylideneglycine, a pale 
brown, viscous syrup which solidifies to a glassy mass, and sodium 
piperonylidenmminoacetate and the reduction of the latter o 
N -piperonylglycine hydrochloride , small, colourless needles, m. p- 
224° (corr., decomp.), are described. 
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A similar series of changes starting from acetone sodium bisul- 
phite leads to the production of ethyl N - x-cyanohopropylamino- 
aeetate, CN’CM^'NH'CB^’COjiEt, an almost colourless liquid 
[hydrochloride, small, colourless crystals, m. p. 87° (corr.) in a sealed 
capillary], of sodium N-isopropylideneaminoacetate, 
CMe ? :N-CH a ’C0 2 Na, 

a colourless, finely crystalline, very hygroscopic powder, and of 
X- isop ropylg lycine hydrochloride , colourless, lustrous, hygroscopic 
crystals, m. p. 203—204*5° (corr.) after previous softening, from 
which iso propylglycine, hard irregularly-shaped crystals, m. p. 
192—193° (corr., decomp.), is prepared by the action of moist silver 
oxide. H. W. 

3-Hydroxy-o-toluic Acid. Yasuhiko Asahina and Yoshio 
Kondo (J. Pharm. Soc. Japan, 1922, 264— 271).— 3-Hydroxy- 
o-toluic acid was obtained by the fusion of hydrangenol and 
phyllodulcin with potassium hydroxide, and was also prepared 
from 4-bromo-o-toluic acid by Jacobsen’s method. Finally, 
3-nitro-o-toluic acid, m. p. 151 — 152°, was reduced to the corre- 
sponding amino-acid, m. p. 125 — 126°, which was diazotised and 
boiled with dilute hydrochloric acid, when 3-hydroxy-o-toluic 
acid, m. p. 169 — 170°, was formed, and proved to be identical 
with that from hydrangenol and phyllodulcin. This process is 
somewhat tedious, and gives a smaller yield than that obtained 
by Jacobsen’s method. K. K. 

The Catalytic Hydrogenation of Methysticin. H. Goebel 
{Ber. deut. Pharm. Ges., 1922, 32, llo — 124).- — By the catalytic 
hydrogenation of methysticin, 

CH 2 0 2 :C 6 H 3 »CH:CH*CH:CH’C0‘CH 2 *C0 2 Me, 
only the double bond adjacent to the benzene nucleus is eliminated, 
with the formation of dihydromethysticin , m. p. 117 — 118°, which 
on hydrolysis with alcoholic potassium hydroxide gives the corre- 
sponding dikydromethystic acid , yellow needles, m. p. 133—134°. 
The constitution of the latter follows from its conversion, on 
oxidation with alkaline permanganate, into methylenedioxy- 
phenylpropionic acid, m. p. 172°. That the keto-group of methy- 
sticin remains unchanged during the hydrogenation is shown by 
converting dihydromethysticin, which itself, like methysticin, 
gives no semicarbazone, into dihydromethysticole , 

CHjOgX'gHg'CHg'CHg'CHrCH’COMe, 
rrr dihydro me tnys tic acid with 5% hydrochloric acid. 

The ketone boils at 195 — 200°/13 mm., and gives a semicarbazone, 
m. p, 149 150°. Although dihydromethysticin itself could not 
be further hydrogenated, the potassium salt of dihydromethystic 
acid, or of methystic acid, was converted into tetrahydromethystic 
Mid by hydrogen and a palladium catalyst. This substance forms 
Jteneedles, m. p. 137 — 138°, and was converted by boiling with 
/o hydrochloric acid into tetrahydromethysticole, an oily liquid, 
'210°/13 mm., forming a semicarbazone, m. p. 164 — 
tat i hydrogenation of the potassium salt of methystic acid 
aKes place in two stages, and by using an old partly poisoned 

a a* 
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catalyst the intermediate dihydromethystic acid was isolated, ft 
formed fine needles, m. p. 140 — 141°, and, as on oxidation it g aTe 
piperonal and piperonic acid, it is evident that in this case it j s 
the double bond of methysticin farthest removed from the benzene 
nucleus that has been eliminated by the hydrogenation. On boiling 
with 15% hydrochloric acid, dikydromdkysticole , b. p. 140 — 150°/1q 
mm., was obtained. Its semicarbazone melts at 160 — 161°. 

G. F. M. 

The Aldehydosalicylic Acids and their Derivatives. 

Edward Johnson Wayne and Julius Berend Cohen (T., 192^ 
121, 1022—1029). 

The Formation of Cyclic Compounds from Hydroaromatic 
Dicarboxylic Acids. A. Windaus and W. Huckel (Nachr. 
Ges. Wiss. Gottingen, Math.-physilc. Klasse , 1920, 11, [ii] r lgp_ 
187). — Baeyer’s strain theory explains the well-known stability 
of alicyclic compounds with five and six atoms in the ring, 
especially noticeable with dicarboxylic acids heated at 300' 
with acetic anhydride. In this paper, the reaction is applied 
to hydroaromatic dicarboxylic acids, with the view of determining 
their constitution and the applicability of Baeyer’s theory, cw- 
and trans-cycloHexme-l : 2-dicarboxylic acid gave two different 
inner anhydrides, the trans changing to the cis form at higher 
temperatures. Homophthalie acid prepared by the oxidation of 
indene with potassium permanganate (Heuslcr and Schieffer, A., 
1899, i, 365) forms white crystals, m. p. 178°, and may be catalytic- 
ally reduced to trans - 2 - c# rbory eye \ohem tie - 1 - acetic acid , clustered 
prisms from water, m. p. 146° ( dianilide , fine needles, m. p. 252°). 
By heating with acetic anhydride at 240° and distilling at 25 mm., 
a crystalline distillate was obtained of which the portion soluble 
in light petroleum gave an anhydride, m. p. 38° ; on recrystallis- 
ation from water, probably c\s-'2-carboxyeye\ohexane- 1 -acetic acid, 
m. p. 128 — 129°, was obtained. The latter, therefore, behaves 
towards Blanc's reaction like an acid of the glutaric series. 
o-Carboxy-^-phenylpropionic acid, obtained by the oxidation of 
A^di hydronaphthalene with potassium permanganate (Straus and 
Lemmel, A., 1913, i, 256), on catalytic hydrogenation gave an 
acid. m. p. 103° (dianilide, lustrous leaves, m. p. 159°), which, when 
slowly heated, gave probably lrans-2 -ca rboxyeyeXohexam - 1 -pro- 
pionic acid , m. p. 143° (dianilide, m. p. 205 — 206°). When heated 
with acetic anhydride, the acid, in. p. 103°, gave a distillate which, 
when treated with ether and sodium carbonate, yielded kexahydro • 
a-hydrindone, b. p. 216°/758 mm., in 55% yield [semicarbazone, 
clustered needles from alcohol, m. p. 214 — 215° (decomp.); oxime, 
m. p. 79 — 80°], Thus, ei$-2-earboxycycMiexane-l-propionic acid 
under Blanc's reaction behaves like an acid of the adipic series. 

Chemical Abstracts. 

The Two Isomeric Phthalyl Chlorides. J ulius von £bau>‘ 
and Wilhelm Kaiser (Ber., 1922, 55, [B], 1305 — 1310 ).— The 
physico-chemical investigations of Ott (A., 1912, i, 828) nave 
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enabled satisfactory formulae to be ascribed to the two plithalyl 
chlorides, but, apart from a recent observation by Pfeiffer (this 
vol.j i. 341), scarcely any chemical differences between the two 
isomerides have been noted. The author has therefore examined 
their behaviour towards the salts of dithiocarbamie acid which 
have been shown previously (A., 1904, i, 90) to react readily with 
the normal acid chloride complex in accordance with the equation 

R‘CTO+NR 2 H,IIS-CS*NR 2 -=NR 2 H,HOl+R-CO*S‘CS-\R 2 . The 

intensely coloured dithiourcthanes immediately decompose in the 
case of the chlorides of fatty acids in accordance with the scheme 
R*CO‘S , CS*NR 2 =R*CO‘NR 2 +CS 2 , whereas the aryl compounds 
are rather more stable. s-Phthalyl chloride would therefore be 
expected to give a dark yellow thio-derivative, C 6 H 4 (CO-S‘CS-NR 2 ) 2 , 
which would possess some degree of stability. The behaviour 
of the as -chloride can be predicted with less certainty, but it appears 
most probable that colourless or faintly coloured, very unstable 

substances of the type C 8 H 4 < [iy _t^>0 would be initially 
formed which would decompose primarily into unsymmetrical 
phthalamides, C 6 H 4 < C£,q ^^*0, from which the symmetrical 

derivatives would immediately be obtained. The predictions are 
completely fulfilled by experiment. 

The cautious addition of s-phthalyl chloride to an icc-cold mixture 
of piperidine, water, and carbon disulphide causes the separation 
of C 6 H 4 (CO-S*CS-C 5 NH 10 ) 2 , a 

brilliant yellow powder, m. p. 123°, which is converted slowly in 
the cold, but rapidly on warming into carbon disulphide "and 
pktMjf-m^ipiperidide, C 6 H 4 (CO*C 6 XH 10 ) 2 , m. p. 52 -54°, which 
is identical with the product obtained from s-phthalyl chloride 
and piperidine by the Sch ot ten -Baumann reaction. When «$- 
plithalyl chloride is treated in a similar manner, a very faint 
) el low coloration is developed; the products of the change are 
piperidine hydrochloride and plithalyl -AA '-dipiperididc. Exactly 
analogous observations are made when piperidine is replaced 
by chmetMamine. The symmetrical chloride gives X -dimethyl- 
*-pMmyldithiourethane, a yellow powder, m. p. 107°, which is 
r< ^ , 1 f converted into carbon disulphide and NN '-Irframethyl- 
colourless crystals, m. p. 121-122°. 

\ S^'Phthalyl chloride only a very pale yellow colour is developed 
am the products of the action are dimethvlamiiie hydrochloride 

and tetramethylphthalamide. * " H. W. 

Tw?^° r °j T? n< ? Br omo-derivatives of Phenolphthalein. A. 

iHiELand Fr Mueler (Ber. y 1922, 55, [£], 1312-1321; ef. Thiel, 
influx- ’ ll ; authors have commenced a study of the 

behavin, ° S 7^ ematic halogcnation of phenolphthalein on its 
su u + r aS ln ^^ ca ^ or ' The present communication deals with 
usual S C ? r ! tainin g chlorine or bromine in the side nuclei. The 
of nb+>t Q i; 10Ci i V le Preparation of phenolphthaleins (condensation 
c an hydride with phenols in the presence 1 of a suitable 

a a* 2 
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agent) cannot be utilised in these cases, since it is too largely 
dependent on unknown and at present uncontrollable factors, 
and, further, can only lead usefully to symmetrical derivatives. The 
general method consists in condensing 4 -hydroxybenzoylbenzoic 
acid or a halogenated derivative of it with phenol or a halogenated 
phenol in the presence of stannic chloride. 4 -Hydroxybenzoyl. 
benzoic acid is prepared conveniently from phenolphthaleinoxim^ 
which is smoothly hydrolysed by dilute sulphuric acid into the 
ketonic acid and p-aminophenol. Application of the reaction to 
unsymmetrically substituted halogenated phenolphthaleins shows 
that the oxime nitrogen in the form of the amino -group is eliminated 
in combination with the nucleus which is free from or contains least 


halogen. 

The full description of the behaviour of halogenated phenol- 
phthaleins as indicators is recorded elsewhere. It may, however, 
be noted that the tinctorial power diminishes regularly with increas- 
ing halogen content to such an extent that the maximal coloration 
produced in aqueous solution at the atmospheric temperature 
by a tetrahalogenated compound is only one-hundredth of that 
produced by phenolphthalein. The tint developed in alkaline 
solution is not appreciably affected as long as one side nucleus 
remains unsubstituted, but becomes violet and finally bluish-violet 
when both rings are substituted. 

The following substances are described : o-3 : 5 -Dichloro- 4 - 
hydroxybenzoylbenzoic acid , colourless crystals, m. p. 241°; o-3' : 5'- 
dibromo A' -hydroxybenzoylbenzoic acid, m. p. 248°; o-Z'-chloroA- 
hydroxybenzoylbenzoic acid , colourless crystals, m. p. 212° ; 3 -chloro- 
phenolphthalein, m. p. 201 ° (the melting points of the phthaleins 
described in this communication are all somewhat indefinite 
owing to decomposition); S' -bromophenolphfkalein, m. p. 118; 
3 ' ; q ( -dichlorophenolphthalcin, a colourless powder, m. p. 220 , 
3 ' : 5'-dibrwnophenolphthalein, a pale yellow, crystalline powder, 
m. p. 238° ; 3 ' : 5' : 3 r, -trichlorophenolphthalein, a colourless sub- 
stance, m. p. 122 ° ; 3 ' : 5' : V'-tribromophe.nolphthalein, a colourless 

compound, m. p. 124°. . 

Chlorination of a suspension of phenolphthalein in glacial acetic 
and fuming hydrochloric acids gives the substance 

9e H i>c('c< CH ‘“ €Cl 2 >CO') , 
io-o^ V CHCl-CClj h 

m. p. 218°, which is reduced by tin and hydrochloric acid to 
3 ' ; 5 ' ; 3 " ; S "-tdrachlorophenolphthalein, m. p. 225°. Its 
stitution follows from the observation that it is converted by me 
oxime fusion into o-3' : 5 '-dichloro 4 '-hydroxybenzoylbenzoic wL 


The Structure of Disalicylaldehyde. Roger Adams, 
Fooler, and C. W. Kreger (J. Amer. Chem. Soc., 1922, 44, ^ 

1133 ).— Disalicylaldehyde is considered to have the 
shown in the formula IV, and may be called 5: 11 • , ' , , ^ 
bisdioxan. The mechanism for tiie formation from sahcyl } 
is considered to be as follows : 
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If this explanation is correct the reason why various acid chlorides 
cause the reaction to take place is clear. A small amount of acid 
chloride reacts first with the hydroxyl of the salicylaldehyde, giving 
hydrochloric acid. This mineral acid then catalyses steps II and 
III. Finally, the remainder of the acid chloride acts as a de- 
hydrating agent and thus gives step IV. In support of this view, 
it is shown that salicylaldehyde is unaffected by cold acetic an' 
hydride even after long standing. If, however, to this mixture is 
added a drop of concentrated sulphuric acid an immediate reaction 
occurs and disalicylaldehyde is at once formed. Other acids may 
be used in place of the sulphuric acid. It should be noted, however, 
that sulphuric acid can bring about the reverse change and if a 
mixture of pure disalicylaldehyde and excess of acetic anhydride 
and one drop of sulphuric acid is left for some time at the ordinary 
temperature crystals of salicylaldehyde triacetate separate. 

Finally, in support of the above view as to the mechanism of 
the conversion of salicylaldehyde into disalicylaldehyde, it is shown 
Cjx that saligenin readily condenses with benzaldehyde 
/\ /\ the presence of a little acid, benzoic acid being 

i . O the best in order to control the reaction. The 
\ /\ /OHPh product is 2-phenyl~l ; 3-bcnzodioxan } m. p. 54° 
0 (annexed formula). When dissolved in acetic 
anhydride and treated with a drop of sulphuric 
acid, this compound decomposes in the same way as disalicylaldehyde 
and gives benzylidene diacctate and saligenin resin. W. G. 


,. Cob * U 1 £ 1 0 , m ?S unds of a -Oximinoketones. G. Ponzio 

(feetfa., 1922, 52, i, 285— 288).— Tschugaev (A., 1907, i, 830; 
1J08, i, oo4 found that treatment of a-benzilmonoxime with a 
cobaltous salt yields the cobaltic compound, Co(ON!CPh*COPM 
and assumed that this property of giving compounds of tervalent 
cobaJt is common to all *-oximmokctones. The author finds that 
to generahsation is not justified, since the action of aqueous 
cotmtous acetate solution on aqueous or alcoholic solutions of the 
RUnTm * S ' RI -C»C(NOH).CO.R* or RH'OCH.’XOH, whore 

COnZ.n^Tu Sen V J u OT PH ’ y i0 ‘ ds Coba . ltoUS "Ot cobaltic 
belnw ar>p *n be c °h a ^ 0lls salts of the a-oximinoketones described 

solvents nnH m ° re °. CS3 soddde ' n raan y of I be ordinary organic 
32? \J“* separate in well-defined crystals of an Abnormal 
(wish-brown colour, forming orange-red powders. They do not 
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respond to the reactions for cobaltous ions and must be regarded 
as highly stable complex salts of the type 


in which the co-ordination number of the cobalt is 4. 

It is therefore evident that Tschugaev’s considerations on tervalent 
cobalt compounds of the a-oximinoketones are valueless. Further, 
as the author has obtained the cobaltous salts of oximinoacetyi! 
acetone and oximinoacetophenonc and has confirmed the existence 
of the cobaltic salt of a-benzilmonoxime, the configurations of the 
oximino-compounds cannot, contrary to Tschugaev’s suggestion, 
be related to their capacity to form metallic salts. Indeed, oximino- 
acetylacetone does not exist in geometrical isomeridcs, whilst 
oximinoacetophenonc has the p- or anti-structure and a-benzil- 
monoxime the syn-form. 

The cobaltous salt of oximinoacetylacdone. , Co(ON!CAc*C()*CH 3 ) 2 , 
crystallises in large, blood-red prisms, m. p. 164°, and dissolves 
easily in the cold in concentrated sulphuric acid and in sodium or 
ammonium hydroxide solutions, giving a dark orange-red coloration. 

Cobaltous oximinobe nzoylaceton e , Co(QN.CAcBz) 2 , forms flattened, 
orange-brown needles, m. p. 220° (decomp.), and dissolves in cold 
concentrated sulphuric acid or sodium or ammonium hydroxide, 


forming yellow solutions. 

Cobaltous oximinoacetophenonc, Co(ON!CHBz) 2 , forms orange- 
brown laminae, begins to change at about 100—120°, and de- 
composes, sometimes violently, at 240 — 244°, with sublimation of 
benzoic acid; it dissolves in cold concentrated sulphuric acid to 
an orange-red solution, but is insoluble in sodium or ammonium 


hvdroxide solution. 

Cobaltic x-be nzilmon oxi me, CofON-CPhBz)^ obtained, but not 
described, by Tschugacv {he. cit .)» crystallises in reddish-brown 
prisms and decomposes violently at 195° or sometimes at a some- 
what higher temperature ; it dissolves in cold concentrated sulphuric 
acid to a reddish-brown solution, but is insoluble in potassium or 


ammonium hydroxide solution. 

Cupric ox i mi noace iy lace ton e , Cu(ON!CAe 2 ) 2 , obtained similarly to 
the preceding salts, forms an olive-green powder, decomposes 
violently at about 140°, and dissolves in sodium hydroxide solution, 
giving a greenish-yellow, in ammonia solution a greenish -blue, in 
dilute hydrochloric acid a yellow, and in dilute acetic acid a green, 
coloration. As it gives some of the reactions of cupric ions, it 
must be regarded as a less stable complex salt than the cobaltous 
salts of the a-oximinoketones. T. H. P. 


Two aa^-Substituted Propiophenones and their Products 
of Decomposition by Sodamide. (Mme) Pauline Ramart an 
G. Albesoo ( Compt . rend., 1922, 174, 1289-1291). -Substitute 
ketones of the types CHPh 2 -CR 2 -COPh and CHPhEt<R 2 *C0B 
may be prepared by the condensation of mixed organo-magnesiun 
derivatives with phenyl styryl ketones and alkylation of the resu i * 
ing compounds by means of sodamide. In the alkylation the n s 
alkyl group is introduced easily, but the second only with aifficu )• 
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SjJ-Diphenylpropiophenone gives with sodaraide and methyl 
iodide first p^-diphenyl-a-methylpropiophenone and then pp-rft- 
pk e nyl-(taL4meth.yl'propiophenone i m. p. 90 °. Under similar con- 
ditions, p-phcnyl-p-ethylpropiophenone gives $-phe,nyl-%$-diethyl- 
mopiopkenone, m. p. 68°, and fi-phemjl-xcifi-triethylpropiophejifme, 
U. p. 180°/10 mm. Both these ketones are decomposed by 
sodamide, two reactions occurring to almost equal extent, namely : 
OHPho’CRo’COPh + NH 2 Na OHPh 2 -CR 2 *CO-NH 2 + OH. 

CHPlvOR 2 ‘COPh+NH 2 Na CHPh 2 UHR 2 | C 6 H 5 -CONH 2 . 

Thus |3 (3 - diph enyl- a a - dim e thylpropioph e n on e gave yy -diphenyl- 
^■methylpropane, b. p. 145°/13 mm., benzamide, {3|3-diphenyl- 
ax'diniethylpropionic acid in the form of its amide and some tetra- 
phenylethanc. (3- Phenyl -a«fi-triethylpropiophenone gave h -phenyl - 
y.elhylhexane, CHPhEt*CHEt 2 , b. p. 205° /7 40 mm., benzamide and 
^pkenyl-oLOL^-triethyipropionic acid , m. p. 82°. W. G. 


The Reactivity of Doubly-conjugated Unsaturated Ketones. 
HI. Unsymmetrical Hydroxy- and Methoxy-derivatives, 

Johannes Sybrandt Buck and Isidor Morris Heilbron (T., 
1922, 121, 1095 — 1101). 


o-Quinones and 1 : 2-Diketones. V. Benzils of the Super- 
oxide Type [i/r-Benzils]. A. Schonberg and O. Kraemer (Ber., 
1922, 55, [B], 1174 — 1194).— In general, the benzils are yellow 
substances, but 4 : 4'-diethoxybenzil (Vorlander, A., 1911, i, 865) 
and 2 : 2'-dimethoxybenzil (Irvine, T., 1907, 91, 541) are colour- 
less. Further examination of these and similar substances has 


disclosed the existence of a class of benzils in which the dicarbonyl 

P *C’C*R 

group is present in the peroxide form, rV . These com- 


pounds are colourless, but melt to a yellow liquid and give yellow 
solutions. The phenomenon is reversible since colourless crystals 
are deposited when the yellow solutions are concentrated or cooled. 
It can be explained by the assumption of a reversible transform- 
ation of the peroxide into the ketonic form. The colourless com*- 
pounds are converted by solution in concentrated sulphuric acid 
into intensely coloured derivatives of the ketonic modification. 
The colourless benzils react very slowly with and are sometimes 
almost inactive towards the typical dicarbonyl reagents such as 
o-diainines. In contrast to the coloured benzils which contain 
the dicarbonyl group in the ketonic form, the colourless substances 
are very stable towards hydrogen peroxide in acid solution. 

2 : 2' -Dimethoxy-5 : 5' -dimethylbcvzil, colourless leaflets, in. p. 183°, 
is prepared by the oxidation of a boiling alcoholic solution of the 
corresponding benzoin with Fehling s solution. It is converted by 
phenylhydrazine into the corresponding omzone, C 30 H 30 O 2 X 4 , 
yellow crystals, m, p. 197°. It is not affected by aqueous or ethereal 
ammonia at 200° and does not condense with o-phenylenediamine 
or naphthalene- 1 : 2-diamine. It is converted by a boiling mixture 
of glacial acetic and aqueous hvdrobromic acids (50%) into 2-hydr- 
°xy-2 methoxy-Q : 5'.-dimethylbenzil, prisms, m. p. (indefinite) 113°, 
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which is re -converted into the dimethoxy- compound by treatment 
with methyl sulphate. 

2 : 2'-Dimethoxybenzil, m. p. 130° (cf. Irvine, loc tit.), is similarly 
prepared by the oxidation of 2 : 2'-dimethoxybenzoin with Fehling ! g 
solution. It gives a dioxime , colourless prisms, decomp. 235 c 
(indefinite), and a diphenylosazone , C 28 H 26 0 2 N 4 , yellow prisms 
m. p. 198 — 199°. It is stable towards aqueous ammonia and 
o-diamines. With hydrobromic and acetic acids it yields 2-hydrozy. 
2' -methoxybenzil, colourless, lustrous prisms, m. p. 120°. 

4 : i'-Efiethoxybenzil (cf. Vorlander, loc. tit.) is conveniently p^. 
pared by the action of aluminium chloride on a solution of phenetole 
and oxalyl chloride in carbon disulphide. It is converted by drastic 
treatment with concentrated aqueous ammonia into p-cthoxy. 
benzoic acid and 2:4: o-tri-p-ethoxyphenyloxazole, 

EtO*C 6 H 4 *C 0 

EtO'CgH^C-N-C’CgH^OEt’ 

colourless needles, m. p. 82°. With naphthalene-1 : 2-diamine in 
boiling glacial acetic acid solution it slowly gives 2 : S-di-p-ethoxy. 

phenyl -o$-naphthaqui noxaline (annexed 

formula), needles, m. p. 155°. It is con- 
^ I | verted by a mixture of nitric acid (d 1*48) 
EtOC H •C^ '\/'\/ and sulphuric acid {d 1*70) into 3:3'- 
M I I dinitroA : i'-diethoxybenzil, lustrous, yellow 
J 4 leaflets, m. p. 216°, which is transformed 

by naphthalene- 1 : 2-diamine hydro- 
chloride into 2 : ^-di-m-nitro-p^ethoxyphenyUoL^-naphthaquinoxcdm, 
yellow needles, m. p. 178°. 3 : 3-Dibromo-4 : 4'-diethoxybenzil 
crystallises in pale yellow needles, m. p. 208°. 4 : 4 '-Dikydrozybenzil, 
m. p. 235°, after previous softening (dibenzoate, yellow needles, rap., 
170°) can be obtained only with difficulty and in poor yield by the 
action of hydrobromic acid on 4 : 4' -diethoxy benzil, but is readily 
prepared by the corresponding treatment of 4 : 1'-dimethoxybenzil. 

Ethylbenzene is converted by oxalyl chloride and aluminium 
chloride in the presence of carbon disulphide into p-ethylbenzoic 
dcid instead of the desired 4 : 4'-diethylbenzil. 

Diphenyl ether is transformed by oxalyl chloride into 4 : i’-di- 
phenoxybenzil, pale yellow, silky leaflets, m. p. 116°, in which the 
position of the phenoxyl groups is established by its oxidative 
hydrolysis by hydrogen peroxide to p-pkenoxy benzoic acid, m. p. 
159°. With o-tolylenediamine hydrochloride, the benzil yields 
2 : 3-di-p-phenoxyphenyL6-methylquinoxaline, yellow aggregates of 
prisms, m. p. 149°, whilst with naphthalene- 1 : 2-diamine hydro- 
chloride it gives 2 : 'S-di-p-phenoxypkenyVzfi-naphthaquinomlm, 
yellow crystals, m. p. 157°. 

Oxalyl chloride and 3 : o-dimethoxytoluene give Q-methoxy- 


Me 


MeO*l 


A-methyl-2 : 3 -diketocoiimaran (annexed formula), 
lustrous, yellow crystals, m, p. 165°; the. same 
CO compound is obtained by the similar treatment 
of 5-hydroxy-3-methoxytoiuene. 

In contrast to the colourless 2 : 2'-dimethoxy- 
benzil and 2 : 2'-dimethoxy-5 : S'-dimethylbenzil, 
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yellow diketones, 4 : 4'.dimethyl-, 4 : 4'-diraethoxy-, and 
3 . 4 • 3 ' : 4 '-dimethylenedioxy-benzils react readily with naphthalene - 
j • 2 -diamme ' hydrochloride in boiling glacial acetic acid solution, 
riving* respectively, 2 : 3-d£ - p-tolyl-ZL [J -naphikaqui noxalim, needles, 
ijj p 183°, 2 : ^-di-p-tnethoxy phenyl- a.^-naphthaquinoxaline, yellow 
needles, m- p. 161°, and 2 : 3 - di-mp-methylen edioxyphe nyl-xfi-n aph- 
thaquinomUne , yellow crystals, m. p. 205°. 

Piperil is converted by aqueous ammonia at 120° into 2:4: 5-fri- 

slender, colourless needles, in. p. 170—171°. H. W. 


The Phenanthrene Series. XXXIII. Preparation of 
Derivatives of Phenanthraquinone and Phenanthrene from 
2 -Nitrophenanthraquinone. Julius Schmidt and Otto Spoun 
(Ber., 1922, 55, [5], 1194 — 1211). — Phenanthraquinone is con- 
verted by boiling nitric acid ( d 1-4) into a mixture of 2-nitro- 
phenanthraquinone, yellow needles, m. p. 258 — 260°, and 4-nitro- 
phenanthraquinone, m. p. 176- 177°, which can be separated by 
taking advantage of the much smaller solubility of the former in 
boiling alcohol (cf. Werner, A., 1902, i, 437). 2-Nitrophcnanthra- 
quinone is reduced smoothly by Werner's method ( loc . cit.) to 
2 -aminophenanthraquinone, dark bluish-violet needles which are 
not completely molten below 320° ; it is characterised by its trans- 
formation by o-phenylenediamine hydrochloride in boiling aqueous 
alcoholic solution into 2 -amino phamnlhraphen azine, 

C,H 4 < N — ' ?~V* H 3' NH 2, 

' 4 n=c-c 6 ii 4 

pale yellow needles, m. p. 240° ( hydrochloride , matted needles, m. p. 
298—300°), and by the formation of a XN-diacetyl compound, a 
pale green powder, m. p. 206—208°. 2-Aminophenanthraquinone 
is converted smoothly into 2-hydroxyphenanthraquinone when it 
is suspended in concentrated hydrochloric acid and diazotised ; 
subsequently sufficient water is added to give a clear solution, which 
is heated to its boiling point and then cooled, when the hydrox} 7 - 
compound separates in almost quantitative yield. The only draw- 
back to the method lies in the relatively very large quantity of 


water which is necessary 7 . 2-Hydroxyphenanthraquinone is con- 
verted by o-phenylencdiamine hydrochloride into 2-hydroxy phen - 
anthraphenazine, pale brown, microscopic crystals, m. p. 258 — 259°, 
and by semicarbazide hydrochloride into the mon osem i ca rbazone , 
brownish -red crystals, m. p, 263 — 265° (decomp.). 

2-Hydroxyphenanthraquinone is converted by boiling nitric 
acid (rf 1-35) into 3 : A-dinilro-2-hydroxy phenanthraquinone, a tile- 
red powder which slowly decomposes above 220°; it cannot be 
crystallised conveniently, and is best purified by taking advantage 
of its acidic character, which enables it to dissolve in sodium hydrogen 
carbonate solution (the sodium salt is described). The presence of 
the three substituents on the same nucleus is proved by oxidation 
°[ ^ e . rom P°und by sulphuric acid and potassium dichromate to 
phthalic acid, whilst the fact that one mtro-group is present in 
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position 4 is established by the production of 4-aminophenanthrene 
m. p. 104 — 105°, by drastic treatment of the substance with re] 
phosphorus and fuming hydriodic acid (</2*05). The preparati 0 
of 3 : 4:’dinitro-2-hydroxyphenanthraphenazine, pale brown, nn c?0 
scopic crystals, m. p. 251° (decomp.), of 3 : 4-dinitro-2’hydroxyp^ 
anthraquinone monoxime , brown crystals, m. p. 211° (decora* ) 
and of 3 : 4 - dinitro-2 - hydroxyphenanthraqu inone mon osemicarhazon? 
reddish-brown crystals which do not melt below 270°, is described 
Reduction of the nitroquinonc with phenylhydrazine and subsequent 
acetylation of the product gives 3 : 4-dinitro - 2 -hydroxyphen anthra 
quinol diacetate , m. p. 232° (decomp.). 3 : 4-Dinitro-2-hydroxy. 
phenanthraquinone is reduced by tin and hydrochloric acid to 
3 : 4-diamino-2-hydroxyphenanthraquinone, which is isolated in 
the form of its hydrochloride. The latter is converted by diazo. 
tisation and subsequent boiling with water into 2:3: 4 -trikydroty. 
phenanthraquinone , a reddish-brown substance which is completely 
molten at 235° after incipient decomposition at about 186°. The 
isolation of the substance is beset with unusual difficulties. It j$ 
most definitely characterised by converting it into 2:3: 4-fri. 
hydroxyphenanthraphenazine , dark brown, microscopic crystals 
m. p. 255 — 258° (decomp.), or into its monosemicarbazone, a brownish- 
red powder which decomposes gradually above 270°. 

The bromination of 2-hydroxyphenanthraquinone has been 
examined, but the process is somewhat inconvenient by reason oi 
the insolubility of the substance in the usual media. The action 
of bromine on a suspension of the compound in water leads to the 
formation of a mixture of mono-, di-, and tri-bromo-derivatives 
from which only dibromokydroxy phenanthraquinone, reddish-brown 
crystals, m. p. 255°, could be isolated in an approximately homo- 
geneo us condi t ion . 

2-Nitrophenanthraquinone is converted by phosphorus penta- 
chloride into a mixture of 9 : §‘dichloro-2-mtrophenanthrone, yellow 
needles or leaflets, m. p. 186°, and 10 : lQ-dichloro-2-nitropkn- 
anthrone, pale yellow’ needles, ra. p. 162 — 163°, which are separated 
by taking advantage of their widely differing solubilities in benzene. 
(For the present, the position of the chlorine atoms in the respective 
compounds is assigned arbitrarily.) The former is reduced by 
granulated tin and concentrated hydrochloric acid to 2 -amino- 


lQ-hydroxyphenanthrcne , 




221° (the hydro ■ 


chloride , dibenzoyl derivative, almost colourless crystals, m. p. 225- 
226°, and diacetyl compound [+£(CHg*CO) 2 0], large rhombohedra, 
m. p. 182°, are described). When treated similarly, 10 : 10-di- 
chloro-2 -nitrophenant hrono yields 2-« mi n o - 9 - hyd roxyphe nantkrtnt 
almost colourless, microscopic crystals, m. p. 194 — 195° (decomp.), 
the benzoyl derivative of which has m. p. 160° (decomp.). H. IV. 


Trimethylcamphorylmethylammonium Bromide, ft. Ri'pe 
(L T .S. Pat. 1399082). — TrimethylcamphorylmethylaramomuBi 
bromide is prepared by heating camphorylbromomethane with 
an ethereal-alcoholic solution of trimethylamine under pressure for 
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fifteen hours, cooling, dissolving the desired product (after its 
1 ecipitafcion with ether) in chloroform, and reprecipitating it with 
^her. It forms colourless leaflets, m. p. 192°. On further heating 
« bove the m. p- 3 'trimethylammonium bromide is separated, which 
again melts with decomposition at 250°. Chemical Abstracts. 

Oxidation of Menthone by Ferric Chloride. Yasuhiko 
Asahina and Saburo Mituhori (•/. Pkarm. Soc. Japan, 1922, 
o- 5 ^ 2 (i 3 ). — By oxidation of menthone with ferric chloride, buchu- 
camphor is produced. A mixture of 50 grams of menthone, 280 
of grams crystallised ferric chloride, and 500 c.c. of 50% acetic 
acid is gently boiled until the brown colour of the solution is changed 
to dark green ; the oily layer is then separated from the aqueous 
and distilled with steam, filtered, and the oily filtrate shaken 
with sodium hydroxide solution. On acidifying, crystals of buchu- 
campbor separate from the filtrate. Buchu -camphor, after recry- 
stallisation from alcohol, has m. p. 82°, and gives a green coloration 
with ferric chloride. Attempts to prepare the oxime by the methods 
of Kondakov and Bjalobrczeski (A., 1897, i, 227), and Semmler 
and Mackenzie (A., 1906, i, 373) were unsuccessful. Buchu-camphor 
reacts, however, easily with phenylearbimide, forming buchu-cam- 
plior phenylurethane, m. p. 1 13° (Semmler and Mackenzie gave 41°). 

When oxidised with potassium permanganate in acetone solution, 
buchu-camphor gave a syrup, which on cooling changed into white 
needles, m. p. 129°; from it a semicarbazone, m. p. 217 n , was 
obtained. The product is perhaps identical with Semmler and 
Mackenzie’s diketonic acid. By distilling the crude oxidation 
product, an unsaturated ketonic acid, m. p. 104 — 105°, was obtained. 

K. K. 

Resin Constituents. VIII. The Amyrins from Elemi 
Resin. II. a-Amyrin. Alois Zinke, Alfred Friedrich, 
Otto Johan nsen, and Rudolf Richter ( Monatsh ., 1921, 42, 
439 — 445; cf. A., 1921, i, 39). — When a-amyrin benzoate is 

jjjj 

distilled, benzoic acid is split off and a hydrocarbon C 28 H 46 <Cii , 

CH 

is formed. The latter could not be isolated, but forms a crystalline 
dibromide, C 30 H 48 Br 2 , white, prismatic needles, m. p. 259 — 260°. 
The name a -amyrene is proposed for the hydrocarbon, instead of 
x-amyrilen, the name given by Vest or berg (lor. cit.) to a probably 
identical hydrocarbon obtained by the action of phosphorus penta- 
chloride on a-amyrin. Vesterbergs a-amyrone, or, better, 
a •amyranone, was prepared by oxidation of a-amyrin with chromic 
arid; it forms crystalline plates or spherical aggregates, ra. p. 
124 u , sintering at 115°. Its oxime, (%H 4fi OX, has m. p. 234 s . 
The a-amyranone is very resistant to oxidation and is therefore 
of little use for elucidating further the structure of a-amyrin. It 
cannot be obtained in the enol form, but by heating with benzoyl 
chloride forms a benzoate, n-amyrenol benzoate , C 37 H 52 0 2 , fine 
leaflets, m. p. 197 — 198°. Bromo-a-amyrin was oxidised to bromo- 
z-myranone, fine, white leaflets, m. p. 190°; its oxime has m. p. 
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236-5°. Bromo-^amyrend benzoate crystallises in leaflets, m « 
226—227°. A loose compound appears to be formed between 
a- and 6-amyrin benzoates, rendering their separation difficult. 

E. H. R. 

Resin Constituents. IX. The Decomposition of d^Si* 
resinolic Acid and Lubanyl Benzoate. Alois Zinke, 
Hanselmayer, and Wilhelm in e Ehmer (Monatsk., 1921, 42, 
447-452; cf. A., 1918, i, 398).— By oxidation of rf-siaresi*olic 
acid in acetic acid solution with Kiliani’s mixture (A., 1902, i, 4^ 
and also by oxidising l - prabangic acid (A., 1921, i, 351) with potass, 
ium permanganate in alkaline solution, a new crystalline acii 
was obtained, m. p. 285 286 (decomp.). The acid is 

dibasic, but neither a crystalline methyl ester nor a hydroxylami„ e 
derivative could be obtained. 

The formula suggested by Zinke and Drzimal for lubanyl benzoate 
(A., 1921, i, 187) has been confirmed by fusion with potassium 
hydroxide, when protocatechuie acid was obtained. The prepar- 
ation of vanillin from the benzoate afforded further evidence of 
the correctness of the formula. E. H. R, 

Capsularin, a Glucoside from Jute Leaf. Harihas Saha 
and Kumud Nath Chouhhury (T., 1922, 121, 1044—1046). 


Castelin, a New Glucoside from Castela Nicholsoni. Lons 
Pierre Bosman (T., 1922, 121, 969 — 972). 

Furfurylidene-l-metbylcyclohexan-2-one and some of its 
Derivatives and the Mono- and Di-furfurylidenecyclohexan- 
ones. (Mlle) N. Wolff ( Compt , tend., 1922, 174, 1469—1471, 
cf. A., 1921, i, 514). — Furfuraldchyde condenses with l-mcthyl- 
c7vrfohcxan-2 'on e to give 

C 4 OHo*CH:C 6 H-MeO, m. p. 51°, R. 58-30°, # D 58-96°, * 61-21*, 
which when reduced with sodium amalgam yields 3-Jurfunjll 
methylcyc\ohexan~2-one 7 C40H 3 *CH 2 'CgH 8 Me0, b. p, 146 /16 mm., 
R a 53-60°, R d 53-92°, * 54-82°. The first named compound 
condenses with magnesium phenyl or p-tolyl bromide 
giving respectively phenyl furyl- : 2-ketO’3-methylcydonexymewM, 

C d OHo-CHPh-C 6 H 8 MeO, b. p. 200°/16 mm., R a 79-03°, R v 79-39'', 
R s 80-70°, and p - lolylfuryl - 2 - keto - 3 - rnethylcyclohexyl mewne, 
C40H 3 -CH(C e H 4 Mc)-C 6 H r Med, b. p. 220°/16 mm., 82-96’, 
R b 84-52°, 86-6I 0 . . 

With cyclohexanone, furfuraldehyde gives l-jurjuryudenwyno- 
hexan-2-one, m. p. 47°, R a 52-86°, R D 54*69°, * 57-62 , and j ■ * 

difvrfurylidenecyc\ohexan-2-one, C 6 H 6 0(.CH’C 4 0H 3 )2, m - P- n ,1f 

R a 78-39°, R* 85-81°, * 95-41°. W. G. 

Pyrylium Compounds. XI. Pentaphenylpyrylium Salts. 
The Formulation of Salts of Dyes. W. Dilthey [with h- 
Kaffer] (Ber., 1922, 55, [5], 127.5-1279; cf. A., 1921, i, 
Benzamarone, CHBzPh-CHPh-CHPhBz, is converted by phos 
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nhorus pentachloride in the presence of boiling chlorobenzene into 
the 2 : 3 - 4 : 5 : Q-pentaphenylpyrylium salt - 
(annexed formula), yellow needles, m. p. 
indefinite) 248 — 254°, which does not lose 
the molecular proportion of hydrogen chloride 
completely when preserved over lime. The 
nature of the attachment of the chlorine atoms ^ J 

is deduced from the transformation of the hydrochloride into the 
i r0 n salt, C 3 5 H 25 OCl 4 Fe } yellow, lustrous needles, m. p. 286—287°, 
and into the perchlorate , C 35 H 25 0 5 C1, m. p. 294°. The jncraie , 
C H 27 0 8 N 3 , has m. p. 157°. An alcoholic solution of the hydro- 
chloride is converted by sodium carbonate solution at 0° into a 
mixture of <x.c-diketo-ixfiy$(-pentaphenyl-&P-pentene, 
COPh-CHPh-CPh:CPh*COPh, 

almost colourless needles, m. p. 149 — 151°, which is readily recon- 
verted into pyrylium salts and tetraphenylfuran, pale yellow 
leaflets, m. p. 172°, 

The communication concludes with a reply to Kehrmann (A., 
1921, i, 447) with regard to the relative probability of the formul- 
ation of the salts of dyes (cf. Dilthey, A., 1920, i, 324). H. W. 

A Synthesis of isoBrazilein and certain Related Anhydro- 
pyranol Salts. II. Synthesis of isoHsematein. Herbert 
Grace Crabtree and Robert Robinson (T., 1922, 121, 1033 — 
1041). 

3 : 6-Tetramethyldiaminocyanoselenopyronin. M. Batte- 
gay and 0. Hugel (Bull. Soc . chim 1922, [iv], 31, 440 — 444). — ■ 
In proof of the constitution of 3 : 6-tctramethyldiaminoseIeno- 
pyronin (cf. A., 1920, i, 629), the corresponding selenoxanthone 
has been prepared indirectly. If the selenopyronin is oxidised 
by alkaline permanganate the only product is an amorphous, 
yellow compound. If, however, the selenopyronin is heated with 
aqueous potassium cyanide at 65° for ten minutes, a leucocyano - 
selenopyronin is obtained, and if this is oxidised by ferric chloride 
and hydrochloric acid, 3 : 6-tejramethyldiaminocyanoselenopyronin, 
is obtained as its hydrochloride , which is readily converted into a 
crystalline nitrate, from which by decomposition with potassium 
cyanide the free base may be obtained. If the cyanoselenopyronin 
is warmed with aqueous sodium hydroxide, 3 : fi-tetra methyld i a mi no- 
selenoxanthone, m. p. 261°, is obtained giving coloured salts with 
concentrated acids which are easily hydrolysed by water. 

W. G. 

Syntheses in the Benzohiran Group. 6-Methylcoumaran- 

2- one and 3-Methyl-6-isopropylcoumaran-3-one. I. Efisio 
Mam eli (Gazzetta, 1922, 52, i, 322 — 337). — o-Tolyloxyacetic and 

3- methyl-6-tsopropylphenoxyacetic acid undergo ring- closure when 
treated with either phosphorus pentachloride or aluminium chloride. 
■Lhe chloride of the original acid represents the first product of 

he reaction and the new ring is formed by elimination of the 
chlorine atom and of a nuclear hydrogen atom and is five-membered, 


Ph 

Phri^Ph 

Ph \l/ Ph 


CI.HCl 
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the alkyl substituents of the benzene ring playing no part. 
final products are 6-methylcoumaran-2-one and 3-methyl-6_j w * 
propylcoumaran-3-one, respectively^. 

6-Methylcoumaran-2-one has ra. p. 89 — 90°; the semicarbazone 
m. p. 238 — 240°; oxime, m. p. 152°, and benzylidene tlerivativ »' 
m. p. Ill — 112° (ef. Stoermer and Bartsch, A., 1901, i, 94; Auwer 
A., 1916, i, 496; 1919, i, 216, 217; Higginbotham and Stephen 
T., 1920, 117, 1534). 1 ’ 

3 - Methyl - 6 - iso pro py leou m aran - 2 - one yields the original 3 -methyl 
6-taopropylphenoxyacctic acid when treated with potassium hypo, 
bromite, and treatment of its isonitroso-derivative with an acid 
gives 3-methyl-6-w>‘opropyIeoumaran-l : 2-dione, which forms o- 
thymotic acid when oxidised by means of hydrogen peroxide and 
undergoes condensation with o-phenylenediamine to 5-methyl 
2-fsopropylcoumarophenazine. Tn some respects, the heterocyclic 
ring of 3-methyl-6-i<sopropylcoumaran-2-one behaves differently 
from those of other coumaranones. Thus, the action of hydro, 
lysing or oxidising agents usually results in opening of the hetero- 
cyclic ring by rupture of the linking between the methylene and 
carbonyl groups, o-hydroxybenzoic acids being formed, whereas 
in the present case this ring resists the action of such agents. 
Further, the action of hydrochloric acid on oximinocoumaranones 
mostly effects rupture of the ring between the oxygen atom and 
the CINOH group and yields o-hydroxybenzoylformic acids, but, 
as stated above, in the present instance the corresponding cou- 
marandionc is formed, just as with the oximino-derivatives of acyclic 
ketones, hydrin dones, hydroxythionaphthens, and benzopyrenes. 

3-Methyl-6-isopropylcoumaran-l : 2-dione dissolves in cold alkali 
hydroxide or carbonate solution and is reprecipitable by means 
of acid. Similar lactonic behaviour is shown by thionaphthaquinoue 
and by p-naphthafuran-1 : 2-dione and certain dialkylcouraaran- 
dienes. As regards the opening of the heterocyclic ring, this dione 
exhibits behaviour intermediate to that of coumaran-1 : 2-dione, 
which is converted into o-hydroxybenzoylformic acid by the action 
of moisture, and that of (i-naphthafuran-1 : 2-dione, which is dis- 
solved slowly by cold and rapidly by hot sodium hydroxide solution. 
Thus, replacement of the methylene group in the heterocyclic 
ring of the coumaranone by carbonyl to give the coumarandione 
causes this ring to open more easily and in a different manner. 

6 -Methylcoumaranone azine , C 18 H 16 0 2 N 2 , prepared by the action 
of hydrazine hydrate, forms a golden-yellow, crystalline powder, 
m. p. 223 — 224°, which begins to darken at 205° and afterwards 
becomes almost black, and decomposes at 230°. 

3 ■ M ethyl-ft-isopropjlco umara n - 2 - o n e , C 12 H 14 0 2 , crystallises in 

long, slender, silky, white needles, m. p. 60°, and gradually becomes 
oily. It gives a fluorescent solution in alcohol and a greenish- 
yellow solution in concentrated sulphuric acid, and it decolorises 
permanganate in presence of sodium carbonate. The oriwe, 
Ci 2 Hi 5 0 2 N, crystallises in white scales, m. p. 155 — 156°; the 
semicarbazone , C 13 H 17 0 2 N 3 ,H 2 0, forms a white, crystalline mass, 
m. p. 191° (decomp.); the benzylidene derivative, C 19 H J8 Qg, 
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separates in reddish-yellow needles, m. p. 134°; the piperonylidene 
derivative, long, deep yellow, silky needles, m. p. 162°; 

the G.rMttiwo-dcrbr&tive, forms tufts of yellow prisms, 

or slender needles, or regular rhombic plates, m. p. 104—165°’ 
os 0 N decomposes at 200°, and yields an acetyl 

* r -■ - compound, C 14 H 15 0 4 N, crystallising in straw- 

yellow flocks, in. p. 127°. 

3 - Methyl - G - impropylcoumaran - 1 ; 2-dione, 
v m crystallises in bright yellow needles, either inter- 

^ced or in stellate aggregates, m. p. 105—106°. 

Methylisopropylcumarophenazme (annexed formula), forms either 
orange-red or yellow crystals, in. p. 217°, and dissolves in acids, 
giving yellow salts. q\ H. P. 



Syntheses in the Cinchona Series. VII. 5 : 8-Diamino- 
dihydroquinine and 5 : 8-Diamino-6-methoxyqninoline and 
their Conversion into the Corresponding Aminohydroxy- 
and Dihydroxy-bases. Walter A. Jacobs and Michael Heidel- 
bekger (/. Amer. Chem. 8oc 1922, 44, 1073— 1079).— It has 
previously been shown that the aminoazo-dyos prepared from 
5-aminodihydroquin ine and 5 -amino-fi-rn ethoxy quinoline are easily 
converted by acids into the corresponding hydroxyazo-dyes (A., 
1921, i, 44). This also applies to the 5 : 8- diamino-derivatives, 
and there is evidence that the amino -group in position 5 is more 
labile than that in position 8. Again, it was found that the sub- 
stitution of a methoxyl group in position 6 is a determining factor 
as regards the lability of the amino-groups. 

8-p-Sulphobenzeneazo-5-aminodihydroquinine, on reduction with 
stannous chloride and hydrochloric acid, gives 5 : 8 •diaminodi- 
hjdroqujnine , an amorphous powder, in. p. 125—140° (decomp.), 
which is very unstable in light and air and rapidly dissolves in 
dilute acids, giving red solutions from which crystalline salts can 
be obtained. The tetrahydrobrornide and the basic sulphate were 
prepared. Diaminodihydroquinine, when boiled with hydro- 
chloric acid, yielded 5 : H-di hydr oxydi hydroeitri n i n e , which is very 
unstable and is best isolated as its dihydrochloride , m. p. 208 — 
(«ecomp.), or its dihydrdtromide. 8 -A m i no-o-h ydroxydi- 
lytiroquimne, is obtained as its siamri chloride by the reduction of 
o-hydroxy-8-benzeneazodihydroquinine with stannous chloride and 
hydrochloric acid. 


o-Aniino-6-methoxyquinoline, when coupled with diazotised 
suiphamhc acid, yields S-p-sMphobenzeneazo^amino.Q.methmy- 
(pnnome, from w r hich on reduction with ammonium sulphide 
m. p. 163-164° (decomp.), is 
__ ft nef ' , eu the latter compound is warmed for thirty minutes 

i; ,, wa er 'hath with 10% hydrochloric acid, 8 -amino-5-hydroxy- 
b-metfoxyquinohne, m. p. 180-182° (decomp.), is obtained, and 
(liiinnLk A P re P are( t from 8-benzeneazo-5-hydroxy-6*methoxy- 
a7 * C< y the action of ammonium sulphide. 8-p-Sulphobenzene- 
solutin^ 1111 ”?! ' m ®th°xyquinoline, when heated in acetic acid 
Wi h hydrochloric acid is converted into 8-p -sulphobeuzext- 
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azo-5-hydroxy-fi-methoxyquinoline , and 5 : 8 -diamino -6 -inethoxy, 
quinoline, if boiled for three hours with hydrochloric acid, yields 
5 : 8-dihydroxy-Q-methoxyquinoline. 5 : 8-Diamincquinoline, on % 
other hand, is recovered unchanged after boiling for three hours 
with hydrochloric acid. W. G. 

Syntheses in the Cinchona Series. VIII. The Hydrogen, 
ation of Dihydrocinchonine, Cinchonine, and Dihydroquinine. 

Walter A. Jacobs and Michael Heidelberger ( J . Amer . Chem 
Noc., 1922, 44, 1079— 1090).— Dihydrocinchonine, when reduced 
with sodium and amyl alcohol, yielded a mixture of hexahydro- 
cinchonine and two epimeric hexahydrodeoxycinchonines, in the 
last of which the alcohol group as well as the quinoline ring had 
suffered reduction. The relationship of these compounds to the 
products obtained by reduction with zinc and hydrochloric acid 
and by the reduction of cinchonine have been elucidated. 

Dihydrocinchonine, when reduced in boiling amyl alcohol with 
sodium, gave a mixture of bases in the form of an oil, and these 
were separated by fractional crystallisation of their dihydro- 
chlorides. In this way, the following bases and their derivatives 
were obtained, a -Hexahy dr odeoxy cinchonine, m. p. 106—107° 
(corr.), [ajff +212—217°, giving a dihydrochloride y [cL§ +69*2°, a 
nitroso- derivative as its hydrochloride, m. p. 203 — 205°, [a]^ +68-0°; 
a nacetyl derivative as its hydrochloride, m. p. 235 — 237°, [a]H -f-37’0 3 , 
a bpnzoyl derivative as its hydrochloride, m. p. 215—220°, [a]g 
+13-0°, and 6-benzeneazo-x-kexahydrodeoxycinchonine, in. p. Io3 — 
156°. fi-Hexahydrodeoxycinckonine, m. p. 106—106*5°, [a$ + 18*15®, 
giving a dihydrochloride, in. p. 237 — 240°, [ot]p +84*0°, a nitroso- 
derivative, m. p. 92*5 — 93*5° (corr.), [a]*^ +107*0°, and its hydro- 
chloride, m. p. 209—211°, [a +68*4°, a benzoyl derivative as its 
hydrochloride , m. p. 232—234°, [a}g +95*0°. Hexahydrocinchonm 
dihydrobromide, [a]y +50*0°. It is probable that one of the hexa- 
hydrodeoxycinchonines described above corresponds with that of 
Freund and Bredenberg (cf. A., 1915, i, 159), but the hexahydro- 
cinchonine described probably differs from that of Skita and Brunner 
(cf. A., 1916, i, 835). 

Dihydrocinchonine dihydrochloride reacts with phosphorus 
pentachloride in chloroform solution to give c.hlorodi hydrocin chonine, 
m. p. 70°, [oc]U +36*4°, and its hydrochloride , m. p. 227—228°, 
[«]g +48*8°, which on reduction yields dihydrodeoxycinchonm, 
m. p. 59*5—60° (corr.), [a]£ +113*8°, and its hydrochloride, m. p. 
197 — 199° } [ a g +69*3°. Dihydrodeoxyeinchonine when reduced 
with sodium in amyl alcohol gave the two epimeric hexahydro- 
deoxycinchonines described above. . 

A repetition of von Nor wall’s work on the reduction of cinchonine 
itself by sodium and amyl alcohol (cf. A., 1895, i, 631) resulted 
in the formation of a -tetrahydrodeox.ycinchoni ne, m. p. llo-o— 
117*5° (corr.), [« }S +209*0°, together with, a mixture of $-tetra- 
hydrodeoxy cinchonine and telrahydroci nchonine, which were no 
isolated as such, but were further reduced to the corresponding 
hexahydro-derivatives. 
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Dihydroquinine, when reduced in the same manner as the other 
compounds, yielded mainly hexahydroquinine , which could not 
be isolated as such but as its dihydrochloride , m. p. 271 — 273°, 

[,]-■• — 36*5°, as mtrosohe/xakydroquinine hydrochloride, in. p. 212 - 

213°, MS —85-1°, and as benzoylhemhydroqvinine, m. p. 160— 
160*5°, [«]S —115*2°. W. G. 

Syntheses in the Cinchona Series. IX. Certain Quinicine 
and Benzoylcinchona Salts, Crystalline Ethyldihydrocupreine 
(Optochin) Base, and other Derivatives. Michael Heidel- 
bergek and Walter A. Jacobs ( J . Amer. Ckem. Soc ., 1922, 44, 
1091 — 1098).— The following miscellaneous cinchona derivatives, 
used as initial materials for various investigations, are described. 
Dihydroquinicine sulphate (cf. Hesse, A., 1888, 69) has m. p. 174— 
176°, [«]T —8*3° ; N -methylQuinkine dihydrochloride, m. p. 153 — 
155°, [«]'d +16‘6°; N -methyldihydroquinicine hydrochloride , m. p. 
150—153°, [a]g 6 —9 -4°; N-ethylquinicine hydrochloride , m. p. 202— 
204°, [a]'p +68-1°; N -ethyldihydroquinicine hydrochloride , m. p. 
202°, [a]n — 14'4°; X * benzyldihydroquinicine hydrochloride , m. p. 
161 — 164°, [a]n 5 — 65'9 ; dhyldihydrocupreicine {optotozin) sulphate, 
m. p. 164—166°, [a]® —7*8°; dihijdrocupreicine hydrobromide , m. p. 
213-215°, —5*4°. 

Glycine derivatives of quinicine, described are : quinicylglycine- 
mlide dihydrochloride, m. p. 190°, and quinicylglycine-p-hydroxy- 
anilide hydrogen sulphite, m. p. 212 — 215°. 

The following hydrochlorides of certain benzoylatcd cinchona 
alkaloids are described. Benzoykinchonidine dihydrochloride, m. p. 
208 — 211 °; benzoyldihydrocinchonidine hydrochloride , m. p.185— 
190°, [ot]5'“ -+124*9°; benzoylq'uinine dihydrochloride (cf. Wunsch, 
A., 1895, i, 118), m. p. 229—232° (decomp.), [<x]g +88*7°; benzoyl- 
dihydroquinine hydrochloride , m. p. 235 — 9 40° (decomp ) lap 4 
+140-6°. 1 1 J1> 

Cinchotenine methyl ester , in. p. 243 — 244*5° (decomp.), [a]" 
■+■118*7 ; cinchotenine ethyl ester hydrochloride , , and cupretenine 
methyl ester dihydrochloride, m. p. 200°. 

Ethyldihydrocupreine (optochin) was obtained in a crystalline 
form from toluene and had m. p. 123—128°, [a]g —136*2°. Ethyl- 
dihydrocupreine ethyl bromide had m. p. 185°, [aj^— 111*8°. Di- 
hydroquinine ethyl bromide had m. p. 188—190°, [ajg 5 — 11M C . 
Hydrobromocinchonidine (cf. Leger, A., 1919, i, 451) had m. p. 

1 1 6—1/7 (decomp.), [a]g 5 — 226’8°, and hydrobromocupreinc 

dihydrobromide had m. p. 197—203° (decomp.), [ a ]g -161*8°. 

W. G. 

Syntheses in the Cinchona Series. X. Dihydrocin- 
cnomcmol and the Dihydroquinicinols. Michael Heidel- 
inSiA- d Walter A * Jacobs (J. Amer. Chem. Soc., 1922, 44, 

. . '*~ It has been found possible to reduce the ketonic 

F m cln ^hona alkaloids of the type of cinchonioinc and quinicine, 
r means of palladium and hydrogen, the products being mixtures 
havp reoi , som ® ri J es °f a new type of alkaloids to which the authors 
sjgned the names dihydrocinchonicinols and dihydroquin- 
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icinols. In general, the d-forms proved easier to isolate, and a 
number of + bases, one of the /-bases, and numerous salts of the 
d‘ and /-forms are described. The restoration, of the secondary 
hydroxyl group in the case of the dihydroquinicinols resulted in 
the restoration of the blue fluorescence of the bases when dissolved 
in excess of nitric or sulphuric acids, thus supporting Kaufmann's 
statement that the alkyloxy-group and the secondary hydroxyl 
group are necessary to produce this phenomenon (cf. A., 1913 
i, 763, 1222). 

From the reduction of cinchonicine oxalate Mihydrocinchonicinol 
.sulphate, in. p. 223 — 224°, [a]j® +63*6°, and the 1 -isomeride, m. p. 
232—234°, [a]]? - — 57*3°, were obtained. 

Derivatives obtained from quinieine were d -dihydroquinicml 
nitrate , m. p. 115°, [aJg B +100*7° ; d-dihydroquinicinol, m. p. 80 s , 
-f-87*l° ; d-dihydroquinicinol dihydrochloride , m. p. 212— 214°| 
[a] 3 ,] -j- 151-8° and its i-isomeride, m. p. 170°, Ho— 117*7°; d-X- 
methyldihydroquinicinol, m. p. 165*5 — 166°, [«]$ +9*19°, and its 
d -hydrobromide, m. p. 218 — 223°, [«]» +80*2°, its d -dihydrocMoride, 
m. p. 190°, [afS +145*7°, and its methiodide , m. p. 225—227°, fag'* 
+68-7°; l^-methyldihydroquinicinol, m. p. 136*5— 137*5°, [x]'jf 
—24*9°, and its dihydrochloride, m. p. 232 — 235° (decomp.), [*]« 
+ 1 , 45°, and its methiodide , m. p. 253 — 254° (decomp.), [a]^ — 50*0°. 
d-N -Ethyldihydroquinicinol, m. p. 140 — 141°, [<x]d + 91*7°, and its 
hydrochloride , m. p. 135°, [a]o a +85‘4°, its dihydrochloride , m. p, 
250° (dccomp.), [ajfi +142*6°, and its methiodide, m. p. 135°, [«Jj 
+62*9°. \-lH-Elhtjld ihydroquinicinol dihydrochloride, m. p. 237- 
238°, [«]S -16*7°. 

Derivatives obtained from dihydrocupreicine were d-0 -ethyl 
dihydrocuprcicinol , m. p. 105 — 110°, f «]if 5 +100*2°, and its hydro- 
chloride, m. p. 209—210°, [x]S +81*1°, and dihydrochloride, m. p. 
192 — 194°, [a]g +149*2°. d -N- Af ethyl -Q-ethjld ikydrocupreicinol, 
m. p. 136*5 — 137°, +88*2°, and d-N : O - d ielhyldihyd rocuprc- 

icinol , in. p. 110 — 111°, [*]? +87*1°, W. G. 


Action of Hydrogen Peroxide on Cinchona Alkaloids. 

Edmund Speyer and Alfred Gustav Becker ( Ber 1922, 55, 
[5], 1321— 1329). — Quinine is converted by hydrogen peroxide 


CH 

H+c+H-CHX'H, 

HC ch.CH, 


(30%) into an amine oxide which is 
characterised by its ability to liberate iodine 
from acidified potassium iodide solution and 
its re conversion into quinine by the action 
of sulphurous acid. Since pyridine and 
analogous bases do not react with hydrogen 
peroxide in this manner, it appears valid to 
conclude that the oxygen atom is attached 
to the tcrvalent nitrogen atom of the piper- 
idine complex and to ascribe the annexed 
formula to quinine oxide. Dihydroquinine, 
quinldine, dihydrocupreine, and ethyldi- 
hydrocupreine behave in a similar manner, but cinchonine does 
not appear to yield an amine oxide. 


n:o 

CH-OH 

fYV E ‘ 

VV 

N 
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Quinine oxide, needles, m. p. 195—196°, has [a] D -31*44° and 
_ 29*87° when dissolved in chloroform (c=2*481 and 6*207, re- 
spectively). It gives a dihydrochloride , leaflets, m. p. 138—140°, 
a 1 dinitrate, colourless rods (+3H 2 0), m. p. (anhydrous) 152—153° 
(decomp.), a normal sulphite, silky needles, m. p. 146°, after soften- 
ing at 140°, a hydrogen sulphite, needles (+2H 2 0), m. p. (anhydrous) 
165 — 167°, after becoming pale yellow at 130° and softening at 
140°, a monopiemte, yellow needles, m. p. 158°, after softening at 
156° and a diperchlorate, pale brown leaflets, in. p. 193°, after 
previous softening. 

Dihydroquinine oxide is prepared as a yellow liquid by the 
action of hydrogen peroxide on dihydroquinine or by the catalytic 
hydrogenation of quinine oxide in the presence of palladium ; the 
dinitrate is described. 

Quinidine oxide crystallises in coarse octahcdra, m. p. 205° ; it 
yields a picrate , matted needles, in. p. 152°. Dihydrocupreine, 
oxide forms coarse prisms, m. p. 198—202°, after becoming dis- 
coloured above 185°. Kthyldihydrocupreine oxide crystallises in 
needles, m. p. 150°, after softening at 135°; its dinitrate forms 
colourless rods, decorap. 153°. H. W. 


The Constitution of Corydaline. J. Caoamer and F. von 

Bruchhausen (Arch. Phtrm., 1922, 259, 245— 249).— In agree- 
ment with the conclusions of Spilth and Lang (this vol., i, 168), the 
OMe au th°rs now accept for corydaline the 
x.v. formula annexed, since dehydrocorydaline, 
H j ji OMe obtained by the removal of four hydrogen 

XhA y atoms by treatment with mercuric acetate, 

■ j j gives Cannizzaro's reaction when it is 

✓N jHo warmed with 30% sodium hydroxide 
solution, 2 mo Is. being converted thereby 
by auto- reduction and auto-oxidation into 
1 mol. of oxydehydrocoryda l i ne , C^H^O-N, m. p. 228—228*5°, and 
1 mol. of dihydrodehydrocoryda line. This could not occur with the 
formula previously proposed. G. F. M. 


MeO. 


il II 


OMeH., H 2 


Ecgonine. J. Gadamer and C. John (Arch. Pharrn 1922, 
259, 241 — 244; cf. this vol., i, 167). — Anhydroccgoninc ethyl ester 
is obtained as an oil, b.p. 137—139711 mm.,d 1*0721, ?ix 1*49615; it 
forms a crystalline hydrochloride , m. p, 243 — 244°. Bv the action of 
sulphuric acid, or better chlorosu I phonic acid in the cold on l-e cgoninc 
Ihe sulphuric ester is obtained as a white, crystalline substance, m. p. 
238-260°, [*1d -85° ; aurichloride . C 9 H 15 0 6 XS.HAuCI 4 ,2H 2 0, 
ra * P* (1^2 — 153°, anhydrous). Treatment of anhydroeegonine 

™ cold sulphuric acid did not give the corresponding derivative. 

G. F. M. 

i (1 ^ or Pj ine ' Edmund Speyer and Gunther Becker (Ber., 
*^, 55, [jB], 1329 — 1339). — [n previous communications (A., 
b ^ 909 ! 1915, i, 580) the conversion of morphine oxide by 
ace lc an hydride and sulphuric acid into morphinehydrateoxide- 
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sulphonic acid and reduction of the latter by sulphurous acid to 
morphinehydratesulphonic acid has been described. If this nomen. 
clature is correct, reduction of the latter acid should yield a dihyciro- 
morphinehydratesulphonic acid ; actually, however, a -dikydro. 
morphinesulphonic acid , C 17 H 21 0 6 NS, decomp, above 360° after 
darkening between 338° and 350°, is obtained (the same acid is 
prepared from morphinehydrateoxidesulphonic acid), so that it 
is evident that the water in “ morphinehydratesulphonic acid " jj 
present as water of crystallisation; this is shown experimentally 
to be the case by heating it during several hours at 170 — 180 5 , 
whereby a molecular proportion of water is expelled without further 
decomposition taking place. The terms morphinesulphonic acid 
and oxidodimorphinesulphonic acid are therefore to be substituted 
for the older expressions. 

Catalytic reduction of sodium morphineoxidesulphonate leads to 
the formation of “ ordinary ” dihydromorpMnesulphonic acid, 
decomp, above 360° after blackening between 301° and 306 c ! 
This acid is distinguished from a-dihydromorphinesulphonic acid 
[prepared by catalytic reduction of the oxidodimorphinesulphonic 
acid or of morphinesulphonic acid (see above)] by crystalline form 
and more sparing solubility. 

Dihydromorphine is transformed by hydrogen peroxide into 
dihydromorphinc N -oxide, plates, decomp. 261° after softening at 
257°, which is converted by acetic anhydride and concentrated 
sulphuric acid into NW-oxidobisdikydromorphinemlphonic acid, 
C 31 H 44 0 15 N 2 S 2 , prisms, decomp, above 360° after blackening at 
334°. Sulphurous acid transforms the latter into dihydromorphinc- 
sulphonic acid. 

Potassium morphinesulphonatc is converted by methyl iodide 
into codeinesulphonic acid methohydroxide, needles, decomp. 
284° after softening at 282° (cf. Freund and Speyer, A., 1911, 
i, 909). Similarly, a-dihydromorphinesulphonic acid gives dibydro- 
codeinesulphonic acid methohydroxide, leaflets, decomp. 280 — 286' 
(cf. Speyer and Wietcrs, this vol., i, 170). H. W. 


The Course of the Decomposition of apoMorphine by 
Reduction by Emde’s Method, Franz Faltis and Mathilde 
Kraus z ( Monatsh ., 1921, 42, 377 — 385). — In a previous paper on 
the structure of i-sochondodendrine (Faltis and Neumann, this vol., 
i, 569), it was concluded that when a benzyhsoquinoline derivative 
is reduced by Erode s method with sodium amalgam (A., 1912, 
i, 801), rupture of the isoquinoline ring 
occurs in one way only, whilst Hofmanns 
method gives a mixture of inactive st- 
and active p-methines. To confirm this 
observation, experiments have been made 
with a benzyltsoquinolinc base of known 
constitution, apomorphine. Dimethy- 


/\/ ch 2 \ 

i i 


iCH 2 

C'H, 


CHo 

i 2 

NMe, 


I 


MeO 

MeO „ r « 

Emde’s method, dimethyldihydro&pomoT- 
phimethine, transparent tablets, m. p. 70'5-—71’5° (annexed formu a). 


apomorphine methochloridc gave, 
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/V°% 
I I 


uh. 


MeOi 

MeO 


Its methiodide has m. p. 240°. When boiled 
with sodium hydroxide solution, the methiod- 
ide decomposed, giving trimethylamine and 
dimethoxyvinyldikydrophemnihrene (annexed 
formula), brush-likc crystals, m. p, 83-5—84° 
(corr.). Unlike the known dimethoxyvinyl- 
phenanthrene, this d i hydro -derivative does 
not form a pierate . When the methochloride 
of dimethyldihydroapomorphimethine was 

reduced with sodium amalgam, it gave, apparently, a mixture of 
dimethoxycthyl- and -vinyldihydrophenanthrenes. Wijs’s method 
0 f estimating the ethylene linkings by determining the iodine 
number proved valuable in the analysis of the nitrogen -free 
products. A number of examples of the application of this 
method are given. R. H. R. 


Strychnos Alkaloids. XXXII. Transformations of the 
Quinones from Brucinesulphonic Acid. I. Hermann 
Leuchs and Kurt Fricker (Ber., 1922, 55, [£], 1244 — 1254).— 
In extension of the work of Leuchs and Geiger (A., 1909, i, 828), 
the red quinone obtained by the action of 5A T -nitric acid on brucine- 
sulphonib acid I has been investigated further. As by-product, a 
nitre-compound was isolated previously to which the formula 
C 2 iH 23O 10 N 3 S was ascribed ; this is now amended to C ai H 21 O 10 N 3 S. 
The substance is shown to be a nitroquinone which is smoothly 
reduced by sulphur dioxide to a nitroquinol, the formula of which 
can now be resolved in the following manner : 

C !6 d lc !C(OH) . . . C(OH) ; iONO* ; :N ; II0 3 S- ; INII ; HO a O ;CH(OH)[. 

The red quinone, C 21 H 20 O 7 A 2 S, is characterised further by its 
conversion into a semicarbazane, C 22 H 23 0 7 N 5 S, pale brown needles, 
and by reduction with tin and hydrochloric acid to the aminophenol] 
^21^23^6^3^ > short, colourless needles, the hydrochloride of which 
is also described. The quinol, C 21 H 22 0-N 2 S, gives a di-acetate, 
colourless, slender needles. 

The nitroquinone from brucinesulphonic acid I is obtained in 
the form of a tetrahydrate, yellow, lustrous needles, a dihydrate , 
rectangular or hexagonal prisms, and as the anhydrous compound, 
WW- During its production, the -CONI group of brucine 
and brucinesulphonic acid appears to undergo transformation into 
the -C0 2 H and NH: groups, since it yields an ethyl ester, dark yellow, 
domatic prisms. The quinone group, however, remains 'intact, 
since the substance gives a mo nose m ica rba zone, , yellow leaflets, and 
a mwxime, slender yellow needles, which is almost quantitatively 
reconverted by warm A r -nitric acid into the nitroquinone. The 
oxnne is convertible into an ethyl ester, dark vellow, rectangular 
pnsms wbch is transformed by methyl-alcoholic ammonia at 100° 
o the methyl ester of the nitroq u inoneoximei mi ne, 0 22 H., 5 0 9 N,S, 
°^ ne pdles. Reduction of the nitroquinoneoxime by tin 
V ff gives the hydrochloride of the duiminopkenol, 

sfmii 26 J colourless, oblique prisms or plates. 

Uar reduction of the nitroquinone and treatment of the product 
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with ethyl alcohol gives the hydrochloride, of the amino-qui^ 
ester, C 23 H 29 0 8 N 3 S,HCI, hexagonal plates (the dihydrate is ^ 
described). »• 

The nitro-quinone is induced by sulphurous acid at 90° to the 
corresponding nitro-quinol , the monohydrate, C 2 1 H 2 3 O 10 N 3 S,H 2 0 J dark 
violet, rectangular prisms, the dihydrate and hydrochloride of which are 
described ; it is readily re-oxidiscd to the nitro-quinone by 2A T . nitric 
acid or ferric chloride. It yields a monoethyl ester, violet leaflets 
or coarse, blackish -violet, prismatic rods, a di-ethyl ester, aggregates 
of violet leaflets and a tri-acetyl derivative, pale yellow, rhombic 
platelets. The latter is converted by ethyl alcoholic hydrogen 
chloride into the ethyl ester of the N-monoacetylnilroqukol, 
C 2 5 H 29 O u N 3 S, brownish-yellow leaflets. H. W. 


Reduction of Pyridine with Zinc Dust and Acetic Anhydride. 

II. Otto Dimrotii and Fritz Fristek ( Ber ., 1922, 55, [E\ 
1223 — 1232; cf. Dimroth and Heene, this vol., i, 48).— hi the 
previous communication it was mentioned incidentally that 1 : 1'. 
diacetyltetrahydro-4 : 4'-dipyridyl, obtained by the reduction of 
pyridine with zinc dust and acetic anhydride, is frequently con- 
taminated by the presence of an orange -yellow, crystalline com- 
pound. This is now shown to be 1 : Y -diacetyldihydro- 4 : 4'- 
dipyridyl. It crystallises in orange-coloured leaflets or needles, 
m. p. 284° (instead of 248° as previously erroneously reported). 
The substance is readily oxidised by air to 4 : 4 -dipyridyl and the 
process is quantitative when effected with lead tetra-acetate in 
acetic anhydride solution or by bromine in chloroform (whereby 
dipyridyl perbromidc is produced). The same 1 : l'-diacetyldi- 
hydro-4 : 4'-dipyridyl is obtained readily by the reduction of 4:4'- 
dipyridyl with zinc dust and acetic anhydride. It is very possible 
that dihydro-4 : 4'-dipyridyl is the initial product of the reduction 
of 4 : 4 -dipyridyl by metals in acid solution hut this supposition 
is not looked on as proved definitely ; in any case the authors do 
not see any reason to suppose with Weitz and Ludwig (this vol., 
i, 365) that the radicle 4 : 4'-dipyridinium is present. 

The formation of diacetyldihydropyridyl occurs irregularly 
during the preparation of the corresponding tetrahydro -compound, 
but the maximum amounts are secured when the mixtures arc, 
stirred too long in contact with air at a high temperature, lne 
obvious explanation that the tctrahydro-compound is oxidise*! 
by atmospheric oxygen through the dihydro-substance to dipyntM 
could not be experimentally confirmed. On the other hand, the. 
dihydro-derivative is produced freely when the tetrahydro-sub- 
stance is heated with an equivalent amount of dipyri y m 
anhydride solution at 100 s ; simultaneously, pyridine is 
It appears therefore that the dihydrodipyndyl is produced ent . 
by the reduction of dipyridyl and that the tetrahydro-con p 
is oxidised to pyridine, and not to dihydrodipyndyl. 

According to the experimental conditions, oxidation ol i ■ 
diacetyltetrahydro-4 : 4' dipyridyl leads to the .P*®* 1 * () 

dipyridyl or pyridine; the opinion expressed previously (lac. cm 
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that this oxidation is preceded by dissociation into radicles is now 

abandoned. 

The peculiar blue coloration which is observed when a solution 
of diacetyltetrahydrodipyridyl in glacial acetic acid is warmed 
has been investigated further. It is found that different specimens 
of the substance give this effect with very varying intensity, and 
that it is not exhibited by material which has been washed with 
dilute acetic acid and methyl alcohol immediately before use. It 
is due to adherent dipyridy] which is formed readily by the autoxid- 
ation of diacetyltetrahydrodipyridyl at a rate which is greatly 
influenced by the presence of catalytic impurities. H. W. 

Dialkylamides of Nicotinic Acid. M. Hartmann and M. 
Seibkrth (U.S. Pat. 1403117). — Nicol inodielhylamide is prepared 
by heating nicotinyl chloride for two hours at 160° with diethyl - 
amine hydrochloride, dissolving the reaction mass in water, adding 
potassium hydroxide, extracting with ether, and evaporating the 
ether after drying the solution with an alkali hydroxide. After 
distillation in a vacuum, it is a yellowish oil, b. p. 280° or 175°/25 
mm, Nicotinodipropylamide is a yellow oil, b. p. 184°/17 mm. 
Sicoimopiperidide is a thick oil, b. p. 310°. 

Chemical Abstracts. 

2 : 4-DiphenyIpyridine. C. Gastaldi (i Gazzetta , 1922, 52 
i, 305-307 ; cf. this vol., i, 573). -2 : 4 -Dipkenylpyridine, C r H 13 Ni 
crystallises in elongated, colourless plates, m. p. 69°, exhibits slight 
basic properties and dissolves in concentrated sulphuric acid to a 
solution showing faint blue fluorescence. The hydrochloride (2 : 4- 
iiphemjlpyndinium chloride) forms slender, colourless needles anrl 
decomposes when heated; the platinichloride, (C 17 H 13 N) 2 ,H 2 PtCl f , 
crystallises in orange needles with irregular ends, m. * p? 238^ 
(decomp.); the picrate, 0 17 H 13 N,C 6 H 3 0 7 N 3 , forms’ thin, yellow 
plates or stouter prisms, m. p. 187° (decomp.); the metkiodide 
[lA4iphenyl-\-mdhylpyridinium iodide ), C 18 Ii 16 NI, crystallises in 
very long, yellow needles, m. p. 210 J (decomp.), and forms colour- 
less aqueous solutions. r y fj p 

Some Derivatives of Indolinoue. Oldbicii Tomicek (Chem. 
usiy, 16 , 1—4, 35 — 39). — Brunner’s reaction whereby indolinones 
fr0 “,i he ,^ ien 7l h J drazide ^ of fotty acids (A., 1896, 

ith the phenyl - 
to give good 
were prepared, 
into 3 -benzyl’ 
in. p. 82 c , was 
94°. 3 -Benzyl- 
by the Brunner 
?, m. p. 102“, 
nzyl-1 -mcthyl-'l- 
opionyl-otolyl- 
as m. p. 191°. 


' h aw, *oo] i, sjuj, is tried \ 

hydrazides of (3-phenylpropionic acid, and fouin 
• s * B y means, a number of benzylindolinonc 
ylienylpropionylphenylhydrazine was converter 
--uMinone, in. p. 132°. Its 1 -acetyl derivative, 
prepared also the 5 : 7-dfhwmo-derivative, m. p. 
tne y '^-indolinone, m. p, 95 — 96°, was prepared 
action from phmylpropionylphemjhncthylhydrazii 
S- fmm a5 -phenyimethylhydrazine. 3-A 
m. p. 196°, was prepared from phenyl} 
-uie, m. ]>. 122°. Its monobromo - derivative 
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3 .Benzyl-5-methyl-2-indolinone, m. p. 149*5°, was prepared i m 

m p. 120 its mo%o6 m ^ 
derivative, m. p. 198°, was also obtained. Z-BcnzylA or 6)-me%. 

2 -indoUnohe, m. p. 209°, was obtained from phenylpropmyl^ 
tolylhydrazine, m. p. 125°. It was expected that a mixture of the 
4- and 6-methyl derivatives would be formed, but only one product 
was obtained; which of the two it is, it is not yet possible to state 
with certainty. ^ T. 

isoQuinoline and the tsoQuinoline-Reds. John Edmcxl 
Guy Harris and William Jackson Pope (T., 192*2, 121, 
1029-1033). 

lil'-Dimethyltetrahydro^^'-dicollidyl [1:2:4:6:1 :2 :4':6'. 
Octamethyltetrahydro-4 : 4'-dipyridyl]. Bruno Emmert and 
Otto Werb {Ber., 1922, 55, [B], 1352—1358).— In a previous corn- 
munication (A., 1920, i, 331), the blue coloration of alcoholic 
solutions of 1 : P-dialkyltetrahydro-4 : 4'-dipyndyls has been at- 
tributed to the formation of an alkylpyridmium radicle, 
r rhe more recent observations of Emmert and Parr (this vol., i, 179) 
that 4 * 4' -dipyridyldiisobutyl iodide and 4 : 4'-dipyridyldiisoamyl 
iodides in addition to much alkylpyridinium iodide are formed 
by the action of iodine on the blue solutions of 1 : 1 -diwobutyl. 
and 1 : l'-du6oamyltetrahydro-4 : 4'-dipyridyls suggests a different 
interpretation, since one of the substances, 

^ CH;CH 


rn<£S£!5>c:c< 


°r rn<^2> c ‘°<ch:ch > nr ’ must al3 ° be ptescnt in 1 
the solution; either must be coloured, and, possibly, be the cause 
of the blue colour of the solutions. To test this point, a dialkyl, 
tetrahydrodipyridyl derivative has been prepared in which the 
labile hydrogen atoms in position 4 are replaced by alkyl groups, 
this cannot in consequence give such a dialkyldihydrodipyndyl 
compound Its alcoholic solution does not become coloured under 
the action of air or oxygen. The sensitive blue coloration o 
other dialkyltetrahydrodipyridyls must therefore be attributed 
to the formation of dialkyldihydropyridyls and it is no longer 
necessary to assume the rupture of the bond between the pyridme 
nuclei with the formation of radicles. 

2*4* 6'Trimethyipyridine is converted into its methiodidc (tne 
plaiinichloride is described) which is reduced by sodium ama- 
gam in aqueous solution and in an atmosphere of carbon a 
oxide to 1 : 2 : 4 : 6 : V : 2' : 4' : & -octamethyUetrahydroA :4 -dipyrmjl, 

NMe< CMe-CH >CMe ' CMe< CHicMe >NMe ’ colourlea9> ^ 

crystals m’. p. 154—155°, which resinifics rapidly if exposed to 
J, more slowly in an atmosphere of carbon dioxide An 
solution of the substance decolorises iodine, with the f “ ‘ ^ 
of amorphous products in which crystalline material is pre- 
too small quantity to permit further examination. 


-CHrCH-' 

*CH-CH-. 
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A New Red Quinoline Colouring Matter. M. Giua [CazzeMa, 
1022, 52, i, 349 — 351).— Condensation of quinoline with epichloro- 
hYAlrin in presence of sodium hydroxide yields an intense dark-red, 
semi-oily mass which, especially in a desiccator over sulphuric 
acid, tends to solidify. From the resin thus obtained, alcohol 
extracts a red compound which dissolves in acids, forms a platini- 
/x /\/\ chIori(Jc ’ etc > anc ^ is probably 

/ Y ] j j | represented by the annexed 

I j I-CH 2 *CH:CH4 ' J formula. The first product of the 
\/X/ j. N reaction is most likely the salt-like 
” ' compound II, which unites with 

a second molecule of quinoline under the condensing action of 
the alkali, giving the compound III, the latter then losing the 
halogen atom and a molecule of water and undergoing transposition 
to the compound I : 


! ! J-ch 2 *ch-ch 2 



-CHg-CH ( 0 H ) *CH 2 - [ I 


NCI 


NCI 


(II.) 


(III.) 


The red compound, which may be obtained also by condensation 
>f quinoline with a-diehlorohydrin in presence of potassium hydr- 
ide, unites with bromine to give a bromide of high melting point. 

The compound (I), C 21 H lf5 N 2 , forms a brownish-red solid turning 
:)ale yellow in the light, softens at 193°, and is completely fused at 
>20°; it dissolves in mineral acids and in acetic acid giving 
ntensely wine-red salts. The pirrate , C 21 H 16 X 2 ,C 6 H 3 0 7 N 3 , forms 
i brick-red powder; the platinkhloride \ (C 21 H 16 N 2 ),,H o Pt01 f , a 
lark yellow precipitate dissolving in concentrated hydrochloric 
icid to a green solution; the aurkhhrkle , ( 21 H 17 X.,,HAuC 1 4 , a 
folden-yellow, crystalline powder, and the nitrate, t 2 jH 17 0 3 N 3 , a 
fellow powder. T. H! P. 

Bromo-derivatives of Glyoxaline. Isidore Elkanaii 
Balaban and Frank Lee Pvman ( r F., 1922, 121, 947 — 958). 


Benzylalkylbarbituric Acids. Aktiitr W. Dox and Lester 
1 t oder {J. Amer. Chem. Soc 1922, 44, 1141—1145). A series of 
'thyl benzylalkylmalonates has been prepared cither by alkylating 
he monobenzylmalonic esters or by benzylating the monoalkyl- 
nalonic esters. From these ethyl esters the corresponding benzyl- 
ilky 1 barb it uric acids have readily been obtained bv heating the 
nalonic ester with sodium clhoxide and carbamide in alcoholic 
solution in an autoclave at I05 y for five hours. In this series 
)enzylethylbarbit uric acid was found to have the strongest 
physiological action, but contrary to expectations the hypnotic effect 
* as accompanied by symptoms of tetanus instead of the antispas- 
nodic effect commonly attributed to the benzyl group. New com- 
pounds described are ; Ethyl benzyhlhyhnalonate, b. p. 160 — 170 o /9 
■mn. ethyl benzylmopropylnmlonate, h' p. 170— 180°/ 12 mm., ethyl 
^M-butyhnubnate, b. p. 177 - 185^/10 mm., ethyl benzt/lkobutyl- 
VOL. CXXII. i. bb 
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malomte , b. p. 177 — 187°/10 mm., ethyl benzyliaoamylmalomt , 
b. p. 180 — 190°/10 mm. 5 - Benzyl - 5 - methylbarbituric acid , m. p’ 
207°, 5-benzyl-S-ethylbarbituric acid , m. p. 20Q— 207 5-fcen:^’ 
acid, ni. p. 210 , 

acid, m. p. 195°, 5-6cazj/i-5-iso6^0/^^^ r ^ ac P- 255°, and 
5.benzyl-5-isoamylbarbituric acid, m. p. 194 — 196°. W. G. 


3-Phenylindazole and 2-Hydroxy-3-phenylindazole. K. vox 

Auwers and K. Hultenes (Her., 1922, 55, [B], 1112 1 138) . — -The 
recent isolation of stercoisomeric derivatives of 2-acylindazoles 
(Auwers, A., 1919, i, 455; Auwers and Duesberg, A., 1920, i, 638; 
Auwers and Schwegler, A., 1920, i, 640), has led to a re-examin- 
ation of 3-phenylindazole which has been obtained previously 
(Auwers and Sondheimer, A., 1896, i, 503) in two modifications with 
different melting points the inter-relationship of which has not been 
elucidated completely. It is now found that the balance of evidence 
is in favour of the view that they arc structural isomerides, 


C 6 H 4 <^ ^>NH and 

The new examination of the inter-conversion of the 3-phenyl- 
indazoles, m. p. 107—108° and 115—116°, respectively, by re- 
crystallisation or under the action of heat confirms in the main 
the previous observations ( loc . cit .), excepting that the changes do 
not appear to occur with such absolute uniformity as assumed 
previously. The two modifications give the same hydrochloride 
and (with acetic anhydride) the same acetyl derivative from which 
the form, m. p. 107—108°, is obtained by hydrolysis. On the other 
hand, the phenylind azoles appear to give different picrates which 
are distinguished from one another in colour, crystalline form, and 
mel+ing point. The two salts, however, melt indefinitely; on 
recrystallisation, the melting points approximate to one another 
without becoming sharp. It appears as if mixtures arc formed 
in every case wliich tend to pass on crystallisation into a common 
equilibrium mixture. When triturated with ammonia, the salts 
give only 3-phenylindazole, m. p. 107 — 108°. 

2-Nitroso-3-phenylindazole, iustrous, greemsh-ycllow needles, 

m p 9i 92°, is prepared readily by the addition of a nitrite 

solution to 3-phenylindazole dissolved in glacial acetic acid. 

The alkylation of indazole leads, according to the experimental 
condition and the particular alkyl haloid used, to 1- or 2-( em-atew 
or to mixtures of them (Auwers and Schaich, A., 1921, >. * uo .l- 
Similar relationships are observed with 3-phenylmdazole, but, m 
general, the tendency towards the production of 1 -compounds i» 
more marked than with the parent substance, thus, whereas 
indazole gives almost exclusively 2-alkyl derivatives when treabxi 
with alkyl haloid at 100°, 3-phenylindazole gives, 
considerable amounts of the 1 -isomerides Indazole is convaMa 
by alkyl haloid and alcoholic alkoxide into about equal quantme 
of the two isomerides, whereas the main product from i -j„ 
indazole is the 1 -compound. The difference is not 80 
the case of the action of alkyl iodides on the silver salts, sin 
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course of the change is here governed mainly by the nature of the 
alkyl group. The following individual compounds have been 
examined: $-phenyl-2-methylirtdazole, lustrous, apparently mono- 
clinic crystals, m! p. 47 — 49° ( picrate , pale yellow needles or granules, 
m. p. 186 — 187°) ; Z-pkenyl-l-melhylindazole, large, rhombic crystals, 
in. p. 78-5 — 80°, b. p. about 207°/12 mm. (picrate, very unstable, 
red crystals, m. p. 91 — 95°); 3-phenyl-l : 2-dimeJhylindazolium 
iodide, C 15 H 15 N 2 I, colourless crystals, m. p. 189 -190°, which is 
converted by loss of methyl iodide under the action of heat ex- 
clusively into 3-phenyl- 1 -me thylindazole ; 3 -phen yl-2-ethylin dazole, 
a yellow liquid, b. p. 193— 195°/10 mm. ( picrate , yellow needles, 
m. p. 160 — 162°); 3- phenyl- 1 -ethylindazole , which, unexpectedly, 
decomposes when distilled in a vacuum (the picrate is dark red and 
very unstable) ; 3-phenyl-2-ally tin dazole picrate, yellow crystals, 
ni, p. 138 — 140° ; Z-phenyl-X-allylindazole, a yellow liquid, b. p. 21 5 — 
216°/15 mm. (the corresponding red picrate is very unstable). 

3-Phenylindazole closely resembles indazole in its behaviour 
towards chloroformic esters, by which it is smoothly converted 
into 3-phenylindazoIe-2-carboxylic esters. The latter are com- 
pletely hydrolysed by cold alcoholic alkali hydroxide solutions to 
3-phenylindazole ; at an elevated temperature they lose carbon 
dioxide, giving 3-phenyH- and -2-alkylindazoIes and products of 
further decomposition. Methyl 3-phenylindazole-2-carboxylate forms 
lustrous, flattened needles, m. p. 112 — 113°, whilst the corresponding 
ethyl ester crystallises in colourless needles, m. p. 83 — 84°. 

it has been shown previously {loc. cit.) that 2-hydroxy-3-phcnyl- 
indazole is the main product of the action of sodium sulphite on 
diazotised o-aminobenzophenone, and that the substance is un- 
stable and passes under the prolonged influence of boiling solutions 
of sodium hydroxide or carbonate into small quantities of benzo- 
phenone and nitrogen and a compound, m. p. about 212°. The 
latter is now shown to be 3 -hydroxy-2 -phenyl indazole, since it is 
identical with the product obtained by Freundlcr (A., 11X17, i, 158) 
from hydrazobenzene-o-carboxylie acid and phosphoryl chloride 
(cf. Heller, A,, 1917, i, 219). Its constitution is established further 
by its oxidation by chromic acid in acetic acid solution to azobenzenc- 
o-carboxyiic acid. Its methyl ether, leaflets with a blue fluorescence, 
m. p. 95— 96°, acetyl derivative, m. p. 90 91°, and benzoyl de- 
rivative, colourless, slender needles, m. p. 180- 181°, are described. 
The formation of 3-hydroxy-2-phenylindazole from 2-hydroxy - 
3-phenylindazole appears to be analogous to the Beckmann trans- 
formation, but is regarded as occurring by the direct change in 
position of the radicles. 

Sodium 3-phenylindazole-'2-sidpko)mtc, colourless, lustrous leaflets 
(the corresponding barium, lead, and silver salts are described) is 
obtained under certain definite experimental conditions, which arc 
uily described in the original, when diazotised o-aminobenzophenone 
i3 subjected to the action of sodium sulphite. The salt is stable 
towards boiling water and alkali hydroxide solutions, hut is 
y rol lysed by dilute mineral acids to the salt of 3-phenylindazole 
11 sulphuric acid. It is transformed by the addition of 

662 
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concentrated hydrochloric acid to its cold concentrated solution 
J 0 Ph 8Q 

into S-phehylindazole-^-sulphonoxuU, 2 or 

C 6 H 4 <^>N<^° 2 , colourless needles, m, p- 195—196°. The 

substance is insoluble in water or in solutions of alkali hydroxides, 
is neutral in reaction and is hydrolysed by boiling acids, alkali 
hydroxides, or even by water, into 3 -phenylindazole and sulphuric 
acid It is also formed by the action of ethyl chlorosulphonate on 
3-phenylindazole or its silver salt. It is remarkable that the 
alcoholic solution of the sulphonoxidc has an acid reaction and 
liberates carbon dioxide from carbonates. The phenomena arc not 
caused by hydrolysis, and appear to be due to the formation of 
an unstable acid, 


C g II 4 <^._>NH< qh “ or U 6 n 4 ^ NH ^> ''OH 
Attempts are also described to prepare sulphonoxides from 
other indazoles. Sodium 3-methylindazole-2-sulphonate is, ho*, 
ever converted by concentrated hydrochloric acid into the cor 
responding sulphonic acid , m. p. (anhydrous) 18o-190°; the 
dihydrate , slender, colourless needles, has m. p. 103 , then 
immediately resolidifies, softens, and evolves gas a 0 loJ , 
and finally melts at 179*5—180*5° (m. p. of 3-mcthylindazole 
sulphate). The intermediately evolved gas is sulphur dioxide, 
due to a subsidiary reaction. Somewhat unexpectedly, 3-methyl- 
indazole ami indazole arc transformed into the corresponding 
sulphates when mixed with ethyl chlorosulphonate without any 
special precautions. Possibly the 2-sulphonic acids of the bases 
are initially formed and subsequently hydrolysed by atmospheric 
moisture 'This hypothesis is supported by the observation that 
anhydrous 3 -methylindazole- 2 -sulphonic acid is converted into 
3-methylindazole sulphate when heated in contact with the atmo- 
sphere at 100°, whereas it remains unchanged in the absence ot air. 

Halogenated Indazoles and Stereoisomerism oi ■ Free 
Indazoles. K. vox Auwers and H. Langk (Bar., 1J2., 55. 

\B\ 1139 1173). — In extension of previous investigations oil u 

stereoisomerism of 2-acylindazolcs (Auwers, A., , l > 

Auwers and Diicsberg, A., 11120, i, 038; Auwers and Sdmg,«, 
4 1920 i 040), the halogenated indazoles have now been pi< paLe . 

and examined. The first portion of the present communi(at.on 
is devoted to an account of the halogenation of lndazo 
varying experimental conditions, and the elucidation of the « . 
tution of the substance!, so prepared. It is shown that “ 
rings of indazole are attacked with approximately ^riet cMorin- 
by halogens, which enter it in the 3- and .'-positions. ^ ect 
ation and hromination yield therefore mainly a 3 • ^4. be 

whereas the preparation of mono-substitution products , 
achieved in this manner. Monohalogcnatcd m( j ai ; i 0 i e s jivei 
bromine, or iodine in the 3-position are obtained from indazole 


, SO.-OH 


’ CfiHa'C ATT 



ORGANIC CHEMISTRY. 


i. 685 


and the respective halogen ; probably the halogen atom attaches 
itself first to the nitrogen, to which the silver was united, and isomer- 
isation subsequently occurs in the established manner. Mono- 
halogenated derivatives with the chlorine or bromine atom in the 
5 -position are prepared by the action of the halogens on 2-acetyl- 
indazolcs, in which the presence of the acyl group prevents the 
entry of the halogen atom into the 3-position. Methyl groups 
attached to one of the two nitrogen atoms attract the halogen to 
their vicinity and facilitate its entry. 2-Mcthylindazole thus yields 
a 3 -monobromo-derivative and 1-methylindazolc gives a 3:5:7- 
tribromo-compound, whereas indazole itself only acquires two 
bromine atoms, even when treated energetically. The chemical 
nature of indazoles is little affected by the entry of a halogen atom 
into the benzene nucleus ; thus, the 5-halogenatod derivatives are 
somewhat weaker bases than the parent substance, but are readily 
soluble in 2 A -hydrochloric acid, combine with picric acid, and are 
insoluble in solutions of alkali hydroxides. Iialogenation in the 
pyrazole ring, on the other hand, has a powerful influence on the 
chemical character of the indazoles, the 3-halogenated derivatives 
dissolving readily in dilute sodium hydroxide solution and being 
therefore markedly acidic. The degree of acidity diminishes in 
the order chloro-, bromo- to iodo-derivative. Basic character is 
little marked in these compounds, since they only dissolve with 
difficulty even in concentrated hydrochloric acid, and do not give 
picratcs. The behaviour of the' 3 : o-di-derivatives is somewhat 
remarkable. As is to be expected, they are very weak bases which 
are dissolved only with difficulty by concentrated hydrochloric 
acid and do not give picratcs. On the other hand, they appear 
to be weaker acids than the 3-monohalogeriated compounds since 
they dissolve only in hot solutions of alkali hydroxides from which 
they separate unchanged on cooling. 

The new observations of the stereoisomerism of the 2-acetvl 
derivatives of indazole completely confirm those made previously 
(foe. cif.). The acetyl compounds of 5-bromo- and 5-iodo-indazoles 
in addition to the stable forms give labile varieties which, like the 
corresponding ehloro-compounds, are relatively very stable at the 
atmospheric temperature, but are transformed into the stable 
modifications slowly at the temperature of the water-bath, rapidly 
at higher temperatures. On the other hand, it was not found 
possible to isolate labile acetyl derivatives from 3 : 5-dichloro-, 
j:5.dibromo-, 3-chloro-, or 3-iodo-indazoles. It appears, there- 
ore, that the presence of any substituent in position 3 inhibits 
themstence of labile 2-acetyI compounds or, at any rate, that such 
• * an J ?es aTe 80 unstable that they pass immediately into the stable 
' j? erif es > even under the mild experimental conditions adopted, 
in^emarkafjle observations are recorded with 5-chloro- and 5-bromo- 
i, 0es ' The former, m. p. 110 — 120°, has been obtained bv 
^hwegler (A., 1920, i, (142) by the spontaneous de- 
1 10n 5™ n ^ roso ‘ c onipound of p-ehlorobenz-o-toluidide. 
of ft? ♦M bstance Was obtained also initially by the hydrolysis 
s able acetyl compound of 5-chloroindazole. After a few 
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minutes, re-determination of the melting point showed that it had 
risen to 143—144°, and that this had also occurred with fcchweglerg 
product. A second experiment also yielded ,5-cMoromdazole, 

m p. 119 120° (by hydrolysis of the acetyl derivative), but subse. 

quently the laboratory was found to have become infected,'' 
and only the modification of higher melting point could be isolated. 
Similar results were obtained with 5-bromoindazole. The sub- 
stance has been prepared previously by several chemists according 
to widely differing methods and the melting point 124— 12a has 
been uniformly assigned to it. This is now confirmed. When, 
however, a specimen was preserved for several weeks the melting 
point was found to have risen to 132-133°, and subsequently it 
was not found possible to isolate the variety of lower melting point. 
The balance of the evidence is in favour of the view^that stereo- 

isomeric pairs of substances of the type Clj^-P^CH and 


Cl 


Ns H 

-| ^CH arc here encountered. 

I 

The following individual substances are described. 3 : 5-Di- 
cliloroindazole, matted, silky needles, m. p. 240 prepared by 
addinv chlorine water to indazole dissolved in dilute hydroch one 
acid or by passing gaseous chlorine into a solution of mdazole m 
glacial acetic acidt the constitution of the compound is established 
bv its production by the chlorination of 3- or 5-chloroindazole. 
Its acetyl derivative crystallises in slender, colourless needles, m. p, 

103 ] 03 ° 3 -Chloroindazole, m. p. 14$ (acetyl derivator, m. p. 

(Vn Stable 5-cMoroindazole, colourless, lustrous needles, m. p. H3- 
144°; the labile and stable modifications give the same picrae 
nl „ lqi—lOo 0 3 ; 5 -Dibromoindazole, m. p. 243—244 (ao/jl 
derivative, small, lustrous needles m. p 132°). 

(labile form, m. p. 124 -125°, stable variety , m. P- 1*2-^ • “ 
modifications yield the same picra e, m. p. 19o-196 ). The sUb e 
acetyl derivative of 5 -bromoindazole crystallises incoloui 
refractive needles, m. p. 143-144°, whereas the lah.lc m^^ 
(from 5 -bromoindazole, silver, and acetyl chloride mtifcjww 
of anhydrous ether or from o-bromoindazole and acetyl chlond 
the presence of pyridine) forms colourless leaflets, m. p. 137 1* . 
a mixture of the two forms has m p. 113°. 3 -Bromomdazo^p. 
141 — 142° (acetyl derivative, colourless needles, m. p- , 

5-Brotno- l-mdhyli riMzoh, plates or leaflets, m. p. u^ethv!- 

the action of bromine water on an ice-cold solution of 1 -m^ 
indazole in 2 A 7 -hydrochlonc acid). The eonstitution e 

pound is established by methylating .>brom 0,n dazoleinthp 
of alkali and transforming the mixture of bases into the 
ing picrates which arc separated by taking advantage t 
differing solubilities in ether. The base obtained ^2^-126°) * 
position of the more readily soluble picrate (m. P- & ^ 

identical with the product just described. o-Uromo i 
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indazolc is also prepared by heating 3 : 5-dibromoindazole with 
methyl iodide at 120 — 150°, whereby the compound, 

' C ABr<NM H 6 >N<i Hs , 

m p. 221° (decomp)., is produced, which when heated above its 
melting point, loses methyl iodide and gives 5-bromo-lmethyl- 
indazole. More drastic bromination of l-methylinduzole leads to 
the production of mixtures containing a dibromo-dcrivative, which 
was not isolated in the pure condition, but in all probability is 
3 • 54 ibromo-l-methylindazole, and 3:5 : 1 -tribromo-1- me thylin da z oh , 
colourless, lustrous needles, m. p. 168 — 168*5°. 3-Bromo-2-methyl- 
indazolc, long, colourless needles or lustrous leaflets, m. ]). 82 — 83°, 
is prepared by the direct bromination of 2-methylindazolc, whereas 
5 -bromo - 2-methyli ndazole, lustrous needles, m. p. 97 — 97*5 ", cannot 
he obtained in this manner, but is derived from the rnethylation 
0 f 5 -bromoindazole (see above). 3 : 5- Dibromo-2 - methyli > • dazole , 
lustrous leaflets, m. p. 133 — 134°, is prepared from 5-bromo*2- 
methylindazole and an excess of bromine in glacial acetic acid 
solution. 3- Bromo-o-metkyli ndazole crystallises in soft, matted 
needles, m. p. 158—159°. 

Ethyl indazole-3-carboxylate is converted by acetic anhydride 
into the corresponding acetyl derivative, m. p. 89*5 — 90*5°, which 
does not appear to exist in a labile modification. 

o-Brornoindazole-3-carboxylie acid, pale yellow, mailed needles, 
m. p. 303—305° (decomp.), is obtained readily by the bromination 
of indazole-3-carboxylie acid dissolved in glacial acetic acid at the 
atmospheric temperature; its acetyl compound crystallises in pale 
yellow needles, m. p. 220 — 223°, Ethyl indazole-3-carboxylate 
Ls converted by bromine into the compound C I0 H 9 O 2 X 2 Br,Br 2 , 
reddish-brown needles, m. p. about 105°, which is converted by 
a solution of sodium sulphite into ethyl o-bromoi ndazole -3 -carb- 
oxylaie, m. p. 230 — 232° (acetyl derivative, slender, colourless needles, 
m. p. 166 -167°). 

3-Iodoindazole, colourless needles, m. p. 142", is prepared by 
the action of iodine on indazole silver in the presence of ether ; 
its acetyl derivative crystallises in colourless, lustrous needles, 
ra. p. 93 — 94°, and does not appear to yield a labile modification. 
o-Xitroindazole is reduced by ferrous sulphate and ammonia to 
a -aminoi ndazole, colourless needles, m. p. 170 — 172°, after previous 
softening and darkening, which is transformed by successive diazotis- 
ation and treatment with potassium iodide into o-iodoi ndazole, 
colourless leaflets, m. p. 157 — 159°. The corresponding stable 
wetyl derivative (from the iodo -com pound and acetic anhydride) 
forms coarse, yellow crystals, m. p. 144 — 145°; treatment of 
5-iodoindazole with acetyl chloride in the presence of pyridine 
appears to give a labile acetyl compound, which, however, lias 
not yet been isolated in the homogeneous condition. H. W . 

The Course of the Quinaldine Synthesis with 6-Amino- 
tetrahydroquinoline and 6-Aminokairoline. «J. Lindner 
[Monolith., 1921, 42, 421 -438). — These experiments were started 
™ object of determining in which direction ring formation 

bb* 
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would take place when the quinaldine synthesis was appUed to 
6 -aminotetrahydroquinoline or 6 -aminokairohne ( 6 -ammo- 1-methyl, 
tet rahy dro quinoline), the point having a bearing on the problem 
of the distribution of double bonds in polymielear systems. I t 
was found that only the phenanthrene type of derivative was 

formed, not the anthracene type. , , 

ti-Amino-l- methyllel rahydroqu in ohn e was prepared by reduction 
of 6 -nitroso - 1 -methyltctrahydroquinoline. It has b. p. 16^ 
165°/11 mm., and darkens rapidly in air. 1 he position of % 
amino-group is inferred from analogy with 6 -mtrosotetrahydro. 
uuinoline. By the quinaldine synthesis was obtained 6 : 1 -dimethyl 
7:8:9: lQ4eirahydro-\p-phenantkroline (annexed 
formula I). The base crystallises with 1 niol. 
of water in rhombic four- or six-sided tablets, 
sulphur-yellow in colour, m. p. 69°. The water 
is difficult to remove ; the anhydrous base has 
m. p. 52°. The mmohydrocHoride has an in. 
tense red colour, and crystallises in six-sided 
tablets The dihydrochloride is colourless. The phtinichlmk, 
C < H N H PtCL RoO, is a reddish-yellow, crystalline powder, 
sparuigly soluble in water. Demethylation of (1) was accomplish 
bv heating the hydriodide of the base in a stream of carbon diox.de 

100 900° The demethylated base, ^methyltetrahydro-ty-pkn- 

anlhrdine (II), was difficult to purify; its m. p. is probably abow 
70° It crystallises with 21H 2 0. Its monohydrochhnde is red, 
and forms a crystalline mass by evaporation of its alcohohc Mlabon; 
the dihudrocUoride is colourless, deliquescent, and difficult to 
crystallise. By reduction with hydriodic acid and red phosphor* 
3 liethylodakydro-^phenanthroUne was obtained^ The base couH 
not be crystallised, but the dihydroc-hlonde, C ]3 H ,,N 2 ,21IC , form, 
line, white crystals which sublime without melting. The « 
octahydro-oompound was obtained by reduction of ( 1 ), demcthyl 
ation occurring during reduction. By exhaustn^ reduefon t 

‘Tf - nCH PtCrZd. By o'dation of tte 

demethvlated base'lll)! withmercuric acetate, four hydrogen atora 
were removed, and 3 -methyU-phenanthrohne was obUmed. lt 
could not be completely purified ; the free base had m. p. 

formula ill), it was prepared by canying M 
the quinaldine synthesis on 6 -ammoquinolme 1 « 
m. p. of the, hydrated form (4H 2 0) was 84-^ 
and of the anhydrous base 115°. J^e iden i 
the two preparations was « 'taWuhf there b 
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ing that the synthesis takes the same | couw mjj 


6 -aminoquinoline. 


mg uiax me byiiuicato 

the 6 -amino - 1 -methyltctrahydroquinoline as 


E. H. R- 


A Naphthalenic Di-isatin. Jn. Martinet and I I '■ 

(Bull Z. chim., 1922, [iv], 31, 435-440).-! : 5 -Naphthyl® 
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famine condenses with ethyl mesoxalato in acetic acid solution 
rive ethyl j3 (3 aphtkahisdioxin dole-3 : 8 -dicarboxylate (annexed 
CO formula), decomp, about. 300°, 

‘i — * which gives a diacetyl and a teira- 

A /C*C0 2 Et wetyl derivative, both forming 

/ 10 Y y \ colourless crystals. When hydro- 

HO t I < OH lysed with aqueous sodium hydr- 

ff) ^ oxi de in the absence of air and 

a qq| 7 «|^jq subsequently acidified with hydro* 

chloric acid, the ester jfields 
[ : ^mphthahisdioxi n dole . If the saponification is carried out in 
lie presence of air with constant agitation, the product is 1:5- 
' ; <Tj Mhadi-isatin , which gives a m o :? ophe n ylhydrazon e and a diphenyl- 
The corresponding sodium and potassium isolates are 
soluble in water, giving yellow solutions. W. G. 


Addition of Hydr azoic Acid to Derivatives ol Carbodi- 

imide. R. Stolle {Ber., 1922, 55, |£?J, 1289— 1297).— A pre- 
liminary description of the preparation of tctrazoles by the action 
Df sodium azide on derivatives of carbodi-imidc. 

Carbodiphenylimide and carbodi-p-tolylimide are converted by 
sodium azide in boiling absolute alcoholic solution into 5-anilino- 
1 -phenyl -1 : 2 : 3 : 4-tetrazoic, m. p. 161°, and 5-p-toluidino-l-p- 
toiyl-1 : 2 : 3 : 4-tetrazole, m. p. 211°, respectively. The latter 
substance is also prepared in good yield bv the action of sodium 
azide and lead oxide on di-p-tolylthiocarbimide. By an extension 
of the method to the corresponding mefa- and oriAo- compounds, 
d m-lohadino-\-m-tolyU\ : 2 : 3 : 4 -teirazole, coarse leaflets, m. p. 
147°, and S-o-toluidino-l-o-tolyl-l : 2 : 3 : 4-tctrazole, needles, m. p. 
152°, are obtained. 5-Pkenylhydraziho-l-pkenyl-l : 2 : 3 : 4-tetrazole, 
from rtS-diphenylthioseniicarbazide, lead oxide, and sodium azide, 
crystallises in yellowish -white, lustrous leaflets, m. p. 190° 
(decomp.). Under similar conditions, pheny It hiocarba mide yields 
5-amino- 1 -phenyl- 1 : 2 : 3 : 4-tetrazole, lustrous leaflets, m. p. 159°, 
which appears to have been prepared previously from phenyl- 
tliiocarbimidc and hvdrazoic acid by Olivcri-Mandala and Xoto 
(A., 1913, i, 774), who, however, misinterpreted their reaction; 
it gives an acetyl derivative, small, matted needles, in. p. 211° 
(decomp.) after previous softening, and a nitroso- compound, decomp, 
ibout 108°. 5 • A wmi? o - 1 - p - f olyl - 1 : 2 : 3 : 4 -tetrazole crystallises in 
Jolourless, lustrous leaflets, m. p. 176°. Phenylthiocarbimide and 
3-tolylthiooarbimidc are converted smoothly by sodium azide in 
the presence of boiling alcohol into 5-thiol- 1 -phenyl -1 : 2 : 3 : 4- 
xrtrazole, m. p. 152°, and 5-thioU-o-tolvl-l : 2 : 3 : 4-tetrazole, 
31 ■ P- 131° (decomp.). 

Sodium thiocyanate is obtained by the interaction of sodium 
izide and carbon disulphide in boiling alcoholic solution, 
oxanilideimidc chloride and sodium azide give 1 : V -di phenyl - 

llA ' 5 : >l) detrazde, ^ ^ n. , needles, m. p. 212°. 

h. w. 

bb* 2 
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The Reaction of Benzylidenebenzhydrazide Chloride and 
Dibenzhy dr azide Chloride with Sodium Azide. R. Sxorifc 
and A. Xetz ( Ber 1922, 55, [B], 1297— 1305).— Benzy]i<b ne . 
benzhydrazide chloride reacts with sodium azirle in boiling ethyl, 
or methyl-alcoholic solution with the formation of 1 dienvjlidm. 

: 2 : 3 : Ueirazole, m. p. 105° (the corresponding 
iodochloridc , (J u H n N fi ia has m. p. 146°) ; reaction occurs probably 
in accordance with the scheme : CPhClIN’NICHPh 

.XlCPh t 

N 3 *CPh:X*N:CHPh +NaCL — > N S\ T -N-N;CHPh’ but cannot fc 


arrested at the intermediate stage. With anisylidineanishydrazide 
chloride in methyl-alcoholic solution it is possible to isolate both 
azidoanisyliden ean ishydrazi de, slender needles, m. p. 113° (decorap,], 
and l-anisylideneamino-o-anisyl-l : 2 : 3 : 4-!etrazole, slender needles 
or leaflets, m. p. 147°. 

Dibcnzhydrazide chloride is transformed by sodium azide in 
boiling methyl-alcoholic solution into azidodi ben zkydra : i 
Xo’CPhiX -XiCXyPh, long, slender needles, m. p. 139° (decorap.); a 
\' # CPh A T Ph*X NlCPln .NPh-N 

sodium saltJ/^iv>K-NN^C< N _y or ^— N >N-N:C< XXa .a 


is formed as by-product. The latter compound is the chief product 
when boiling ethyl alcohol is used as solvent (in addition, a cow- 
pound, leaflets, m. p. 172" (decomp.), which is converted by boiling 
hydrochloric acid into l-amino-5-phenyl-l : 2 : 3 : 4-tetrazole) ; ft 
is also obtained from a zidod i ben zhyd razidc and sodium azide in 
the presence of boiling ethyl alcohol. The corresponding free add, 
C ]4 H u N 9 , crystallises in small, slender needles, m. p. 192° (decomp.}; 
the silver salt is described. The action of methyl iodide on the 
silver salt or of methyl sulphate on the sodium compound yields 
two methyl esters, C 15 H 13 X 8 , short rods, m. p. 150° (dccomp.). and 
coarse crystals, m. p. 124°. The silver salt is transformed by ethyl 
iodide into two ethyl esters, m. p. 123° and (?) 122°, respectively 
(mixed m. p. below 120 c ). 

A zido dibenzhy drazide is converted by boiling ethyl alcohol 
into nitrogen and A-andoethoxymaikylainino-o- phenyl A . 1 .3.1- 

tetrazole, ^^?^f>X*XH’C(OEt)!XPh, rhombic plates, m. p. 144 1 

(deeornp.) after previous softening. It is transformed by dilute 
hydrochloric acid into ethyl alcohol, aniline, and l-amino-5*pheml- 
1:2:3: 4-tctrazole. 1-A u i lorn ethoxy met hylatn i no-o-phe nyl -\ : ■ 0 
tetr azole, rhombic platelets, m. p. 157°, is prepared from the ami 
and methyl alcohol at 100". 


The Replacement of Diazo-groups by Nitro-groups. b 

Vesely and K. Dvorak {Bull. Hoc. chim ., 1922, [iv], 31, ^ 
424). — For the replacement of the diazo-gvoup by the nitro-gro P 
in the Sandmeyer reaction, the authors recommend the add 1 , l01 ?/\ 
mixture of molecular copper or copper bronze and an alkali ni ri 
the solution of the diazonium salt. Such a mixture 8 

yield as the double copper sulphite and an alkali nitrite. 
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Action of certain Hydrazines and of Pyridine on 5- 
Rromo-1 : 2 : 4-trinitrobenzene. Michele Guta (. Gazzetia , 
h? 22, 52, i, 346—349; cf. this vol, i, 649).— In the action 
of - hydrazine hydrate on 5-bromo-l : 2 : 4 -trinitrobenzene, the 
1 nit ro- group is first attacked and eliminated as nitrous acid, so 
that secondary reactions may occur : (1) C 6 H 2 Br(N0 2 ) 3 +2N 2 H 4 = 

' H,Br(N0 2 ) 2 ' NH p NH 2 +N 3 H +2H 2 0, (2) C 6 H 2 Br(N0 2 ) 2 *NH-NH 2 + 
VH-C 6 H 2 (N0 2 ) 2 (NII«NH 2 )-N 3 +HBr, and (3) 0 6 H 2 Br(.\0 2 ) 3 -f 
iTH 4 ^A(N0 2 ) 2 (NH-NH 2 ) 2 -| N 3 H+2H 2 0-fX 2 H 4 ;HBr. There 
exists, therefore, the possibility of the formation of dinitrophenyl- 
hvdrazinazide, in accordance with equation (2). With excess of 
livdrazine hydrate, the reaction (3) takes place, whilst with 2 mols. 
0 f hydrazine hydrate and 1 mol. of the bromotrinitrobenzene the 
reaction is represented by equation (1). The action of phenyl- 
hydrazine gives rise to ..i-bromo-2 : 4-clinitrohydrazohenzene and 
to 4 : 6-dinitru-l : 3-dihydrazino benzene, which decomposes at 
about 253° (cf. Borsche, A., 1921, i, 401). «.s-Phenylmethyl- 
livdrazinc yields 5-bromo-2 : 4-dinitromethylhydrazobenzene, and 
pyridine an additive compound of the type of those obtained by 
Zincke from 4-chloro-l : 3-dinitrobenzene and pyridine or quinoline. 

5 . Bromo -2:4- dinitropkcnylkydrazine, 0 6 H 2 Br(X0 2 ) 2 *XH*XH 2 , 
crystallises in flattened, lustrous, pale yellow needles, in. p. 203- - 
204°, and gives a yellow coloration with sulphuric acid arid a dark 
red coloration with alkali in presence of alcohol. 
o-Bromo - 2 : 4 -di n itroacctyl phe nylhjd razine , 
C 6 H 2 Br(N0 2 ) 2 -XH-XIIAc } 

forms orange-yellow prisms, m. p. 188—189°, and in alcoholic 
solution gives a dark red coloration with alkali. 

j-Bmuo-'l : 4 -dinitrohydrazobettzoie, C 1 6 K 2 Br(X0 2 ) 2 *XH*XHPh, 
crystallises in lustrous, orange-yellow lamellae, m. "p. 154—155°, 
and forms intense reddish-brown salts with alkaline bases. 

H-Bromo-2 : A-diftilromelhylhydrazobe^zr'tie, 

C 6 H 2 Br{X0 2 ) 2 - X H-XMePh , 

forms red prisms, m. p. 138- 139°, and in alcoholic solution yields 
a dark red coloration with alkalis. 

2:4: ii-Trinilro phe rtylpyridi n iu m bromide , C-H 5 X BrC fi H, 2 (X0 0 ) 3 , 
crystallises in lustrous, golden-yellow lamella** m. p. above 300", 
and gives a dark red coloration with alkalis. T. H. P. 


Colloidal Chemistry of the Proteins. III. A. Fouor 
[Kolloid Z, 1922, 30, 313—336; cf. A., 1921. i, 81, 701).— From 
a number of coagulation and poptisation experiments with fibrin 
sols, together with much previously published data, the author 
concludes that the dehydration of protein gels leads, exactly as 
in the case of a large number of inorganic gels, to the formation 
of nmv and more stable molecular structures which are characterised 
by a reduced tendency to enter into reactions, whilst, on the other 
poptisation of such structure gives, owing to combination 
'nth water, reactive disperse particles. It is shown that the larger 
or smaller particles obtained by precipitating proteins are not to 
e re S ar ded as accidental, but as structures combined with different 
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amounts of water and of different reactivity. The author differ 
entiates two' stages between the hydrate in which the water is 
weakly held and the solid swollen gel. These he terms loosed 
held water (micellar water, and imbibition water) and water ad 
sorbed on the surface, The adsorbed water is regarded as held 
by the protein owing to it adsorbing one ion of water and givj n g 

a complex which is formulated (P ■<--> II)OH or (P < — ^ 0H)H 
This complex the author terms an “ enhydron.” In the case of 
globulin, the enhydron is represented by I ; this when treated with 
alkali becomes through adsorption an alkali enhydron and is repre- 
sented by II. The character of the enhydron remains unchanged 

/ -OH-\H + 


(I.) 


I P-OH 
V -OH 


OH-\H 


!H+ 

/ H + 


(II.) 


,-OH- 
-OH~ 

— OH- Na + 


H + 

H+ 


so long as the adsorbed water is in excess of the alkali, but when 
the alkali is in excess the complex ceases to be an enhydron and 
becomes an “ ekhydron.” In the same way, acid-enhydrons can 
be formed. The changes of yeast proteins, globulin, and casein 
are considered on the basis of this hypothesis. J. F. S. 


Discrepancies between the Observed and Calculated 
Potential Difference of Protein Solutions near the Isoelectric 
Point. Jacques Loeb {J. Gen , Physiol 1022, 4, 617—619). — 
The discrepancies previously noted (A., 1921, i, 627, 693, 822) 
between the observed values of the influence of the P n on the 
potential difference between protein solutions inside collodion 
bags and protein free aqueous solution and those calculated on the 
basis of Donnan’a theory disappear when both inside and outside 
solutions contain a buffer salt. This show’s that the differences 
w r ere due to inaccuracies in the measurement of the P H of the outer 
solution near the isoelectric point of the protein. C. R. H. 

The Regulation of Osmotic Pressure. II. The Effect of 
Albumin on the Conductivity of a Sodium Chloride Solution. 

Walter W. Palmer, Dana W. Atchlby, and Robert F, Loeb 
(J. Gen ■. Physiol., 1922, 4, 5 85 — 589).— At a P N of about 3*0, increas- 
ing concentrations of albumin increase the conductivity of O'6 a 0 
sodium chloride; at a P n of 7-3 and at the isoelectric point of 
albumin, the conductivity is diminished by such additions. 


The Proteic Acids of Urine. I. The Hydroxyproteic. 

Acids. S. Edlbacher ( Z . physiol. Chem., 1922, 120, 71 — 84).— 
The barium salt of hydroxyproteic acid showed the same properties 
as that described by previous workers. Free hydroxyproteic acid 
consists of urea, and a carbohydrate, probably a tetrosc, which 
yields an osazone, C 16 H 18 0 2 N 4 , m. p. 130°. By treating the sub- 
stance with alcohol and other, a compound is obtained which id 
many respects resembles Moor’s urein. Hydroxyproteic acid does 
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not contain any hexone bases, but possibly traces of other amino* 
wids. S - S ' Z - 

The Colloidal 'Behaviour of Edestin. David J. Hitchcock 
(J Gen. Physiol ., 1922, 4, 597—615). — Edestin reacts like an ampho- 
+ rir electrolyte and behaves otherwise in a manner entirely ana- 
logous to that described by Locb (A., 1921, i, 627, 693) for gelatin, 
casein, and albumin. C. R. H. 

Kinetics of Trypsin Digestion. John H. Northrop {J, Gen. 
Phtsiol, 1922, 4, 487 — 509). — Experiments on the rate of hydro- 
1 sis 0 f gelatin and casein by trypsin (the rate being measured by 
the increase of hydrolysis products) show that this rate does not 
increase in proportion to the substrate concentration, but becomes 
constant after the latter has reached about 3%. A mixture of 
casein and gelatin is digested at a rate which is equal to the sum 
of the rates of hydrolysis of the two substances separately. The 
rate of digestion is unaffected by the viscosity of the solution or 
by the concentration of ionised protein. The effect of inhibiting 
substances on the hydrolysis is independent of substrate concen- 
tration, which is taken as evidence against the existence of an 
enzyme-substrate compound. There is evidence to show that 
enzyme and inhibitor form a highly dissociated compound. These 
results may be explained by the fact that the increase of products 
of hydrolysis does not give a true measure of the change in con- 
centration of substrate. If the decrease of casein or gelatin is 
measured directly, the reaction is found to conform to the law 
of mass action, the rate of digestion being proportional to the 
concentration of substrate. The difference in the results obtained 
by the two methods is dne to the fact that the reaction is not a 
simple one, but a series of consecutive reactions. C. R. H. 

The Digestion of Histone Sulphate with Pepsin and Hydro- 
chloric Acid. K. Felix ( Z . physiol. Chem. } 1922, 120, 94 — -102). — - 
The histone sulphate from the thymus of the calf was digested 
with pepsin and hydrochloric acid and precipitated with sodium 
picrate. The filtrate was treated with phosphotungstic acid, and 
the precipitate again treated with silver baryta. The precipitate 
from the silver fraction contained a substance resembling the 
original histone, but the distribution of nitrogen in it was some- 
how different, and also it did not give Millon's reaction. The 
filtrate from the silver fraction showed a content of 17% arginine-xY, 
13% Iysine-A T , and 70% monoamino-acid-„Y. The monoamino- 
acids of this fraction gave Millon's reaction. The phosphotungstic 
precipitate showed the presence of peptides, probably dipeptides, 
but no amino-acids. Lasvulic acid was also found in this fraction, 
but its origin was traced to the pepsin preparation. S. S. Z. 

The Conditions of Acidity and Thermolability of Sac- 

charase. Hans vox Euler and Karl Myrback (Z. physiol. 
Chetn., 1922, 120, 61 — 70). — Purified preparations of saecharase 
manifested the same acidity curve as previously established with 



i. 694 


ABSTRACTS OF CHEMICAL PAPERS. 


less pure preparations. On the other hand, the purified prepara, 
tions showed a greater stability towards heat. b. S. 2. 

Blood Saccharase and the Antigen Properties of Y egst 
Saccharase. E. Knaffl-Lenz (Z. physiol, V 'hern., 1922, 120 
110—125) —The injection of sucrose into rabbits did not produce 
a serum capable of inverting this sugar. Immunisation with 
potent preparations of yeast invertase yielded a serum which 
inhibited the inverting capacity of invertase only to a small extent. 

S.S 7 


Mannanase and Levidulinase. Minoru Mayeda (J. Biochem. 
[Japan], 1922, 1, 131 — 137). -The mannan of the food “konjak- 
powder is liquefied by saprophytic bacteria, yielding ** levidnlin,” 
but not mannose. Certain fungi, such as A spergillus mger, liquefy 
mannan bv their exoen/.ymes, but also have a distinct endoenzyme 
which hydrolyses " levidulin. Chemical Abstracts. 

Enzymic Fat Synthesis. I.. Shegel {Z. physiol Cbm., 
1922, 120, 103— 109). — On incubating cellulose, dextrose, and starch 
with" enzyme preparations from certain oil-bearing seeds, a low 
production of fatty substances was established. S. S. Z. 

Preparation of Organic Compounds of Boron with the Aid 
of Boron Fluoride. II. Boron Triphenyl and Phenylhoric 
Acid. Erich Krause and Rudolf Nitsche (Ber., 1922, 55. 
[B], 1261—1265; cf. this vol., i, 22).— Boron triphenyl, BPh 3 , 
long, colourless, hexagonal rods, m. p. 136°, b. p. 203°/ 15 mm., 
is readily obtained by passing gaseous boron fluoride into an 
ethereal ‘solution of an excess of magnesium phenyl bromide; it 
is isolated by distillation of the residue left after removal of the 
ether, under diminished pressure in an atmosphere of nitrogen. 
It readily becomes oxidised on exposure to air, without, however, 
being inflamed ; it is stable in an atmosphere of nitrogen or carbon 
dioxide. It is somewhat rapidly decomposed by alcohol with 
the formation of esters. If an excess of the Grignard reagent i* 
avoided, the product of the reaction is composed of a mixture of 
boron triphenyl, boron diphenyl fluoride, and boron phenyl difhoridr, 
the latter substances have not yet been isolated in a homogeneous 
condition. Crude boron phenyl difluoride is transformed by hot 
water into phenylhoric acid, BPh(OH) 2 , which is dehydrated by 
exposure to phosphoric oxide to phenyl boron oxide, BPhU. ^ 


Action of Mercuric Acetate on Nitrobenzene. J. p *^ rBA ^ T 
and J. Jurgens {Versing. Akad. Wetensch . Amsterdam, 19^, 
1074— 1076).— By heating mercuric acetate with nitrobenzene at 
130* for three and a half hours, addition of sodium chloride and 
removal of the excess of nitrobenzene by distillation with steam, 
a light vcllow residue is obtained which is separable into o-ni r 
phenylmercuric chloride (Dimroth, A., 1902, i, 656), 
oo’-dinitrodiphei.yl, m. p. 206", and a material insoluble m Jigm 
petroleum from which a pure substance could not be isolated. 

1 Chemical Abstracts- 
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Mercuriation in the Aromatic Series. I. Phenolmer- 
ruri-acetates and -hydroxides and their Derivatives. E. 

\Umeli (Gdzzett(i, 1922, 52, i, 352 — 368). — The author has inves- 
tigated the monomercuri-acetates, -hydroxides, and other salts of 
phenolmcrcury obtained from ordinary phenol. Under all experi- 
mental conditions, even when a preponderance of phenoldiniercuri- 
acetate results, both the ortho- and para-monomercuriacctates 
are formed. To obtain the monomercuriacetates, it is best to 
heat the phenol and mercuric acetate together without solvent, 
whilst in acetic acid solution the product consists almost solely of 
the dimercuriacetate. In order to determine the positions of the 
«Hg*0Ao group in the two monomercuriacetates obtained, these 
have been converted into the corresponding chlorides, for which 
the positions of the *HgCl groups have already been established 
(Dimroth, A., 1899, i, 54, 428; 1902, i, 656, 849). The action of 
iodine on o-phenolmercuriacetate yields, besides o-iodophenol, 
also 2 : 4-di-iodophenol and 2:4: 6-tri-iodophenol, the reaction 
being probably catalysed by the mercury compound. 

The isomeric phenolmonomercuriacetates have been converted 
into the corresponding hydroxides, bromides, iodides, nitrates, and 
sulphates, some of these being obtained by the action of alkali 
hydroxides or salts on the acetates and others by treating the 
phenolnicrcurioxide with acids. The action of alkali iodides on 
the acetate sometimes yields the mereuridiaryl compound, HgR 2 , 
which often decomposes, giving the original phenol, but if the 
reaction is carried out under mild conditions, the phenolmercuri- 
iodide- is formed. 

Pkenol-o-memmaceiafe, OH»C 6 H 4 , Hg*OAc, forms long needles or 
white, dendritic crystals composed of microscopic, hexagonal, or 
rhombic prisms, and melts at 157° to a turbid, red liquid which 
afterwards becomes clear and at 210 — 215° decomposes with 
evolution of gas and red vapour and sublimation of mercury 7 . 
By alkali hydroxide solution, it is dissolved, with formation of 
the corresponding hydroxide, and treatment of this alkaline solution 
with carbon dioxide results in the formation of the internal oxide 
(Dimroth, A., 1902, i, 849). By hydrogen sulphide, the acetate 
is not affected in aqueous suspension, but in presence of hydro- 
chloric acid mercuric sulphide is precipitated. In aqueous acetic 
acid solution, the acetate is converted by sodium chloride into the 
corresponding chloride. 

Phenol-p-mercuriaceiate forms long, slender needles or dendritic 
masses or microscopic, triangular prisms, m. p. 165', and decom- 
poses at 210 — 215° similarly to the ortho-isomeride. 

Pheriol-o-mercurichloride has m. p. 150° and the para-compound 
m. p, 222° (cf. Dimroth, loc. cit.). 

Phenol-a-mercvribromide , OH*C 6 H 4 *IJgBr, forms slender, silky 
needles, sometimes in bundles, m. p. 130 — 132°, the clear red liquid 
becoming turbid at 190° and solidifying and decomposing at 195“. 
The memm-iodide crystallises in white, stellar aggregates composed 
of tufts of short, microscopic prisms, m. p. 121°, the clear red liquid 
turning turbid at 170 — 180° and decomposing at 200 — 210'. The 
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nitrate, 0H’C 6 H 4 *HgN0 3 , is a white, crystalline, infusible com. 
pound, blackening at about 200°. The sulphate, (OH*C 6 H 4 ‘Hg) 2 S0 4) 
and hydroxide are white, pulverulent, and infusible.^ 

Pkenol-p-mercuribramide forms scales, m. p. 144- — 146°, decom- 
posing and solidifying at 200 — 210°. The iodide is obtained as a 
white powder, m. p. 134 — 135°, and decomposes at 200 — 210°. Th e 
nitrate forms white crystals and decomposes at 210°. The sulpha^ 
and the hydroxide are white, infusible compounds. T. H. p. 

Mercury Compounds of Hydroxybenzaldehydes. Thomas 
Anderson Henry and Thomas Marvel Sharp (T., 1922, 121, 
1055—1060). 

Organo-derivatives of Tin and Lead. I. Application of 
Lead and Tin Tetraphenyls in the Preparation of Organo- 
metallic Compounds, Archibald Edwin Goddard, Juliu? 
Nicholson Ashley, and Richard Bromley Evans (T., 1922, 121, 
978—982). 


Physiological Chemistry. 


Free and Bound Water in the Blood. Benjamin S. Net- 
hausen ( J . Biol. Ckem., 1922, 51, 435— 438). — Water imbibed 
by the serum proteins retains dissolved salts in practically un- 
changed concentration. Hence it is impossible to prove or disprove 
theories of bound and free water by physico-chemical methods 
based on colligative properties. E. S, 


The Interactions of Oxygen, Acid, and Carbon Dioxide in 
Blood. A. V. Hill (,/. Biol. Ckem., 1922, 51, 359—365).— 
Mainlv a re-statement of the author's theory (this vol., i, 193). 

E. S. 


Active Hypersemia. D. T. Harris {Proc. Roy. Soc., 1922, 
[B\ 93 , 384 — 405).— The increased blood supply to an organ 
during muscular activity is independent of alterations in vaso- 
motor or vaso -constrictor tone, but it is due to the products of 
metabolism. Of these products, carbon dioxide and a-hydroxy- 
acids are found to be increased. 0. It- H. 


The Distribution of Sugar between Corpuscles and p l asn ^ 

W. Falta and M. Richter-Quittner (Biochem. Z ., 1922, 129, 
576 — 581). — Using exact methods of analysis, corpuscles are found 
to be free from dextrose if clotting is completely avoided, or i 
clotting is complete. ** * 1 

Influence of Optical Activity on Cell Permeability ■ 

Yashiro Kotake and M. Ok ah aw a (J. Biochem, 

1, 159 — 164). — Colorimetric estimations of d-, and dt-hyuroi) 
phenyl-lactic acid left unabsorbed after incubation with biooo 
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corpuscles in normal saline solution show that only the ^-compound 
penetrates the cell-wall to any appreciable extent. 
v Chemical Abstracts. 

Sensitiveness of Cells to Poison as a Function of their 
Colloid-chemical Conditions. Hans Handovsky ( Kolloid Z., 
1922, 30, 336 — 341). — A theoretical paper in which the sensitive- 
ness of cells to poison is discussed in connexion with the colloid- 
chemical condition of the cells. It is shown that the sensitive- 
ness to poisons and poisoning is of necessity closely connected 
with the stability and variability of the colloid-chemical condition 
of the protoplasm colloids. The difference of the sensitiveness of 
red blood corpuscles to poisoning in solutions of sucrose and in 
solutions of salts is explained as follows. The sucrose brings about 
in the continuously changing sol ^ gel system of the protoplasm 
a more gelatinised condition, which is accompanied by a decrease 
in the degree of dispersion, and this makes the blood less sensitive 
toward the surface active poisons. Solutions of salts act in the 
opposite sense ; they make the blood in sucrose solution sensitive 
again, and in those cases where the salt has no haemolytic action 
of its own it increases the sensitiveness according to the laws which 
govern the increase in adsorption brought about by the salts. 
This fact may be regarded as a confirmation of the above quoted 
hypothesis. J. F. S. 

Glycolytic Action of Leucocytes. I. Ivanshi Fukushima 
(J. Biochem. [Japan], 1922, 1, 151 — 158). — The leucocytes, obtained 
from the peritoneal cavity of rabbits previously injected with 
bouillon, are suspended in Kona, and Michaeliss citrate mixture 
of p H 7-765, washed with the aid of a centrifuge, incubated with 
isotonic glucose solutions for definite periods, and the sugar estim- 
ated by Bertrand’s method. The reducing power diminishes 
gradually within forty-eight hours, and then remains constant, 
but after seventy-two hours it begins to increase again. Neither 
pancreatic juice nor pancreatic tissue has any effect on the glycolytic 
action of leucocytes. Chemical Abstracts. 

The Action of the Pkosphatides on the Coagulation of 
Blood. E. Zunz and J. La Barre (Arch. inf. physiol 1921, 18, 
116—127). — A study of the effect of cytozymin, keph&lin, and 
lecithin on blood coagulation in vitro. Cytozymin and lecithin 
show the solubility characters of the cytozyme of Bordet and 
Dclange {Ann. inst. Pasteur, 26, 657, 737). Cytozymin only con- 
tains aminated nitrogen; lecithin contains no nitrogen in this 
form. The addition of small amounts of either of these two com- 
pounds to clear serum in the presence of calcium makes such serum 
induce coagulation in diluted oxalatcd plasma. An excess of 
lecithin or cytozymin inhibits coagulation. Cytozyme contains 
most of its nitrogen in the amino-form. It is probably a mixture 
of cytozymin and lecithin. Kcphalin is to be considered as a 
thromboplastic agent. Chemical Abstracts. 
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Regeneration of Diastase and its Dependence on Oxygen, 

W. Biedermann ( Biochem . Z ., 1922, 129, 582— 593).— If an active 
filtered saliva be heated just to 100°, it becomes turbid. The 
diastatic activity of this solution is small but is regenerated to a 
considerable extent by vigorous shaking with air. If, however 
the heated saliva be again filtered, the filtrate, free from oxygen’ 
is practically inactive, but is slightly activated by shaking with 
air. This activation is attributed to oxygen, although the finely 
divided coagulated protein plays a part. H. K. * 

Gastric Juice. III. Juice from the Empty Stomach. 

Maki Takata (J. Biochem. [Japan], 1922, 1, 107 — 121). — One 
hundred e.c. of the juice, d 1-006 — 1*007, yield 14873 grams of 
dry residue, of which 0*5035 gram is ash, and contains pepsin 
pepsinogen, rennet, lipase, nuclease, amylase, and maltase, but 
not sucrase. The mucus content of the juice secreted in unit 
time does not appear to be influenced either by previous feeding 
or by the presence of 0*5% hydrochloric acid. The amount of 
reducing sugar produced by hydrolysis under standard conditions 
is a measure of the mucus, which exists in the juice in the form of 
mucoitinsulphuric acid. Chemical Abstracts. 

Disappearance of Nitrogen during Digestion. A. Goutx 
and P. As dou art) {Bull. soc. hyg., 1921, 9, 381' — 387). — The 
digested nitrogen is equal to the dietary nitrogen less the nitrogen 
of f seces, brushings, hair, etc. In cattle, it is assumed that for 
each kilo increase in weight, 180 grams of protein containing 28*8 
grams of nitrogen are retained as growth-nitrogen, whilst in the 
case of pigs it is assumed that 19*2 grams of nitrogen are retained 
for each kilo increase in weight. The results of experiments on 
calves, adult cattle, and pigs arc given. Chemical Abstracts. 

The Relative Activities of the Secretins of the Digestive 
Tract. Katsumi Haramaki ( Biochem . Z., 1922, 129, 503 - 
506). — Experiments on the dog show that all sections of the mucous 
membrane of the intestines except the jejunum are equally active 
as regards secretin content. The jejunum is slightly less active. 

H. K. 

Purine Metabolism. Fate of Ingested Purines. Mitzvci 
Kikitchi (-/. Biochem. [Japan], 1922, 1, 83 — 106). — Feeding experi- 
ments were carried out for seventeen days with a diet containing 
only 0*00269 gram of purine-nitrogen; these were followed by 
three meat periods of six days each with an intake of purine- 
nitrogen ranging from 0*1 — 0*3 gram, and finally by three periods 
of three days each with an intake of purine-nitrogen of 0*22, 0*44, 
and 0*66 gram respectively. Daily analysis showed that endo- 
genous purine- nitrogen elimination in urine remains about 0*18 
gram. Purinc-nitTogen in the f feces is about 0*05 gram per day, 
whether the diet is rich or poor in purine ; neither arc purine bases 
in the urine markedly increased on a purine-rich diet. With 
increase in the intake of purine-nitrogen, its output in the urine 
likewise increases, but the purine-nitrogen balance shifts con* 
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tinually. With intakes of (MM) 2 57 to 0*04422 gram of purine- 
nitrogen, there was a negative balance of —0-1794 to —0-0415 
gram per day; with an intake of 0-6623 gram, the balance was 
j-0-1048 grarh. The amount of purine-nitrogen in urine can bo 
calculated from the formula Y -= ( % -\-ti X){l-\-bX), where X is 
the purine-nitrogen intake, Y the amount in the urine, E 0 the 
endogenous purine- nitrogen, a the kidney coefficient, and 6 the 
tissue coefficient. The value of b is usually 0-4 -0-5, whilst that 
of a varies according to the diet, being greater in those living on 
low purine-nitrogen diets, and is especially small in gouty 
individuals. Chemical Abstracts. 

Determination of the Carbohydrate Assimilative Power of 
Man. Kozo Sakacuchi, Osamu Asakawa, and Toshitane 
Matsuyama (J. Biockem. [Japan], 1922, 1, 139 — 149). — Samples 
of blood are taken immediately before a test- meal is eaten, and 
then every half-hour for two hours. Alimentary hyperglycemia 
does not exceed 0*14% and the sugar level has returned to the 
original in one to one and a half hours in normal persons. When 
the blood sugar rises to 0*15% and hyperglycemia lasts for two 
hours, the assimilative power for carbohydrate is impaired. 

Chemical Abstracts. 

Nutritive Value of Fats and Lipoids. I. Katsumi Taka- 
hashi ( J . Chem. Soc. Japan , 1922. 43, 201 — 242). — The results are 
summarised as follows : The lipoids, such as cholesterol, lecithin, 
kephalin, and protagon, or triglycerides have no action like that 
of fat-soluble vitamin -A ; the former have also no action like 
water-soluble vitamin-2?. The lipoids have not only a bad effect 
on the nutrition of animals, but also a tendency to prevent 
growth : cholesterol has the worst effect, preventing the growth 
of young animals and diminishing the resistance to disease. The 
physiological action of fat-soluble vitamin-d stands in close relation 
to the metabolism of fats. The greater the molecular weight of a 
fat, the more fat-soluble vitamin-M is needed. When the quantity 
of fat is increased, the quantity of fat-solub1e-M has to be increased 
to obtain good nutritive value. Similarly, vegetable fat needs 
much fat -soluble-,1 , and fats containing large quantities of sterols 
have always poor nutritive values in spite of the quantity of vitamin. 
When triglycerides of different fatty acids are given to animals 
with food poor in fat -soluble-.!, the physiological value of each 
fat is different. The difference is related to the molecular weights 
of the fats and is not to be attributed to their relative fusibilities. 
Ihe nutritive value of fats derived from non-volatile acids decreases 
with increase in molecular weight, whilst with fats derived from 
volatile acids the reverse is the ease. In general, the nutritive 
value of fats decreases with diminution of the saponification value ; 
that of fats having a large Reichert-Mcissl value is not always bad. 
When the saponification value is small, the presence of '* iodine 
value ’ in a fat increases the nutritive value. K. K. 

Phosphatides of Fish Sperm. Minoru Sa no {,/. Biockem. 
[Japan], 1922, 1, I— 16). — Porgy, salmon, and cod sperm were 
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extracted successively with acetone, ethyl ether, and hot ethyl 
alcohol, the extracted substances dissolved in chloroform, washed 
repeatedly with 1% sodium chloride solution, the residue after 
removal of the chloroform taken up with ether add poured into 
acetone. The phosphatides thus obtained were free from nitro- 
genous impurities. The acetone extract contained cholesterol and 
cholesterol esters; the combined cholesterol formed 7*3% (porgy) 
8% (salmon), 4T% (cod) of the total cholesterol. Lecithin also 
was present. The fraction insoluble in acetone was chiefly lecithin- 
one-twentieth to one-thirtieth of the total residue not dissolved by 
hot ethyl alcohol was probably kephalin and perhaps also sphingo. 
myelin. The portion of the ether extract insoluble in acetone 
appeared to be cuorin. The alcohol extract contained (1) cholesterol 
(80% uncombincd) and phosphatides of unknown composition 
soluble in cold alcohol and acetone (2) lecithin (from cod) or a 
mixture of lecithin and kephalin (from salmon), soluble in cold 
alcohol, but not in acetone. The substance precipitated from the 
alcoholic extract by cooling consists mainly of cerebrosides ; sphinx 
myelin could also be identified- From 55 to 65% of the total lipin 
content of fish sperm is phosphatides, 15 to 18% cholesterol, 20 to 
30% fats, and 1 to 2% cerebrosides. Chemical Abstracts. 

Constitution of the Ovarian Egg of the Carp ( Cyprinus 
carpio). E. Fatjre-Fremiet and (Mlle) H, Garrault {Comp, 
rend ., 1922, 174, 1495 — 1498). — -The ovaries of the carp taken two 
months before spawning had the following composition : water 
66-3%, protein 25*7%, fat 6*2%, cholesterol 0-45%, carbohydrates 
0-0%, ash 2*0%. The hyaline globules are constituted by phospho- 
proteins, and the “ ichtidine ” by a mixture of a vitellin and a 
lecithin. The ether extract contains phosphatides 12*33%, 
glycerides 6*08%, cholesterol 1*34%, unsaponifiable matter 0*8%. 

W. G. 

Fatty Matter in “Herring Roe.” Katsumi Takahashi 
( J . Chem. Soc. Japan, 1922, 43, 257 — 268). — Analysis of “ Kazu- 
voko” herring roe, gave 8*32% water and 91*68% dried substance; 
the latter contained total nitrogen 11*22%, fatty matter 14*22%, 
crude ash 6*03%, and total phosphorus 0*54%. Fat-soluble 
vitamin- A was present. The fatty matter contained lecithin 
48*95%, kephalin 5*62%, cholesterol 7*59%, and oil 37*84%. The 
oil yielded 24*67% of saturated acids (palmitic and stearic) and 
75*13% of unsaturated acids (oleic and other higher acids). The 
lecithin and kephalin agree in properties and composition with 
those of the hen’s egg. K. K. 

Constitution of the Egg of the Trout (Trwffa fario). E. 

FaurIs-Fremiet and (Mlle) H. Garrault (Compt. rend., 1922, 
174, 1375 — 1377). — Ripe trout’s eggs at the time of laying contain 
water 58*5%, protein 29*81%, ether extract 9*16% sugars 0*34%, 
and ash 1*25%. The vitellin, ichtulin, was isolated and found 
to contain nitrogen 14*28%, phosphorus 0-57%, and ash 2-17%. 
The ether extract contained glycerides 10%, phosphatides 8*2%, 
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at least, and cholesterol 1 \37 % . The glycerides on hydrolysis yielded 
oleic and myristic acids. There was a small amount of a reducing 
sugar, but glycogen could not be detected. W. G. 

Optical Properties of Sphingomyelin. Minoru Sano ( J . 
Piockem. [Japan], 1922, 1, 17 — 20). — Sphingomyelin, prepared from 
cat’s brain, has m. p. 196—198° and contains 3-78% of phosphorus. 
Its solution in pyridine shows changes in rotatory power with fall 
of temperature. Chemical Abstracts. 


The liberation of Phosphoric Acid by the Retina in the 
presence of Light. Hermann Lange and Max Simon ( Z . 
physiol. Chetn., 1922, 120, 1 — 29). — The isolated retina of the frog 
or carp liberates more phosphoric acid in the presence of light than 
in the dark. In the case of retinae containing pigment epithelium, 
the liberation of phosphoric acid ceases more quickly when the 
illumination is stopped than in the case of the isolated neuro- 
epithelium. When the illumination is renewed the retina with 
the pigment epithelium shows an increase in the liberation of 
phosphoric acid. This is not the case when isolated neuro-epithe- 
lium is employed. The liberation of phosphoric acid by the isolated 
pigment epithelium is not influenced by light, and it is found that 
it contains only small quantities of organic and inorganic phosphorus. 
It is assumed that the action of the light degrades an organic 
phosphorus-containing compound with the formation of free 
phosphoric acid. The latter raises the permeability of the limiting 
membrane of the retinal epithelium. It is shown that the retina 
contains a substance which at 45° liberates phosphoric acid rapidly 
in the presence of sodium hydrogen carbonate. This acidogen 
which is the source of the phosphoric acid formed by the action of 
light is not considered to be identical with lactacidogen of transversely 
striated muscle. a q y J 


Oil from the Heads of Sea Animals of the Family Delphinidce. 

ohuichi Nakatogawa and Siiumei Kobayashi (J. Chem. Ind. 
Japan, 1922, 25, 158 — 168). — The authors have determined the 
specific gravities, solidifying points, refractive indices, acid saponi- 
fication, iodine, Hehner, and Reichert -Wollnv values and per- 
centages of unsaponifiablc matters (and iodine value of the latter) of 
ois from the jaw, head, and interior of head of six sea animals 
belonging to the family Ddphinidm. [See J. Soc. Chem. Ind., 
1922, July.] K K 


Anticoagulating Substances in the Mucous Membrane of 
^Uterus. Jessie L. King {Amer. J. Physiol, , 1921, 57, 
***-403). Pressure juice from the mucous membrane of the 
non-pregnant uterus of the pig frequently yields antithrombin. 
u!l P f gnan i uterus seIc * om yields any. Heparin (Howell and 
ti * Physiol, 1918, 47, 328) appears to be present some* 

m the pregnant and non-pregnant pig's uterus, but 
fL • r an tithrombin nor heparin is obtained with regularity and 
i A P resen oe may be masked by an excess of thromboplastic 
nee. I he presence of fibrinogen, thrombin, and antithrombin 
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was not demonstrated in menstrual blood. There is reason to 
believe that it clots as normal blood as it passes the uterine mucosa 
and that the discharge consists of serum and small particles 0 f 
clot. There is some evidence that the thrombin 6f the serum has 
combined with antithrombin forming metathrombin. 

Chem ica l Abstracts 

The Glycogen of the Embryonic Liver. The Factor deter^ 
mining its Formation. Max Aron {Bull. Soc. Chim. Bid., 
1922, 4, 209— 222).— In mammals, the glycogenic function of the 
liver commences at a period of the foetal life which is constant for 
the same species, and, in each case investigated, was found to 
coincide with the appearance of the islets of Langerhans in the 
pancreas. S. 

Action of Hydrochloric Acid on the Fat Exchange in the 
Surviving Liver. TJ. Lombroso {A.tch. ini . physiol . , 1921, 18 
484^94) —When hydrochloric acid (0-u — 1*0%) is given cither 
by the mouth or directly into the duodenum of a fasting dog, and 
the liver is then isolated and perfused it is found that this organ 
can destroy fats to a degree equal to or greater than that exhibited 
by the liver taken from animals during the period of digestion. 
When the same procedure is carried out on a dcpancreatiscd dog 
no noticeable fat destruction is obtained. These results are inter- 
preted as signifying that the modification of the functional activity 
of the liver in the fat exchange is not due to an absorption of special 
products of digestion, but to hydrochloric acid in the duodenum. 
The pancreas is a necessary factor. Chemical Abstracts. 


The Retention and Distribution of Amino-acids with 
Especial Reference to the Urea Formation. Otto Folin and 
Hilding Berglund (J. Biol. Chem., 1922, 51, 395— 41 S). -Follow- 
ing a protein meal, the rise in the amino-acid content of the blood 
precedes that of the urea. The production of urea is not, there- 
fore, a special function of the liver (cf. Van Slyke and Meyer, A., 
1914, i, 104). It follows, also, that the excretion of amino-acids 
is not a test for liver function, although, since the liver is capable 


of absorbing large quantities of amino-acids, it may serve in cases 
of cirrhosis as an indication of the extent to which the liver has 
disappeared. v ' 

A Basic Peptone-like Substance in the Thymus. K. Feux 
(Z. physiol Chem., 1922, 120, 91-93).— The basic peptone-likc 
substance previously described by the author (this vol., i, * *>) 
gave the following nitrogen distribution according to Kossel ana 
Kutscher’s method: total nitrogen in the hydrolysed substance 
0-927 gram, arginine nitrogen 0-579 gram, monoamine-acid nitrog 
0-289 gram. No histidine or lysine could be established, »• o. 

Animal Hides as Amphoteric and Colloidal * >rot ®“ 1 _ 
Theory of Dyeing, Tanning, Disinfection, and Preswy®* 
of Leather and the Physiological Action of Tanning Materia - 
M. A. Rakisix (Koll. Chem. Beihefle, 1922 , 15, 103 Is*)- - 
paper which is mainly theoretical and in which the a 
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usscs (1) the theory of the dyeing of animal hides, (2) the tanning 
of animal hides and gelatin by tannin, (3) the theory of tanning 
? formaldehyde, aldoses, phenols, picric acid, naphthols, quinone, 
a nc{ “ncradol,” alum, aluminium, iron, and chromium salts. The 
art played by water and acid in tanning is discussed and the 
disinfection and conservation of leather in connexion with the 
hysiological properties of tanning materials are considered. The 
literature of the subject is considered in connexion with all the 
above-named points. J. F. S. 

Urea Content of Cow's Milk. Estimation of Urea. Yoshio 
M oRiMOTO (J. Biochem. [Japan], 1922, 1. 69 — 81). — A fairly per- 
manent urease preparation is obtained when 1 gram of finely 
ground jack- bean is shaken for three hours with a mixture of 
glycerol and water (8 : 2) at 40°, 6 — 7 c.c. of 0-LV- hydrochloric 
acid are added, the mixture is shaken for one hour, and filtered 
through paper pulp. Three to five c.c. of urine diluted with 50 c.c. 
of water, 3 c.c. of urease preparation, and 1 c.c. of indicator (3% 
calcium caseinate) are incubated for three hours at 38° in a flask 
closed with a caoutchouc stopper provided with a stoppered funnel, 
a measured quantity (usually 40 c.c.) of (MiV-hydrochloric acid is 
added, and after gentle shaking the excess of acid is titrated with 
0*02A T -sodium hydroxide solution. Precipitation of casein serves 
as indicator of the end-point. For the estimation of urea in milk, 
10 c.c. are diluted with 40 c.c. of water, 3 c.c. of urease preparation 
added, and the above procedure carried out. Cow's milk contains 
0 025-—0 , 03 gram of urea per 100 c.c., but for a few weeks following 
calving there is an increase up to a maximum of 0*075 gram, with 
a rapid fall to normal. Goat's milk contains 0*08 gram of urea per 
100 c.c. Chemical Abstracts. 

The Synovial Fluid. F. Malmejac (Bull. Soc . Chim. Biol., 
1922, 4, 190 — 191). — Results are given of analyses of two different 
specimens of synovial fluid. Both contained an albumin and an 
alkali-albumin. E. S. 

Theobromine Excretion and Theobromine Diuresis. Lud- 
wig Gun zb erg (J Biochem. Z., 1922, 129, 549—562). — For the 
estimation of theobromine, the urine is evaporated to dryness with 
gypsum, extracted with chloroform, and the theobromine removed 
by precipitation in weakly ammoniacal solution by addition of 
excess of silver nitrate. The excess of silver is estimated by 
lolbard’s process. Using this method for following the excretion 
of theobromine in man, a characteristic curve is obtained, showing 
rapid rise to a maximum after two to throe hours and moderately 
rapid fall. Persons inured to caffeine do not respond so easily to 
theobromine, H. K. 

Caffeine Excretion in Urine after Tea and Coffee Drinking 
in Man. Kwanichiro Okushima (Biochem. Z., 1922. 129 , 563— 
569). — The excretion of caffeine after tea and coffee drinking has 
teen followed by Friedberg’s method (this vol., i, 88). There is 
| no difference in the excretion after tea or coffee. In the first hour 
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very little is excreted, more in the second, and most in the third and 
fourth hours. H. K. 

Composition of the Urine of Whales. S. Sciimidt-Nielsex 
and J. Holmsen (Arch. Ini. Physiol 1921, 18, 128 — 132).— The 
urine of five whales was examined and the amounts of the following 
constituents are tabulated : total nitrogen, urea, uric acid, ammonia 
creatinine, protein, ash ; potassium, sodium, calcium, and mag! 
nesium oxides, chlorine, phosphoric oxide, total sulphur, sulphate 
and ethereal sulphates. A relatively large amount of protein! 
ogenous material, partly mucin, was found. Sugar, acetone, and 
oxalic acid were not found, whilst indican was present. Urobilin 
tests were positive. Chemical Abstracts. 

Chronic Nephritis with an Unusual Degree of Nitrogen 
Retention. E. Weiss and V. C. Garner (J. Lab. Clin. Med., 
1922, 7, 229 — 232). — The serum of a patient with chronic nephritis 
had a non-protein nitrogen content of 401 mg. per 100 c.c. twelve 
hours before death. The urea nitrogen was 304 mg. and the 
creatinine 13 mg. At an earlier stage when the urea nitrogen of 
the blood was 246 mg., that of the spinal fluid was 252 mg. At 
necropsy the following values for tissues and body fluids were 
found : pericardial effusion 374 mg., muscle 335 mg., liver 352 mg. 

Chemical Abstracts. 

The Introduction of the Iodine Ion by Electrolysis in a 
Human Being, and its Elimination by the Urine. Georges 
Bourguignon and OoNDUCiifi ( Compt . rend., 1922, 174, 1437 — 
1440). — Of the iodine introduced into the human system by electro- 
lysis 70 — 80% is recovered in the urine. During the course of a 
series of administrations the elimination increases at first for about 
two days and then remains steady until the administrations are 
stopped, when it slowly falls and ceases after three or four days. 
The iodine is better incorporated into the system when introduced 
electrolytically than when given by the mouth. W. G. 

Toxicity of Neoarsphenamine [Neosalvarsan], Merrill C. 
Hart and Wilbur B. Payne (J. Amer. Chem. Soc ., 1922, 44, 1 150 — 
1 160). — The toxicity of commercial samples of neosalvarsan was 
found to range from 200 to 360 mg. per kilo of body weight for 
rats. In making such tests, the variability of the test rats is of 
importance, as it was found that, in some cases, 40 — 100 mg. 
difference per kilo was obtained by the same test made on different 
animals. An apparatus is described for preparing standard solutions 
of neosalvarsan, and it is suggested that test rats should tolerate 
doses of 320 mg. per kilo in the form of such a standard solution. 

The toxicity of the salvarsan is shown to have a negligible 
effect on the toxicity of the neosalvarsan prepared from it. 
The influence of solvents, dilution, time, and temperature on the 
toxicity of the product as well as the introduction of the methylene- 
sulphinate group and the sulphur distribution have been examined. 
A curve is given showing the lethal activity of a freshly prepare 
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solution of neosalvarsan. The introduction of a methylene-sulphinic 
acid group in the salvarsan increases the tolerated dose of the 
material from 110 to 320 mg. per kilo (20% of arsenic), but the 
introduction of fhe second group was complicated by side reactions 
giving a higher toxicity. W. G. 

Chemotherapy of Antimony. Comparison of the Anti- 
monyl Tartrates with the Organic Compounds of Antimony. 

K, G. Faroher and Wm. H. Gray ( J . Pharm. Expt. Tker., 1921, 
18,341— 360).- —The following salts of antimonyl tartaric acid are 
described : barium (3H a O), hexagonal plates or flattened prisms ; 
ammonium {1‘5H 2 0), large flattened prisms; lithium (2*oH 2 0)| 
glistening octahedra; ethylenediamine (H 2 0), flattened prisms, does 
not melt at 300° ; butylamim (0*75H 2 O), hexagonal prisms, m. p. 40°, 
anhydrous m. p. 155°; glyoxaline (2H 2 0), flattened prisms, does 
not melt at 300°; aniline (H 2 0), elongated, rhombic prisms; 
p .pkemlidine (H 2 0), felted mass of needles, m. p. 148°, anhydrous 
m. p. 245 ; quinine (H 2 0), slender, glistening needles; quinidine 
(4Hj0), slender, glistening needles; cinchonine (0-5H a O), rect- 
angular plates; cinekonidine (2‘5H 2 0), large, rectangular plates, 
in. p. 192°; hydroquinine (5K 2 0). The solubility, viscosity, and 
surface tension of the solution and the minimum lethal dose per 
kilo of body weight were determined for each salt. 

Chemical Abstracts. 

The Action of Different Groups of Local Anaesthetics. 

Konrad Fromherz {Arch. expt. Path. Pharm., 1922, 93, 34 91). 

The anaesthetic effects of cocaine, novocainc, various mixed carbonic 
acid esters, and a substituted ester of [4- hydroxy butyric acid were 
contrasted when the drugs were applied to nerve libres and directly 
to nerve-endings (as in the cornea). From the results it was con- 
cluded that the group of substances which includes novocaine and 
the carbonic acid esters, which are easily diffusible, and readily 
broken down in the body to non-toxic substances, act by moans 
of the ntTve-iibres ; whereas cocaine and the hydroxybutyric acid 
ester, which arc indeed more toxic but are less readily absorbed, 
act directly on the nerve-endings and are to be characterised 
pharmacologically as superficial anaesthetics. C. R. H. 

Caffeine Concentration of the Blood and Urine of Rabbits 
7 I(!f entera ! Administration. L. Farmer Loeb { Biochan . 
’’ * ; 129, 570 — 575).— Intravenously injected caffeine dis- 
appears from the rabbit’s blood-stream for the most part in a few 
minutes, the remainder being recognisable for a considerable time 
( wing which there is caffeine in the urine and diuresis. H. K. 
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The Attack of Minerals by Bacteria. Oxidation of Blende 

Andre Helbronner and W. Rudolfs [Compt. rend ., 1922 , 174 
1378 — 13S0). — Certain bacteria have been found capable of con- 
verting blende into zinc sulphate, and the zinc rendered soluble 
in this manner does not prevent the further action of the bacteria. 
The oxidation is favoured by the presence of sulphur. These 
bacteria in the presence of sulphur are capable of producing 
sufficient’ sulphuric acid to dissolve the natural silicates and 
carbonates of zinc. In minerals containing both zinc and lead 
sulphides, the zinc is converted into soluble sulphate to the exclusion 
of the lead, and hence this furnishes a means of separating these 
two metals. W. G. 

Physical Chemistry of Alexin-fixation Reaction. Julius 
Kiss (Biochem. Z ., 1922, 129, 487— 502 )— The adsorption formula 
is obeyed by the various forms of alexin fixation, both specific and 
non-specific. K, 

^ Micro- organisms Concerned in the Oxidation of Sulphur 
in the Soil. III. Media used for the Isolation of Sulphur 
Bacteria from the Soil. Selman A. Waksman {Soil Sci., 1922,13, 

329 336). The literature concerning the various sulphur-oxidising 

soil bacteria is reviewed. A classification of the organisms on the 
basis of their physiological and morphological characteristics is 
preferred to that adopted by Omelianski. The various media 
used in the study of the different types of bacteria are detailed. 

A. G. P. 

Saccharoinyces Marxianus and Top Fermentation Yeast it 

H. von Euler and K. Josephson ( Z . physiol. Chem 1922, 120, 

42 60). Saceharomyces Marxian us failed to ferment maltose 

even on the addition of an excess of co-enzyme. It aiso does not 
ferment this sugar at a higher temperature, namely, 40°. Its 
fermenting capacity is diminished on drying, and increases again 
as the coils imbibe. It ferments sucrose and dextrose with the 
same velocity. The development of the yeast in dextrose and m 
maltose solutions is of approximately the same order and follows 
the ordinary exponential law. Its inverting capacity is about 
one hundredth of that of culture yeasts. In the case of the top 
fermentation yeast R both treatment with alcohol and drying 
diminish its activity. The inverting capacity of yeast R is greyer 
than that of the top fermentation yeast SB. 

The Energy Yield in the Growth of Aspergillus 
Emile E. Terroine and Rene Wurmser {Compt. rend ., ’ 

1435 — 1437). — The energy yield in the growth of Aspergillus ri g ^ 
after making allowance for the maintenance requirements, is 
70% of that of the dextrose consumed. vv * 
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Formation of Oxalic Acid and Ammonia in Cultures of 
Aspergillus niger on Peptone. Wl. Butkkwitscji ( Biochem . 

1922, 129, 445—454).— The proportion of ammonia and oxalic 
acid formed frorli cultures of Aspergillus niger on peptone corre- 
sponds with ammonium oxalate with about 10% excess of ammonia. 
Of the ammonia formed over a period of ten days, 90% appeared 
jn the first ten days during the vigorous growth of the mould. 

H. K. 

Utilisation of Peptone as Source of Carbon by CHromyces 

Species. Wl. Butkewiksch (Biochem. Z., 1922, 129, 455 

463 ).— Citromyces gUtber and CK citricus grown on peptone media 
produce ammonia and oxalic acid (not citric acid), the proportion 
of ammonia being 12 to 20% greater than that required for 
ammonium oxalate. As in the case of Aspergillus niger (previous 
abstract), the major portion of the ammonia is produced in the 
first period of growth and the ratio of the yield of mould to 
ammonia nitrogen falls off with the age of the culture. H. K. 

Formation and Accumulation of Oxalic Acid in Citromyces 
Cultures on Salts of Organic Acids. Wl. ButkewitsciJ 
(Biochem. Z 1922, 129, 464 — 476). — Salts of organic acids are 
utilised by species of Citromyces with production of oxalic acid, 
the sodium salts being more conducive to growth than the ammon- v 
ium salt. Aspergillus niger converts tartaric acid rapidly into 
oxalic acid; Citromyces are unable to do this, but can do so on 
salts of citric, succinic, and quinic acids with production of con- 
siderable quantities of oxalic acid. j{ 


Action of Selenium, Sulphur, and Tellurium Salts on 
Plants. Bozo Turina (Biochem. Z 1922, 129, 507—533),— 
The author has examined the action of sclcnites, selenates, sulphites, 
sulphates, tellurites, and tcllurates on the germination of plants 
and on the mature plant. Prom the deposition of selenium and 
tellurium by reduction in the tissues, it is concluded that neither 
selenium nor tellurium salts enter the system in appreciable 
quantities by way of the root hairs, but that the root-cap plays 
the important role of point of entry and filtration for nutritive salts 

H. K. 


Vegetation in Media Poor in Oxygen. L. Maquennp and 

K Djsmoussy ( Compt . rend., 1022, 174, 1387 130->) —Seeds are 

not the only organs of a plant which can live for a long time after 
r ' !f' e bem se P ar at«l from the plant which produces them, 
n certain species leaves are capable of preserving their vitnlitv 
n the absence of air for a relatively long time, which mav exceed 
na reqmred b y annual plants to pass through their entire cycle 
Utl0 “‘ !t has bt ' e " sho ™ ,ll!lt small seeds immersed in 
S erm "\ate, and use up their reserves simply on the small 
mount of oxygen which aerated water contain*. W. G. 

■V 74 S if r^ P r h v° lyte - 0roK ARRiiEsira (J. Amer. Chem. 

’ ’ » °21 o24). It is shown that clays of different origin 
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and different reaction have the same isoelectric point and fu 
curve obtained by plotting the rate of settling against the hycW eii e 
ion concentration has the same course as that t of gelatin. 
clay acts as an amphoteric electrolyte and can therefore combine 
with either acid or base. This is also shown by the buffer actio 
of clays. J. p ^ 11 

The Effect of Drying Soils on the Water-soluble Cob. 
stituents. A. F. Gustafson {Soil Sci ., 1922, 13, 173—213) J 
Comparison is made of the water extracts of a number of soils 
dried in air, in an oven, and in an autoclave. In general, dryinu 
increased the amount of water-soluble material in the soils, but 
heating above 100° caused a loss in nitrates. Storage of soils at 
the ordinary temperature for nine weeks had little effect on the 
quantity of soluble constituents provided the moisture content Mas 
maintained, but kept below saturation point. In view of the 
results obtained, it is noted that in pot culture work it is highly 
important that soils should be kept under strictly comparable 
conditions of moisture, temperature, and aeration. A. G. P. 

Relation of Hydrogen-ion Concentration in Soils to their 
“Lime Requirement.” Harlan W. Johnson {Soil Sci., 1922 
13, 7 — 22). — In the great majority of soils there appears to be no 
relation between the lime requirement as estimated by the Veitch 
method (A., 1903, ii, 400) and the hydrogen-ion concentration; 
the Truog method (A., 1916, ii, 404), however, yields results which 
are a combination of the Veitch lime requirement and the hydrogen- 
ion concentration. In soils of similar type, there is a relation 
between the apparent quantity of acids and the strength of the 
icids. Acidity in mineral soils appears to be due to weathering 
and leaching rather than to accumulation of organic acids, and 
clay particles and organic substances act as “ buffers to lower 
the hydrogen-ion concentration. W. P. S. 

Origin of Soil Colloids. Milton Wiiitney {Science, 1921, 
54, 653 —656). — Microscopical examination during the mechanical 
analysis of soil shows that the clay particles range in diameter 
from 0*005 to 0*0001 mm. It is assumed that towards the lover 
limit of size, the particles contain relatively few molecules, and 
that the bombardment of the water molecules in which the 
particle is immersed causes disintegration. The atoms of calcium, 
magnesium, potassium, and sodium in the molecule of the silicate 
would go for the most part into true solution, whilst the atoms 
of silicon, aluminium, and iron would go chiefly into colloidal 
solution, forming the basis of the colloidal matter or ultra clay of 
the soil. The only known means of changing the colloidal nature 
of the absorptive soil colloids is to heat the material at 1000" m 
order to secure complete dehydration. A. A. E. 
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Catalytic Transformation of Vegetable and Animal Oils 
into Petrol. Alphonse Mailhe (Ann. Chim., 1922, [ix], 17, 
304—332). — A more detailed account of work already published 
(A., 1921, i, 706, 841 ; this vol., i, 424). W. 0. 

The Catalytic Oxidation of Saturated Paraffin Hydro- 
carbons and Fatty Acids. Arthur Henry Salway and Percy 
Soul Williams (T. s 1922, 121, 1343-1348). 

Densities and Refractive Indices at 15° of Mixtures of 
Water, Alcohol, and Ether. A. Sanfourche and A. M. Boutin 
(Bull Soc. chim,, 1922, [iv], 31, 546— 551).- -The densities and re- 
fractive indices at 15° of a large number of mixtures of water, 
ethyl alcohol, and ethyl ether in varying proportions are tabulated, 
and the results are also shown in triangular diagrams. W. G. 

Catalysis. II. Dehydration and Addition Reactions of 
Ethyl Alcohol : the Formation of Acetal and Mercaptans. 

Francois A. Gilfillan (J. Amcr. Ckem. Soc ., 1922, 44, 1323— 
1333; cf. A., 1921, i, 806). — A comparison of the activity of the 
oxides of silicon, thorium, titanium, and tungsten in inducing 
certain catalytic dehydration and esterification reactions with 
ethyl alcohol vapour. 

Ethyl alcohol vapour, alone or in the presence of carbon dioxide, is 
not decomposed when passed over pumiee even at 500°. Thorium 
oxide is not exclusively a dehydrating catalyst, as, under certain 
conditions, a considerable amount of acetaldehyde is produced by 
dehydrogenation. In the presence of carbon dioxide, a quantity 
of acetal is obtained from the alcohol. The oxide is inactivated 
for dehydration of the alcohol if it is strongly calcined or heated 
for a long time at a lower temperature before use. Up to about 
340°, the blue oxide of tungsten is a more effective dehydrating 
agent for ethyl alcohol than is thorium oxide, but above this 
temperature the two oxides -are practically’ of equal efficiency. 
Titanium oxide has no dehydrating action up to 355°. In no case 
was any ether produced from the alcohol. 

In the presence of any of the three metallic oxides as catalysts 
at 300—400° a mixture of absolute alcohol and carbon disulphide 
produced considerable quantities of ethyl mercaptan, titanium 
oxide being the most active catalyst for this reaction. At the same 
imc > sma N amounts of unidentified liquids with high boiling 
Points were obtained. 

Pure, dry carbon disulphide, when vaporised over pumice or the 

v ol. cxxii. i c c 
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blue oxide of tungsten, was not decomposed at temperatures 
up to 400°, but in the presence of a trace of moisture hydrogen 
sulphide was obtained. W. G. 

The Preparation of Dialkylvinylcarbinols. It. Locquix and 
Sung Wousexg (Compt. rend., 1922. 474, 1551 — 1553). — Dialkyl, 
ethinylcarbinols of the type HOCRR'-CtCH (this vol., i, 617), 
when hydrogenated in the presence of reduced nickel under con • 
trolled conditions, give dialkylvinylcarbinols, HO«CRR'-CH;CH 2t 
which have a great tendency to retain water, with which they form 
more or less stable hydrates. These new carbinols are easily 
dehydrated, giving hydrocarbons, and they react with magnesium 
methyl iodide, giving a theoretical evolution of methane. They 
are not converted into esters under normal conditions, but they 
give crystalline allophanates. The compounds described are, 
methylisohexylvin ylcarb i n ol, b. p. 89 — 91°/15 mm. ; dipropjkinyl 
carbinol , b. p. 75— 76° /l 2 mm., and its allophanale , m. p. 112°, and 
methyl-^-butylvinylcarbind, b. p. 146 — 147°, 0*8576, ?i\5 1-4432, 
and its allophanate , m, p. 167 — 168° (decomp.). W. G. 


^a-Butene-y-ol. [a-Metbylallyl Alcohol]. J. Baudrex- 
ghien [Bull. Soc. chim. Bely., 1922, 31, 160 170; cf. Wohl and 
Losanitsch, A., 1908, i. 934).— If this alcohol is prepared from 
distilled acraldeliyde which has been stabilised with quinol (Moreu, 
Dufraisse, Robin, and Pougnet, A., 1920, i, 144), the yield is in- 
creased from 25% to 52%. The pure a’cohol has rff 0 8318, 
n D 1-412746, » u . 1*40944, n up 1*41848, n 4 1*42385. The measure- 
ment of viscosity of mixtures of a-methylallyl alcohol and water 
show that a maximum figure is reached for a mixture corresponding 
with the hydrate 0H-CHMe»CH:CH 2 ,4H 2 0. The haloid esters 
are easily transformed into their isomerides so that the series 
of transformations OH*CHMc*CH!CH 2 — 1 -> CHMe.CH’CHXl 
koac ^ 0lIMe:CH-CH 2 -OAe CHMeXIH-CH^OH can be carried 
out ; the series may be reversed, but the yields obtained are smaller, 
It is pointed out that this reverse series is more frequently met 
with in the case of these haloid esters. The following substances 
have been prepared: y-chloro- /\*-butylene, b. p. 6477J5G mm,! 
dr? 0*8978, n : 3 1*41493 ; a -cMoro-SS* -butylene, b. p. 84 a /766^mm,. 
d 2 ? 0*9282, nj 1*43503; *-bromo- -butylene, b. p. 104-107^, t 
1-333, nr* 1*47716, y-aceU/l- & a -butylene, b. p. Ill— 112"/7 oL mm, 
d? 0-90235, 1*40386; *-a cetyl- -butylene, b. p. 132*o-l Sd'o , 

752 mm., rfj 0*91915, 1-41806; a-chloro^-bromobutanc, 

b. p< 146— 147°/755 mm., df 1468, n 2 S 1*4800. H. J- 


Transformation of Tertiary Ethylenic Alcohols (I^ 1 
Type) into Primary Ethylenic Alcohols (Geraniol lyP e 

R. Locquin and Sung Wouseng (Compt. rend., 1922,174, _ 

1713).— Dialkylvinylcarbinols of the type HO'CKRy 
readily undergo isomerisation when heated with glacia , 
acid at 110— 115°, for fifteen hours, giving 77- dialkyl ally! a 
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of the type CRR'!CH'CH 2 *OH, which by controlled oxidation 
give the corresponding (3 (3- dialkylacr aldehydes and on further 
oxidation the ketones, CORR'. Thus methylwohexylvinylcarbinol 
gires y-incthyl-y-isohcxyl'Q.ttyl alcohol, b, p. 110 j 12 mm., yielding 
on oxidation ^methyl- ^-isohexylacraldehyde, b. p. 95— 105°/12 mm., 
giving a semicarbazone, m. p. 164°. Dipropylvinylcarbinol yields 
ly-di'propybUyl alcohol, b. p. 99— 101°/12 mm., giving an aUo- 
Annate, m. p. 147— 148°, and on oxidation ^-dipropylacra Idehyde , 
which gives the semicarbazone , m. p. 171—173°. Methylferf.- 
butylvinylcarbinol yields y-rnethyl-y-tmt.-butylallyl alcohol , b. p. 
84°/12 mm., and its allophanate , m. p. 77°. $-Methyl-$-tert.‘butyl- 
acraldeliyde, b.p.75 — 78°/15 mm., gives a semicarbazone, m. p. 204 — 
005 °, and on oxidation $-metkyl-$-teTt.‘butylacrylic acid , m. p. 85°. 

W. G. ’ 

Composition of the Residue on Distillation of Crude 
Glycerol. Archibald Rayner {J. Soc . Chem. lnd. y 1922, 41, 
224 — 225t).— A criticism of a paper by Lewis on the above sub- 
ject (this vol., i, 419). The author considers that the organic 
impurities in glycerol residues generally amount to 40% of the 
inorganic salts, and not to only 7% as stated, and that no poly- 
glycerols arc present in commercial crude glycerol, even when 
made by the autoclave process. The composition of the residues 
cannot be estimated in terms of glycerol and diglyeerol from 
determinations of their hydroxyl value, as not only are other 
hydroxy-compounds present, but some of the polymerisation 
products are of the glycide type with low hydroxyl values, or 
possibly no hydroxy] value at all. Of this class of compounds the 
glycides of glycerol, diglyeerol, and triglycerol are known. They 
are liquids of low viscosity and lower boiling points than the parent 
glycerols. Attempted polymerisation of glycerol by 0 05% of 
iodine failed to give an 85% yield as stated, very little polymerisation 
at all being obtained under the conditions described. ” G. F. M. 

Physico-chemical Properties of Phospholipin. I. Pre- 
cipitation of Lecithin Hydros-ol by Electrolytes. Samuro 
Kakiuchi. (J. Biochem. [Japan], 1922, 1, 165 — 174). — Lecithin 
particles have a negative charge in aqueous solution. Addition 
of salts with univalent kations does not cause precipitation, but 
salts with bi- or ter-valent kations cause precipitation within a 
certain range of their concentration. The range of precipitation 
concentrations is broad in the former case, but narrow in the latter 
case, and in the former a greater concentration is required. 
Contrary to Hardy and Schulze’s law, the ion of an electrolyte of 
similar charge to the colloid has an effect on the precipitation of the 
colloid, this becoming more marked when the valency of the similarly 
charged ion becomes higher. Further, the validity of antagonistic 
ac ion between uni- and hi -valent kations is questioned ; it is 
maintained that the antagonism is between anions and kations. 

Chemical Abstracts. 

cc2 
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Triethylene Tri- and Tetra-sulphides. II. SirPrapulu 
Chandra RAy (T., 1922, 121, 1279-1283). 

Preparation of Anhydrous Formic Acid. - M. C Bos Wla 
and II E CoRWAN (Can. Chem. Mel., 1922, 6, .63 65). When mole, 
eular proportions of sodium formate and 100 % sulphum acid ere 
mixed" allowed to remain for seventeen hours, and then distilled 
on' a water-bath under 15-20 mm. pressure an 85 h yield rf 
950 / f orm ic acid is obtained, whereas by distillation at atmospheric 
pressure only a 25% yield of 90% formic acid w obtmned B*. 
[illation of a mixture of sodium formate and sodium hydrogen 
sulphate (D.R.-P. 209418) gives a 56% yield of 82-7% 1 formic add. 
Fractional crystallisation, in a freezing mixture of 88 acid yields 
crystals of 95% acid, whilst from 9 1 % acid, crystals of 99-6 , 0 pnnty 
can be Obtained. Chemical Abstracts. 

Researches on the Photochemically Sensitive Compounds 
of Molvbdic and Formic Acids. W. b. Jak6b (Roczmki Chmp, 

1091 \ 411 423). — The salts of molybdeno-orthoformic acids 

are prepared and investigated. From six possible types of acids 
the author succeeds in preparing only the sodium, potass.um, and 
ammonium salts of the types: 


[<® (ok°.;] x 

Mo 2 0 7 


and 


[ CH 


and a salt probably 


H 


0 


c 


H Mo 2 0 7 

c 


K 4 .4H 2 0. 


Mo 2 0 7 


All the salts prepared are photochemically sensitive, becoming 
Jen, yellow, o. brown on exposure to light. They are obtamrf 
Is crystalline precipitates from solutions of tlm respective .molyb- 
dates! strongly acidified with formic acid. Jhoy cannot 1* re 
crystallised, as they decompose in solution. 

Catalytic Decomposition of Arachis Oil. Alphonse Mailm 
(Bull .SV chhn 1922. [iv], 31. 567 - 570 ).-When arachis oil is 

ii ov^r an alumina Jipcr catalyst at 600 »d the pro« 
freed from acids and then hydrogenated over wcheUt 180 2 UU 
hydrocarbons of the methane and benzene senes are obtaur. 
Amongst the aromatic hydrocarbons, benzene, toluene, ^ ^ 
xylene were identified. 

Lignoceric Acid and its Derivatives. Percy Bmm ^ aad 
EDG.f B Fitciis. (Z. physiol. 

so-called lignoceric acid, m. p. 18--91 , f.om beechu^ 
mixture from which can be separated an acid, . p- » gQ a 
with tetracosoic acid, CH.y[CH 2 VC0 2 H (me% acid 

phenyl ester, m. 70-5’), prepared synthc ically &om behem 
(cf. flyer, Brod, and Soyka, A.. 1913, 1 , 1151, and Bngl, A., 
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i 463). The other component of crude lignoeeric acid has the same 
empirical formula and appears to be also a normal tetracosoic acid. 
It melts at 74°, ary.1 it is suggested th at this may be a case of a peculiar 
kind of isomerism, due to the possibility of the carbon chain of a 
fatty acid existing as a right- or left-handed spiral. 

Ugnocerin , the wax associated with lignoeeric acid, after repeated 
recrystallisation melts at 79°, and has the formula C 48 H 9G 0 2 . On 
hydrolysis with alcoholic potash, it gives ( 1 ) an acid identical with 
crude lignoeeric acid, rn. p. 79°, from which pure lignoeeric acid, m. p. 
85°, can be separated, and (2) lignoceryl alcohol , C^H 50 O, m. p. 76° 
[acetate , fine, felted needles, m. p. 57°). On fusion with potash, 
lignoceryl alcohol yields the above-mentioned tetracosoic acid of 
m . p. 74°, and thus is not pure ?i-tetracosyl alcohol. To verify this, 
n-tdracosyl alcohol has been prepared by the reduction of the phenyl 
ester of %-tetracosoic acid by sodium in alcohol and is found to melt 
at 77’5° and give an acetate , concentric needles, m. p. 57°, and a 
benzoate , m. p. 61*5°. In the preparation of tetracosoic acid the 
methods previously employed are used (Brigl, loc . cit.) except that in 
the reduct ion of behenic acid to docosyl alcohol by sodium and alcohol 
the phenyl ester, fine needles, m. p. 66°, is used instead of an alkyl 
ester. 

The preparation of the following waxes from the corresponding 
alcohols and acid chlorides (in chloroform solution in the presence 
of quinoline) are described; cetyl jxilmitale, in. p. 53; docosyl 
behenate, white, lustrous scales, m. p. 75°; and n -tetracosyl tetra - 
cosoate, m. p. 80V5 0 . IV. (>, K. 

The Actual State of the Chemistry of the Fats. Emile 
Andre [Bull. Soc. chim ., 1922, [iv], 31, 459—525).- A useful 
summary of the present state of knowledge of the chemistry of 
the fats, including an outline of analytical methods, separation 
and identification of glycerides, and a discussion of the constitutions 
of the fats. W. G. 

Erucic Acid and Erucic Anhydride. III. 1). Holde and 
C. Wilke (Z. angew. Chan,, 1922, 35, 289—291 ; cf. this vd., 
b 317, 519).— A detailed account is given of the methods tried and 
that finally adopted for the preparation of pure erucic acid from 
rape oil. The fractional distillation of the esters obtained by the 
inethylation of the oil gave a methyl erucatc, b. p. 213- 248 0 /33 ium. } 
2IG---225 0 /4 mm., from W’hich on hydrolysis an erucic acid was 
obtained which, although having a sharp in. p. 34°, and the correct 
Molecular weight of titration, showed a low iodine value, 71 — 72, 
indicating the presence of about 5° 0 of saturated acids. 
Attempts to separate these by extraction of the lead salts with 
? r !j a JJ lc solvents such as ether, light petroleum, or chloroform 
ai ea, as the saturated acid salts also dissolved in presence of the 
ar gc excess of lead erucate, nor could the iodine value of the 
JMpure acid be raised by fractional precipitation with lead or 

a gnesium acetate of a preparation which had previously been 
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partly purified through the methyl ester and recrystallisation from 
alcohol. The pure acid with an iodine value of 75’02 was eventually 
obtained by recrystallising the crude acid from, alcohol first at 
temperatures below 0° to remove liquid unsaturated acids, and 
then at above 0° to remove the greater part of the saturated acids, 
and finally fractionally precipitating this product with a saturated 
alcoholic solution of lithium acetate whereby the saturated acids 
were thrown down first. The pure acid melts at 33-5°. Erucic 
anhydride was prepared by heating the acid with acetic anhydride 
in a sealed tube at 170° for seven hours. After purification, it 
formed microscopic, white prisms, m. p. 46°. It is decomposed 
by boiling water, boiling alcohol, and cold alcoholic hydroxide 
solutions, hut it is stable towards cold dilute hydrochloric acid 
and aqueous alkali hydroxides. 0 . F. M. 

Humoceric Acid. Ossian Aschan (Finska Kem . samfmidtk 
Medal., 1921, 30, 37 — 38). — A new substance was isolated from 
peat and designated humoceric acid . It has the composition 
C H 0 , m. p. 72 — 73°, separates in colourless crystals from light 
petroleum and methyl alcohol, does not give the cholesterol colour 
reactions, and reacts instantly with Baeyer’s reagent. It is not 

identical with lignoceric acid, C 24 H 48 0 2 . m. p. 80 . 

Chemical Abstracts. 


Synthesis of a— Hydroxy /sopentacosoic Acid and its 
Bearing on the Structure of Cerebronic Acid. P. A. Levexe 
and F A Taylor (J. Biol Chan., 1922, 52, 227—240).— It has 
been shown that cerebronic acid is an a-hydroxypentacosoic acid 
(Levene and Jacobs, A., 1912, i, 93fi) and is converted on oxidation 
into a tetracosoie acid (Levene and West, A., 1913, i. 587) which 
is identical with lignoceric acid. According to Meyer, Brod, and 
Soyka (A., 191 3, i, 1151), and to Levene and VY est (A., 1914, i, 11-3), 
lignoceric acid differs from n-tetracosoic acid, a result which indi- 
cates that cerebronic acid is not a normal fatty acid. Bngl (A., 
1916 i, 463), however, from a comparison with the synthetic acid, 
considers that cerebronic acid is normal a-hydroxypentacosoic acid. 
The present authors attribute this result to imperfect racemisation 
with consequent incorrect melting point, of the natural acid, and 
advance the following further proof of the identity of tetracosoi 
acid (from cerebronic acid) and lignoceric acid (ef. Bngl, this voi, 
i 712). Tetracosoie acid, obtained from cerebronic acid, a 
lignoceric acid, from peanut oil, were converted by the same series 
of reactions into a-hydroxypentacosoic acid. Two senes o ' 
pounds were thus obtained of which the corresponding 
were found to be identical, thus establishing the i identity of tne 
first two acids and showing, therefore, that cerebronic ac 
not contain a normal chain and is, consequently, . 

hg Li^oceric acid and tetracosoie acid (from cerebronic 
converted into lignoceryl iodide. The latter, when boiled » 
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alcoholic solution with potassium cyanide, gave Ugnoce,ryl cyanide, 
£ H 49 ON, hi. p. 56*5°, which on hydrolysis with alcoholic sodium 
hydroxide yielded iso pentacosoic acid, C 24 H 49 *C0 2 H, m. p. 78*5°. 
By bromination, <x-bromoisopentacosoic acid , C ?4 H 48 Br*C0 2 H, m. p. 
70°, was obtained, from which dl-cere&romc acid , OH*C 24 H 48 *C0 2 H, 
m . p. 92‘5°, was produced by boiling with aqueous sodium hydroxide. 
Ethyl Isopentacosoatc, C 24 H 49 ‘C0 2 Et, m. p. 57°, was reduced by 
sodium and alcohol to iso pentacosyl alcohol, C 24 H 49 »CH 2 ‘OH, m . p. 75°, 
and the alcohol converted into iso pentacoxyl iodide , C 24 H 49 *CH a I, 
m. p. 51*5°, by means of iodine and red phosphorus. The latter, 
on reduction with zinc and hydrochloric acid, gave iso penla- 
c«GA ) in.p.56 6 . 

Lignoceric acid was also converted into tsopentacosoic acid by 
I he following reactions : a-hydroxylignoceric acid (cf. Meyer, Brod, 
and Soyka, loc. cit.) was first prepared. This was then oxidised 
by potassium permanganate in acetone solution to iso tricosoic 
acid, C 22 H 45 -C0 2 H, m. p. 73*57 Reduction of ethyl isotricomate, 
C 22 H 45 ‘C0 2 Hlt, m. p. 55*5°, with sodium and alcohol gave iso tricosyl 
alcohol , C 22 H 45 -CH 2 *OH, m. p. 09°, which when heated with iodine 
and red phosphorus yielded iso tricosyl iodide , C 22 H 45 *CH 2 I, m. p. 48°. 
By condensation with diethyl malonate this was converted into 
diethyl iso tricosylmalonate, C 22 H 45 -CH 2 -CH(C0 2 Et) 2 , m. p. 52*5°, 
which was then hydrolysed with alcoholic sodium hydroxide to 
iso tricosyhmlonic acid, C 22 H 45 <TI 2 *CH(C0 2 H) 2 , m. p. 111 0 . The, 
latter lost carbon dioxide at 180°, yielding i-sopentacosoic acid 
identical with that obtained above. E. S. 


Action of Thionyl Chloride on a-Hydroxy-acids. E. E. 

Blaise and (Mlle) Montaune {Com/d. rend., 1922, 174. 1553 — 
155 ); cf. this vol., i, 520). — Thionyl chloride reacts with lactic acid 
and with a-hydroxywobutyric acid to give, not the cblorosulphite 
of the acid chloride, but a new type of compound, which the authors 
call anhyrlrosulphitos of hydroxy -acids, the compound obtained 

CO -(\ 


from a-hydroxy isobuty ric acid having the constitution | \SO. 


CMc 2 -0 / 

The compound from lactic acid has b. p. 72 — 74°/19 mm., and the 
compound from hydroxy isobuty ric acid has b. p. 03721 mm. Both 
these compounds are decomposed at 120 — 125" at atmospheric 
pressure, giving off sulphur dioxide and yielding polylaetides which 
with alkalis give the corresponding hydroxy -acids. In contact with 
moist air, the anhydrosulphites revert to the original acid, and 
m the case of that from lactic acid an intermediate cow}*)und 
P- W 0 , having the constitution S0 2 H*0'CH3Ie<'0oH or 
HO-CHMc-CO'O -S 0 2 H was isolated. With alcohols the anhydro- 
sulphites react readily, giving the esters of the hydroxy-acids, 
a nd with arylamines they yield the amides of these acids. With 
phenylhydrazine, on the other hand, they give thionylphcnylhy- 
m’o.zme and the hydroxy-acid. 
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In the original action of the thionyl chloride on lactic acid there 
is obtained, in addition to the anhydrosulphitc, some ^ a-cUoro. 
propionyloxypropionyl chloride, CHMeCl*C0 2 *CHMe*COCl, h. p, 
100—103°/ 19 mm., giving an anilide , m. p. 116-5°. Similarly, e ! 
hydroxyisobutyric acid yields a-chloroisobutyryloxymobulyryl chloride, 
CMc 2 C1-C0 *CMe 2 *COCl , b.p. 99 — 101°/17 mm., giving an aitUfy 
m. p. 115°, and at the same time there is obtained some 
a-chloroisobutyryl chloride , b. p. 113 — 114°, and its anilide, m. p, 
69—70°. W- G. 


Succinic Acid. Umetaro Suzuki and YosnmiKO Matsuyama 
(Japan Pat. 39210).— Ten grams of glutamic acid are gradually 
heated with 50 grams of concentrated nitric acid and 0-005 gram 
of vanadium oxide. When the evolution of gas has ceased, the 
solution is concentrated by evaporation. Succinic acid crystallises 
out as colourless prisms or plates, the yield being 5—6 grams. 
Sodium glutamate or gluten and metallic vanadium or vanadates 
can also be used for the purpose. K. K. 


Crystallographic - optical Properties of Calcium 
Fumarate and Maleate. Edgar T. Wherry and Raymond .M 
Hann {J. Washington Acad . ScL, 1922, 12, 288— 290).— Calcium 
fumarate. C 4 H 2 0 4 Ca,2H 2 0, crystallises from water in blade-like 
crystals belonging to the orthorhombic system, a:b: c = 0-3970 : 1 : 
0-3772 ; d 1-71 ±0-01. They arc optically negative with extreme 
double' refraction ; the mean refractive index is 1-539. Calcium 
maleate, C 4 H 2 0 4 Ca,H 2 0, forms groups of interlacing needles, 
orthorhombic prisms the end faces of which are not well developed; 
a:b:c^ 0-779 : 1 : 0-643 ; d 1-84 ±0-01. The double refraction 
is negative and weaker than in the case of the fumarate ; the mean 
value of n is 1-571. There is no simple space relation between the 
two salts. The molecular refractions B, calculated from the 
formula R= I>*-l)/(n* + 1), where V is the molecular volume, 
are, for the fumarate 34-8, maleate, 30-8, the corresponding values 
calculated from the atomic constituents being 3H*and 27-8. The 
rcfractivities duo to structure are therefore 3-3 and 3-0, respectively, 
the higher value in the case of the fumarate being due to the fact 
that the ring system formed by the calcium atom bridging the two 
acid groups In the molecule is more complex in the fumarate than 
in the maleate. K Hl K 


Conditions Underlying the Formation of Unsaturated and 
Cyclic Compounds from Halogenated Open-cham Deriv- 
atives. IV . Products Formed from Halogen Derivatives of 
Muconic Acid. The Constitution of Muconic Acid. JrA> 
Pedige Charles Chandkasena and Christopher Kelk Ingold 
(T., 1922, 121, 1306-1319). 

Synthesis of the Polyacetic Acids of Methane. VI. 
Methanetriacetic Acid and its Unstable Esters. Chrbtoiu^ 
Kelk Ingold and Howard Arthur Perren (T., 1922, 121, 

1420). 
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The Action of Trimethylene Chlorobromide on some 
Aliphatic Ketones. (Mlle) Helene Billon ( Compt . rend., 
1922, 174, 170%-- 1711). — Haller and Bauer have shown that the 
sodium derivatives of dialkylacetophenones react with trimethylene 
chlorobromide to give 8 -chloro-ketones (cf. A., 1911, i, 651). "This 
j s n0 w shown to be true of aliphatic ketones. The resulting diloro- 
cuiupounds reaet with dimethyl- or diethyl -amine to give dimethyl- 
amino- and diethylamino-compounds respectively. The compounds 
described a re rj-chloro- fibb-frimelhyl-heptan-y-one, 

CH Mc 2 *CO*CM e 2 *CH 2 *CH 2 *CH 2 Cl , 
bp. 120 — 122°/20 mm.; e-dimelkylamino-pSS-trhnethylhcpfan^one, 

b. p. 120° /22 mm. ; s-diefhylamino-PM-trimethylhepian -a- one, b. p. 

j 26 128°/20 mm. ; y-chloro-$$h§4etramethjlheplan-y-onc, h. p. 

HO — 112°/12 mm. ; t-dimethylamino-pfiSS-tdramethylkepfan-a-otic, 
b, p. 126 — 138°/20 mm.; 17 -cA/oro-yyee - tetramcthyl - octan-B-one, 
b. p. 124°/16 mm., y-dimethylamino-yyee-tetramethylocian^-one, 
b. p. 138 — 140°/20 mm. Under similar conditions, pinacolin does 
not give a chloro-com pound but a ketone which is apparently 

/ ch 2 \ 

pi ndoyhyc\oi)uia n e , CK. 2 { '•OH*CO , C5le 3) h. p. 97^/17 mm. 

X CH/ W.O. 

The Chlorohydrin of Mesityl Oxide and its Trans- 
formation into the Chlorohydrin of Tetramethylglycerol. 

Pasture a r and Henri Bernard {Compt. rend., 1922, 174, 1555 — 
1557). — Mesityl oxide reacts with a mixture of calcium hypochlorite 
and boric acid to give its chlorohydrin [a-chloro- (5- hydroxip^oh idyl 
meihyl ketone), HO'CMo^OHChCOMe, b. p, 81°/10 mm., and this 
with magnesium methyl iodide gives a compound which on decom- 
position with water yields teirn m cihylrjf yrerol chlorohydrin (y-ehloro- 
$4ihydroxy-fi&-dimethylpenfane), HO*CMe./( IHChCMe./OH. m. p. 
60°. * ‘ W. G. 

* 

2:3: 6-Trimethyl Glucose. James Colquhoun Irvine and 
Edmund Langley Hirst (T., 1922, 121, 1213 — 1223). 

The Constitution and Rotatory Powers of Mannitol and 
Fructose Complexes Formed in Solutions Containing Boric 
Acid and Sodium Hydroxide. George Van Barneveld 
Gilmour (T., 1922, 121, 1333—1340). 

The Action of Ozone on Pure Solutions of Lactose. C. W. 

Schonebavm {Rec. trav. chim 1922, 41, 422 — 424 ; of. Annalm, 
1859, 110, 86 ). — It has been stated that lactose is not decomposed 
by ozone. The author finds that this is only true of neutral and 
acid solutions at both ordinary temperatures and 70°. In alkaline 
solution of 0«LV concentration, 30% of the lactose is decomposed 
after three hours’ o&onisation, whilst at 70 a rapid neutralisation 
of the alkali takes place. This is due to the formation of formic 
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acid, the primary decomposition product. In 4W-alkali, carbon 
dioxide is formed after one hour ; this and water are the final products 
of ozonisation. Ozone of low concentration was i^sed. H. J. ]?. 


The Colloidal Nature of Saccharated Iron. C. Maxxicr 
and C. A. Rojahn { Ber . dent. Pharm. Ge $ ., 1922, 32, 158 — 166).— 
“ Saccharated” iron contains the metal as colloidal ferric hydroxide, 
and is in no sense a compound of sugar and iron . It gives a colloidal 
solution in water in consequence of the sugar and the alkali which 
also must be present. That none of the sugar is chemically com. 
bined with the metal appears certain from the fact that the colloid 
isolated by dialysis, by ultra-filtration, or by kataphoresis contains 
an amount of sugar varying according to the method adopted from 
16*6 to 25*5%. An average value would require 16 atoms of iron 
to 1 mol. of sugar, which is a remotely improbable combination. 
Tt is concluded, therefore, that the iron is present entirely as colloidal 
hydroxide, which absorbs a certain amount of both sugar and 
alkali. The solution differs from dialysed solution of iron (Liquor 
Ferri Dialysatus) in that the particles are negatively charged 
in the former and positively in the latter, and the addition of 4—8 
drops of this to 5 e.e. of 5% solutions of saccharated iron results in 
complete flocculation. A similar precipitation of the iron is caused 
by neutralising the alkali with, for example, acetic acid or carbon 
dioxide ; like many other colloids it is absorbed by relatively 
small quantities of charcoal, and a colourless filtrate may be 
obtained in which iron is undetectable. G. T. M, 


Alkaline Copper Oxide Solutions and Copper Oxide- 
Ammine-Cellulose Solutions. II. Wilhelm Traube [Ber., 
1922, 55, [ B ], 1899— 1912).— In a previous communication (thisvol., 
i, 115), the action between copper ethylenediamine hydroxide and 
glycerol has been considered to take place in accordance with the 
equations: 2C,H 5 0 2 -CH 2 -0H + [Cu (en) 2 ](OH), Z" v 2H 2 0 t 
[C u (en) 2 ](0*CH 2 *C 2 H r,0 2 ) 9 and [Cu (en) 2 ](0-CH 2 -C 2 H 5 0 2 ) 2 i 

Cu(OH) 2 - [Cu (en) 2 ][0*Cn 2 -CH(0H)*CH 2 -0] 2 Cu + 2H 2 0. It is also 
possible that the following equation represents the change : 
20H'CH 2 'CH(0H)-CH 2 *0H-!-2 [Cu (en) a ](OH) a = r n . 

[Cu (en) 2 ](0*CH 2 *CH(OH)*CH 2 *0) 2 Cu+4H 2 0 !~2 (en). 
The second possibility “is now shown to be the more probable, since 
the reaction occurs with liberation of considerable amounts of 
ethylenediamine as is proved by the ability of the solution o 
dissolve silver oxide. The isolation of the compound 


[Cu(en) 2 ][0*CH 2 -CH(0H)-CH 2 -0] 2 Cu, 
in an almost homogeneous condition is now described. 

The conclusions thus drawn in the studies with glycerol can 
extended to other polyhydroxy-substances, notably cellulose, 
ability of copper oxide-ethylenedi amine-cellulose solutions 0 - 

solve further quantities of copper oxide depends on the Imer 
of ethylenediamine, and the behaviour of Schweizer s solutio 
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, cX p]ained similarly. The difference ‘between the behaviour of 
the copper bases towards polyhydroxy- com pounds and those of the 
etals silver, cobalt, nickel, zinc, and cadmium is accounted for, 
since only the former is able to form complexes in which the metallic 
atom is fixed directly to the hydroxy-group of the polyhydroxy- 
c0 mpound. An uncertainty, however, appears to exist in the case 
0 f cobalt, since, according to the literature, the precipitation of 
this metal from its solutions as hydroxide by means of alkali is 
hindered by the presence of glycerol in the same manner as is 
the precipitation of copper hydroxide from copper solutions ; the 
exception is only apparent, however, since the cobalt hydroxide 
is present in the colloidal state (and not as the glycerate) and can 
he precipitated completely by barium sulphate. 

Confirmation of the results obtained with copper ammine hydrox- 
ides and polyhydroxy-compounds is afforded by the behaviour of 
the former towards biuret. Copper ethylenediamine hydroxide 
and biuret give the compound C 8 H 22 O 4 N 10 Cu 2 ,H 2 O, lustrous 
needles, m. p. 198° (decomp.), which is formed in accordance with the 
scheme’: 2C 2 H 5 0 2 N 3 +2[Cu(en) 2 ](OH) 2 =[Cu(en) 2 ](C 2 E s O 2 N 3 ) 2 Cu+ 
4H 2 0+2(en). 

It has been assumed that the solution of copper hydroxide in 
ammoniacal glycerol occurs in accordance with the equation : 
2C 3 H 8 0 3 4-2 Cu(0H) 2 +4NH 3 = 

Cu[CH 2 -0-CH(0H)*CH 2 -0] 2 [Cu{NH 3 ) 4 ]+4H 2 0. 

The corresponding derivative from biuret, 

[Cu(NH 3 ) 4 ][(C 2 H 3 0 2 N 3 ) 2 Cu] 

has been analysed. H. W. 

Oxycellulose. Emil Heuser and Fritz Stockigt ( Cellu - 
losechemie , 1922, 3, 61 — 74). — The formation of furfuraldehyde- 
yielding groups is one of the constitutional characteristics of 
oxycellulose. The quantity of furfural dehyde obtained is not 
large. Whilst . well-purified cotton yielded 03%, oxycellulose 
preparations generally yielded less than 1*0%. Higher yields of 
furfuraldehyde were recorded when the oxidation was carried out 
by chromic acid in such quantities that substantial losses of cellulose 
were incurred. For instance, an oxycellulose prepared by chromic 
acid with a yield of 66% gave 2*14% of furfuraldehyde, and, in 
an extreme case, 12*5% of oxycellulose was obtained having a 
furfuraldehyde value of 3*89%. The presence of carboxylic 
groups in oxycellulose has often been suggested, but definite proof 
is now afforded by the observation that on distillation with 12% 
hydrochloric acid, oxycellulose yields small quantities of carbon 
dioxide. The carboxyl value of oxycellulose has been estimated 
by Lefevre s method for the estimation of glyeuronic acid ; the 
values obtained were generally less than 1*0%, but in the case of 
highly oxidised chromic acid oxycellulose values up to 1*32% were 
obtained. On hydrolysis with 1% sulphuric acid under pressure, 
oxycellulose gave a residue of hydrocellulose with low furfuralde- 
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hyde and carboxyl values* and a solution containing the character, 
istic oxidised component. This substance yielded a barium salt 
having many of the characteristic properties of barium glycuronate 
but differing from that salt in its barium contcAt. On complete 
hydrolysis by Willstatter’s method, oxycellulose yielded a solution 
having a dextrose value about 10% lower than that obtained 
from cellulose and hydrocellulose ; the residue from the digestion 
of oxycellulose with dilute sulphuric acid gave the normal dextrose 
value of hydrocellulose. Hence it is concluded that oxycellulose, 
prepared as a residue from the action of oxidising agents on cellulose, 
consists for the major part of cellulose in which there exists, either 
as a mixture or in combination, a small quantity of an inter- 
mediate complex, formed of a combination of cellulose with an 
oxidation product. This oxidation product has the characters 
of an aldehyde -carboxylic acid, and is probably derived either 
from a terminal alcoholic group of a cellobiose residue or from an 
aldehyde group developed by hydrolysis. J. K B. 

New Diamine Compounds. Peter Bergell (Z. physiol. 
Chetn. , 1922, 120, 220 — 220). -The following compounds were 
prepared by the interaction of the respective bases and acid chlorides : 
Di-x-bromo pro pi on y/ pe n to m dhjien edia m i ne, 

C H. 2 (CH 2 *CH . 2 ‘NH‘CO *CH MeBr) s , 
crystallises in radiating needles arranged spherically, m. p. 135— 
136° Di-z-bromoisoh** oylpeniam eth ylenediami ne, 

CH,(CH 2 -CH,-NH-CO-CHBrCH 2 *CHMe 2 ) 2 , 
crystallises in leaflets, m. p. 127—128°. bi-fi-iiaphthalenesulphonyb 
pentam eth ijkn edia mine, CII 2 (CH 2 -CH. 2 ’NH*S0 2 «C u H 7 ) 2 , crystallises 
in lustrous leaflets, m. p" 147—119°. $-Napkthalenesulphonyl- 

pi peri dine. CioH 7 -S0 2 -N<^g 2 ^ [jy CH 2 , is a silky white precipi- 
tate. m. p. 133 — 134°. Dimpkfkalenesidphonylpiperazine, 
C,oH.-S0 2 -N<^^Ol4\ I f. S o 2 .c M H 7 , 
is an indistinctly microcrystal line precipitate. S. S. Z. 

Betaines. I. Theory of Betaines. Paul P. Pfeiffer (Ber., 
1922, 55, [B], 1762 — 1709). — It is customary to ascribe a cyclic 
structure to the betaines, which, however, do not obey the usual 
stereochemical laws of ring closure. This is particularly noticeable 
with the betaines of the aromatic series in which compounds 
derived from p- and m- as well as those derived from o-aminobenzoic 
acid are known. Since, however, the entire chemical behaviour 
of the betaines causes them to be regarded as intramolecular 
quaternary ammonium salts, it is reasonable to apply to them ^ ? 
recent ideas on the constitution of salts as deduced by Be ye 
and Scherrer, and to consider that positive and negative ionic 
charges are located in the molecule which may be formula e i 
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- 0 ‘ 0 C--R --^ Me 3 * Th( : sole difference in the structure of 
sodium chloride and betaine is that the ions are separated in the 
former and united by a chain of atoms in the latter. The f oi mat-ion 
of a betaine has, in principle, no connexion with ring closure ; the 
electric polar charges attract one another, but the extent to which 
thev actually approach one another depends on the configuration 
of the molecule. With para-betaincs the frana-configu ration of 
the molecule inhibits the approach of the groups, COO" and XMe 3 +, 
and ring closure does not occur. This is true also of the meta- 
compounds. With the ortho-products, on the other hand, ring 
closure is possible. The views thus put forward for the betaines 
are applicable to the amino-acids. 

The crystals of amino-acids or betaines are not exactly similar 
to those of salts or organic compounds. It must be assumed that 
in them, as in ordinary organic substances, the molecular lattice 
structure is pronounced, but between the single molecules, in 
accordance with their bipolar nature, strong electrostatic forces 
are operative such as only occur otherwise in ionic lattices. It 
may therefore be stated that the amino-acids and betaines form 
molecular lattices with the general character of Sonic lattices. 
An explanation is thereby afforded of the extremely high melting 
or decomposition points of these substances which are otherwise 
not related to their molecular complexity. The sparing solubility 
in organic media likewise receives an explanation. 

Similar stereochemical difficulties arise in the elucidation of the 
constitution of salts of dibasic organic acids with bivalent metals. 

The co-ordination formulas for example, j^C — R — CqJ Ca + + , 

are probably to be assigned to them, a normal ring not being 
present. H. W. 


Transformation of Alkylated Malonic Acids into 7 -Amino- 
acids. II. Syntheses of [i-Phenyl-x-alanine and of x- Amino - 
u-butyric Acid. Theodor Curtivs and Wilhelm Sieber {Ber. } 
1922, 55, [B], 1543 — 1558 ; ef. Curtius and Sieber, A., 1021, i, 
653).— It has been shown previously that potassium hydrazido- 
malonatc is convertible into glycine in accordance with the scheme * 
CO a K*CH2»CO-NH»NH g C0 2 H-CH a -G0-N 3 ^^ [C0 2 H-CH 2 -x:C0] 

— NHj'CHg'COjH+COg. Since also it was found that the 
yield of a-alanine from methylmalonazidic acid is better than 
that of glycine from the lower homologue, the possibility of the 
peculiar applicability of the process to the more highly substituted 
acids has been examined. In this respect, the results arc somewhat 
disappointing, since ethylmalonazidic acid is extensively hydro- 
lysed by boiling water to hydrazoic acid and ethyl malonic" acid 
whereas benzylmalonazidic acid is insoluble in water and remains 
unaffected. In boiling ethereal solution, ethyl- and benzylmalon- 
azidic acids are converted into the corresponding carboxylic 
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/CO-O 

anhydrides, CH 2 R*CH< | (R=Ph or Me), 
x NH*CO 

CHR^^g^Q^CHR, and complex anhydrides, ^R*CH<^ | ^ 

all of which are hydrolysed by concentrated hydrochloric add 
under pressure with quantitative production of the hydrochlorides 
of the simple amino-acids. 

When solutions of the azidic acids in indifferent media are boiled 
explosions occasionally take place without any apparent cause as* 
for example, in dilute ethereal solutions from which solid has not 
separated. The conversion of the acids into the correspond^ 
urethanes is therefore effected by the addition of absolute ethyl 
alcohol to the dry ethereal solution and subsequent slow distillation 
of the ether. The urethanes are thus obtained as oily liquids which 
generally contain small amounts of the corresponding polymolecular 
anhydride, and, less frequently, of the diketopiperazine derivative 
The crude product is directly converted into the amino-acid hydro- 
chloride by treatment with hydrochloric acid in sealed tubes. The 
success of these methods of synthesising amino-acids depends 
greatly on the purity of the initial materials and the reagents. 

The conditions have been established under which ethyl benzyl- 
malonate is transformed almost quantitatively by alcoholic 
potassium hydroxide solution into potassium ethyl benzylmalonate. 
The latter is converted by anhydrous hydrazine in absolute alcoholic 
solution into potassium benzylmalonhydrazidate , 
C0 2 K.*CH(C0*NHrNH 2 )*CH 2 Ph, 

anisotropic jplatelets ; the corresponding acid crystallises in 
small prisms, m. p. 163°, and gives the benzylidene derivative, 
C0 2 H*CH(C0’NHvNlCHPh) , G , H 2 Ph, rectangular, anisotropic plate- 
lets, m. p. 152° (decomp.). Benzylmalonazidic acid, 
C0 2 H’CH(C0-N 3 )-CH 2 Ph, 

is a heavy, '’yellow liquid which could not be caused to solidify. 
It is converted in foiling ethereal solution into phenylalaniue- 
iY- carboxylic anhydride, m. p. 127 — 128° {decomp.) [the consti- 
tution of which i*s established by the observation that it is con- 
verted by cold aniline into carbon dioxide and phenylalaninecinilide , 
CH 2 Ph*CH(NH 2 )*CO*NHPh, small, thin, feebly anisotropic prisms, 
m. p. 160 — 161°], polymolecular phenylalanine anhydride and 2: 5- 
diketo-3 : 6-dibenzylpiperazine. Phenylalanine hydrochloride crys- 
talises in anisotropic prisms, m. p. 234 — 235°. Benzylmalonazidic 
acid decomposes in boiling chloroform with the production of some- 
what ill-defined products which are convertible into phenylalanine 
hydrochloride. 

Ethylcarbomtophenylalanine and methylcarbonatopkenylalaniM 

could only be obtained as liquids which could not be caused to 
solidify or distilled without decomposition. 

Potassium ethyl ethylmalonate is transformed into potassium 


diketopiperarines, 
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ethyl malonhydrazidate, a very hygroscopic, crystalline mass ; 

benzylidene compound of the corresponding free acid, 
CHEt(C0‘NH-N!CHPh)-CO 2 H, prisms, m. p. 144° (decomp.), is des- 
cribed. Diazotisation of the hydrazidic acid leads to the formation 
0 f a substance , colourless, slender needles, m. p. 82— 83°, which has 
not been investigated completely and ethylmalonazidic acid, a pale 
yellow liquid. Decomposition of the latter in boiling ethereal 
Elution leads to the production of ethylmalonic acid and the 
y C0-0 

carboxylic anhydride , CHEt^ | , m. p. 113° (decomp.), which 

\NH-CO 

is converted by warm alcohol into polymolecular a-amino-n-butyric 

f 1 

anhydride, CHEt<" | , m. p. above 300° after becoming brown 

1- X NH“1 x 


at about 250°. a-Aminobutyric acid hydrochloride crystallises in 
coarse, anisotropic prisms, m. p. 182". 

Methylcarbonato- a ■ amino -n - butyric acid , C0 2 MeOs H-CHEt*C0 2 H, 
is obtained as a liquid which cannot be caused to solidify or distilled 
without decomposition by the action of a mixture of methyl alcohol 
and ether on ethylmalonazidic acid ; it is transformed by concen- 
trated hydrochloric acid into a-aminobutyric acid hydrochloride. 

Ethyl a- amino -ft- butyrate hydrochloride has m. p. 142°. H. W. 


The Synthetic Preparation of Carbamide from Ammonia. 

C. Maticnon and M. Frejacques (Ann. Ohim., 1022, [ix], 17, 257 — 
304). — A more detailed account of work already published (A., 
1020, ii, 250 ; 1921, ii, 33 ; this vol., ii, 272, 445). W. G. 


Semicarbazide Hydrochloride. Hideo Ochi (Japan Pat., 
39219). — Semicarbazide hydrochloride is prepared from nitro- 
carbamide by electrolytic reduction. As catholyte a mixt ure of nitro- 
carbamide and ten times the quantity of 10% hydrochloric acid is 
used and as anodal solution, 25% sulphuric acid. As a cathode, a 
lead cylinder is used and a spiral of lead tube as an anode, separated 
by means of a porous cell. The reaction is conducted at 0—5°, 
using a current of 1 ampere per sq. dcm. and 4 volts. The product 
is obtained by evaporation of the catholyte in a vacuum. K. lv. 


Products of Polymerisation of Hydrocyanic Acid. 

E. Griszkiewicz-Trochimowski (Roczniki Chemji, 1921, 1, 
468— 478).— The constitution >!H 2 *OH(CiS T ) 2 has been suggested 
for the trimeride of hydrocyanic acid. In order to verify the 
presence of the amino-group, two reactions were investigated, 
namely, condensation with aldehydes and the action of nitrous 
acid. The first reaction followed the course expected, and the 
following compounds were obtained. With salicylaidehyde, the 
wlkylidene derivative, OH(CN) 2 *N;CH*C 6 H 4 ’OH, yellowish -green 
needles, m, p. about 235° (decomp.). With anisaldehyde, the 
MiisijUdene derivative, CH(CN) 2 *NX!H*C 6 H 4 'OMe. With benzalde- 
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hyde, the benzylidene derivative, CH(CN) 2 *N:CHPh, brown plates, 
m. p. 190° (decomp,). A benzoyl derivative of the trimeride was 
also prepared, brown plates, in. p. 220° (dccomp.), together with 
its unstable hydrochloride , 

The results with nitrous acid were not those expected ; it was 
thought that a diazo-compound would be formed, from which 
tartaric acid could be obtained by the following reaction — 

oh(CN) 2 *nh 2 ^ch(gn) 2 *n:n*oh^ 

(CN) 2 CH-OH->[CH(OH)*C0 2 H] 9 . 

The product of the reaction does not, however, decompose on 
boiling ; it is obtained from the solution in orange prisms, m. p. 
about 145°, and is shown to be 4 : 5-dicyano- 1 : 2 : 3-triazole. On 
sublimation at 140°, this is obtained in a colourless modification. 


/n:ocn 

for which the constitution i 

\N.C*CN 


is suggested. 


The silver, copper, barium, potassium, and ammonium salts of 
the dicyanotriazole were prepared, also its 1 -methyl derivative, 
m. p. 57*5 — 58*5°. 

On hydrolysis with hydrochloric acid, the 4 ‘amide of 1:2:3- 
triazolc-4 : 5-dicarboxylic acid is produced, m. p. 275°. By passing 
hydrogen chloride through an ethereal solution of the substance, 
the ethyl ester of ±-cyano-\ : 2 : 3-triazole-5-mrboxylic acid is 
obtained, m. p. 114 115°, whence the acid, m. p. 225 — 226 5 , is 
obtained, and from this by hydrolysis with sulphuric acid the 
4 : 5-dicarboxylic acid, m. p. 195 — 190°, is produced. 

It is suggested that the dicyanotriazole may be produced front 
the nitrous acid by condensation of a diazotised molecule of it 
with an undiazotised one. The results both with aldehydes and 
with nitrous acid, therefore, support the view that the trimeride 
of hydrocyanic acid is CH(CM) 2 *NH 2 . R- T. 


Equilibrium in the System Ammonia-Mercuric Cyanide. 

S. R. Bkixkley (J. Amer. Ckem. Soc ., 1922, 44, 1210 — 1210) — 
The vapour pressures of ammonia in the binary system ammonia- 
mercuric cyanide have been determined at 0° over a range from 


370 mm. to 1600 mm,, and in the ternary system, ammoma- 
water-mercury cyanide the solubility curve has been determined 
at the same temperature. It is shown that the vapour pressures 
of the solutions are far below those required by Raoult's law. 
The solid products, Ilg(CN) 2 ,NH 3 and Hg(CN) 2 ,2NH 3 , have been 
isolated and have been shown to be the only additive compounds 
between these two components at 0°. ^ 


The Solubility of Potassium Ferrocyanide. Reece H. 
Valla nce ( Chem . Xews, 1922, 125, 7).— The solubility of potassium 
ferrocyanide at temperatures up to 30° has been determined wit i 
the following results expressed in grams per 100 grams of saturate 
solution: 10*4°, 17o41 ; 13'8°, 19067; 16*9°, 20*862; 204, 
21*953; 23*1°, 23-074; 25-0°, 23*971. Determinations by previous, 
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workers have given widely varying results . Evidence was obtained 
0 f a transition point in the neighbourhood of 18°. G. F. M. 

Thermocheipical Researches on Oximes. II. The 
Stereoisomeric Ethyl Esters of Oximinoacetoacetic Acid. 

Alicja Dorabialska {Rocznihi Chemji , 1921, 1, 448— 467).— Ethyl 
oximinoacetoacetatc has been described by Jovitschitsch (A., 1896, 
l 82), who states that it may exist in two forms, both oils. The 
Q.form, according to him, differs from the a-, in that its sodium 
hydroxide solution on acidification evolves carbon dioxide. The 
conversion is stated by him to be effected by the action of nitrous 
and sulphuric acids on the ester. Bouveault and Wahl (A., 1905, 
i, 506), however, only obtained one form, m. p. 56°, and the author 
finds that no conversion is effected by their method . The a-isomeride 
is prepared in various ways, including a hitherto undescribed 
method, whereby it is obtained from nitrosyl chloride and accto- 
acetic acid ester . The purest form has m . p. 56 1 7 0 . A monohydrate , 
in. p. 45°, is obtained in rhombic plates, and from analyses of the 
compound m. p. 56*7° it is concluded that it contains at least 
28*7% of the hydrate, which can be isomorphous with it, and has 
the same space structure. It is found that if the a-isomeride be 
left in strongly acid solution, and this is extracted with ether, a new 
modification is obtained, m. p. 49°. This is the (3-cster, mixed with, 
at the very least, 19% of the a-forrn. On solution in alkalis and 
reprecipitation, the u-form is regenerated. Attempts to produce a 
hydrochloride failed. Both forms were examined therniochemi- 
cally. The reactions studied were the formation of the sodium salt 
of both forms, from solutions and from the solid esters. Further, the 
heat of reaction with hydrochloric acid in ether solution, q HC1 , was 
measured, and that of the solution of the oximes in water (S). 
The following values were obtained for the a-ester : q 8*85, ^2*86, 
Q 4*83, and 5- 3*77, and for the mixed a,3-cster : c?i IC i 4*96, Q 6*14^ 
and £-3* 70. The heat of formation of the sodium salt is, for 
solutions of the esters, given by 7 q ) and with solid esters by all 
figures being given in calories per millimole. 

For the fi-ester, q is calculated to be 6*72, whilst for the mono- 
hydrate it is 8-77. The degree of hydrolysis of the sodium salt 
is found to be zero. The heat of reaction of the ester with a 
solution of nitrosyl chloride in toluene is 31-77 cal. per millimole. 

R. T. 

The Variation of Refractive Index and Density of 
Benzene with Temperature. William Bayley Parker and 
Itaetha Thompson (T., 1922, 121, 1341—1343). 

Equilibrium in Liquid Mixtures of Ammonia and 

Aylene. Charles A. Kraus and Edward H. Zeitfuchs {J 
Ch ™; &*•> .1922, 44, 1249-1260).- The total vapour 
pres&uro of liquid mixtures of ammonia and m-xvlene has been 
for the entire range of compositions at 8°, 10°, 12L 14°, 

> i t and 20°. Mixtures of liquid ammonia and m-xylene 
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exhibit a critical end-point at 14-7° at a pressure of 6-85 atm. and a 
composition of 814 mol.% of ammonia. The composition of the 
liquid phases in equilibrium with each other in the three-phase 
system has been determined at all the temperatures mentioned 
above and at - 33*5°. At lower temperatures, the percentage 0 f 
ammonia in the phase rich in xylene decreases very rapidly with the 
temperature. J* l 1 . S. 

The Chlorination of Benzyl Chloride. S. C. J. Olivier 
Utec. trav. chim. f 1922, 41, 419—421 ; cf. Beilstein and Kuhlberg, 
Anncilen, 1868, 146, 320).— The preparation of p-chlorobenzyl 
chloride by chlorination of benzyl chloride in presence of iodine is 
unsatisfactory, as, in addition to iodine derivatives which are 
difficult to separate, considerable quantities of the ortho- and traces 
of the meta-isomcride are also obtained. The product is not_ 
identical, as stated, with that obtained by chlorination of boiling 
p-chlorotoluenc. ^ -k* 


Nitrotoluenes. VIII. Binary Systems of m-Nitro- 
toluene with another Nitrotoluene. James M. Bell and 
Joseph L. McEwen. (J. Ind . Eng. Chem ., 1922, 14, 536-537; 
cf A 1921, i, 234, 330).— Freezing-point curves have been 
constructed for binary mixtures of m-nitrotoluene with o- and 
p-nitro toluene, respectively. In the system m-nitrotohiene-p- 
nitrotoluene a single eutectic exists at - 2-8° corresponding with 
37% of the para-constituent, whilst in the system m-nitrotoluene-o- 
nitrotoluene the eutectic lies at — 31*65 and corresponds with 48 / 0 
of the meta-constituent. In the latter case, a metastable curve is 
indicated which would have a eutectic at about -39°, corresponding 
with about 46% of the meta-constituent. J. F. S. 


Organic Radicles with Quadrivalent Nitrogen. III. 

Heinrich Wieland and Fritz Kogl (tier,, 1922 55, [B], 1798- 
1803). — An extension of the work of Wieland and Both (A., 1J-U, 

IWtolylnitric oxide has been shown to yield a pale yellow, 
unstable, crystalline, additive compound with nitric oxide ; this 
is now identified as di-p-tolylnitroamine, (C 6 H 4 Me) 2 A‘JNU, since n 
is converted by hydrogen in the presence of palladium black into 
ammonia and di-p-tolylamine. . 

Diphenyl-nitrogen oxide reacts with tetra-p-amsylhydrazine m 

absolute ethereal solution, with the formation of di-p-anisylnitio^e 
oxide, m. p. 161°. The reaction probably occurs m ^cordancemtt 
the scheme : 0:NPh 2 -N(C 6 H 4 -0.\le) 2 — , NPh 2 -N(.0)(C 6 H 4 OMe, 2 

»- NPh 2 +0:N(C 6 H 4 -0Me) 2 . . H -NPh-OH, 

Attempts to prepare the hydioxylamme, NMe, 0,tl 4 
did not lead to the desired result, since the bulk of thep-rntro^ 
methylaniline was recovered unchanged after the action s 
nesium phenyl bromide on this substance; pp'-azodimethylaJiWK, 
m. p. 263°, was also produced in small amount. 
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^^phenyl'N'p-tolylhydroxylamme, C 6 H 4 Me*NPh*OH, colourless, 
i broils needles, m. p. 65—66° (decomp.), is prepared by the action 
^magnesium phenyl bromide on nitroso toluene. It is reduced by 
tin and hydrochloric acid to phenyl-p-tolylamine. Phenyl-y-tolyl- 
‘iroaen oxide appears to be formed when an absolute ethereal 
solution of the hydroxylamine is treated with silver oxide and 
United sodium sulphate at — 5° ; the garnet-red crystals are, how- 
ever, so unstable that they could not be analysed. 

Attempts have been made to apply the reactions characteristic 
of diarylnitrogen oxides to sodium nitrosodisulphonate (Fremy’s 
sail) (S0 3 Na) 2 NI0, which appears to contain quadrivalent 
nitrogen. Its solution in water is rapidly decolorised by nitric 

oxide with formation of nitrous acid: (KN(S0 3 Na) 2 *NI0 > 

\(S0 Na) 2 'OH+HO*NO, but reaction only occurs in the presence 
of a trace of acid. Fremy’s salt is reduced by phenylhydrazine 
to nitrogen (evolved from the hydrazine) and hydroxylamine 
disulphonate. 

p-Nitroso-iV-diphenylhydroxylamine cannot be dehydrogenated 
to the corresponding diarylnitrogen oxide ; since inhibition is not 
caused by the presence of the nitroso-group, it is probable that the 
substance has the constitution 0H’NIC 6 H 4 !XPh!0 instead of the 
usually accepted NO*C 6 H 4 *NPh<)H. H. W. 

Naphthalene sulphonic Acids. IV. Solubilities of some 
Amine Salts of Naphthalenesulphonic Acids. H. Wales (J. 
hd.Eng.Chem.tWXl, 14, 317 — 318) —The solubilities of salts formed 
by different naphthalenesulphonic acids with a- and fi-naphthyl- 
amine were investigated. As hydrolysis occurs in some cases with 
water, X /100-hydrochloric acid was used as solvent, the acid of 
this strength having no influence on the solubility. Of the di- 
sulphonatcs, the 1 : 5-a-naphthylaminc salt, and the 2 : 6-p-naphthyl- 
amine salt are least soluble. As a general rule, the more symmetrical 
a salt, the lower is its solubility. The solubility curve of a-naphthyl- 
amine naphthalene- 3-sulphonate shows an allotropic change at 
54°, and that of the corresponding a-sulplionate at 66°. A com- 
plete series of solubilities as determined between 25° and 98° is 
tabulated. C. I. 

Catalytic Hydrogenations under Pressure in the Presence 
of Nickel Salts. I. Indene and Acenaphthene. Julius 
vox Braun and Georg Kirschbaum ( Ber 1922, 55, [ B ], 1680 — 
1086). — The method adopted is essentially that due to ^chroeter 
(this vol., i, 122), hydrogenation being efleeted under a pressure of 
10 — 15 atmospheres at a suitable temperature in an autoclave 
provided with stirring gear and in the presence of a nickel catalyst. 
At 200°, indene is very readily transformed into hydrindene, b. p. 
176°, the yields being theoretical. At 210°, technical acenaphthene 
which has been purified by a single crystallisation from alcohol is 
rapidly and quantitatively reduced to tetrahydroacenaphthene 
[tetraphthene], b. p. ilo°/12 mm. The latter hydrocarbon is dis- 
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tinguished from hydrindene and tetrahydronaphthalene by it s 
ready susceptibility to oxidising agents. Whereas it is stable when 
preserved in closed vessels and becomes coloured merely pale yellow 
by exposure to air, it behaves towards permanganate as an im- 
saturated compound. For this reason, its smooth nitration has not 
yet been accomplished. Tetrahydroacenaphthene is converted by 
acetyl chloride and aluminium chloride in the presence of carbon 
disulphide into 5 -axetyltetrahydroacenaphthene, a colourless liquid, 
b. p 180— 181 °/13 mm., which is oxidised by dilute nitric acid to 
Jt)enzene-1 : 2 ; 3 : 4-tetracarboxylie acid. The conclusive proof that 
the acetyl group enters the molecule in position 5 is deduced from 
a study of its dehydrogenation (vori Braun, Hahn, and Secraaim, 
following abstract). The compound gives a semicarbazone , m. p, 
040 — 241°, and an oxime , m. p. 148°. 

The treatment of tetrahydroacenaphthene with sulphuric acid 
at temperatures between 0° and 80° or higher leads mainly to the 
production of tetrah ydroacenaphlheneA-sulphonic acid , leaflets, m. p. 
104 — 105° ; the sodium , , calcium , and lead salts are described. The 
corresponding chloride, glassy needles, m. p. 69—70°, amide , m. p, 
154°, and anilide , m. p. 170°, are described. Reduction of the 
sulphonyl chloride by zinc dust in the presence of ether leads to the 
formation of fetrahydroacenaphtke.ne^-sulphi'nic acid, cubes, in. p. 
102—103°. Zinc dust and sulphuric acid reduce the sulphonyl 
chloride to 4 -thioltetrakydroacenaphthenc, b. p. 167 — 169°/12 mm.; 
the corresponding methyl ether , b. p. 180 — 182°/10 mm., and 
disulphide , m. p. 129°, are described. Sodium tetrahydroace- 
naphthene-4-sulphonate is transformed with some difliculty and in 
poor yield by molten potassium hydroxide into 4 -hydroxytetra- 
hydroacenaphthene, m. p. 98 — 99°. H. W. 


Benzopolymethylene Compounds. III. Dehydrogenation 
of Tetrahydronaphthalene, Hydrindene and Tetrahydroace- 
naphthene [Tetraphthene] Derivatives. Julies vox Beaux, 
Erich Hahn and Jon Seemanx ( Ber ., 1922, 55, [B]. 1687 1/00).— 
The processes of substitution in the aromatic portion of tetra- 
hydronaphthalene and of naphthalene follow' different laws. In 
the former case, nitration, bromination, chlorination, etc., lead to 
a mixture of ar-a- and ar- [3 -derivatives w-hich frequently are readily 
separable from one another, whereas a-derivatives are formed from 
naphthalene, and the corresponding (3-compounds can often only 
be prepared by circuitous methods. Since, however, tetrahydro- 
naphthalene is readily re-converted into naphthalene, it 
possible that a ready method of preparing otherwise difficultly 
accessible naphthalene compounds might bo opened up through 
the tetrahydro-compounds. In a number of cases it is now shown 
that the dehydrogenation of the tetrahydronaphthalene derivatives 
can be effected smoothly. Unfortunately, a similar process doc 
not appear to be applicable to hydrindene and its denva ne , 
since these substances are unaffected by mild treatment ana 
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molecule is extensively decomposed in circumstances which are 
sufficiently drastic to induce reaction. On the other hand, tetra- 
hydroaecnaphthene is readily dehydrogenated, yielding, according 
to circumstances, acenaphthcne or acenaphthylene. 

( 3 - Ethylte trahydron aph th alen c is decomposed when distilled in 
an atmosphere of carbon dioxide through a tube (empty or filled 
with pumice coated with lead oxide) at 650° into fl-ethylnaphthalene, 
b. p. 251— 252° /atmospheric pressure ; at 6(X«° very little action 
occurs, whereas at 700° the ethyl group is also eliminated and 
naphthalene is formed. Similar observations are made witfu 
p-tetrahydronaphthyl methyl ketone, the optimum temperature 
for the conversion of which itito ^naphthyl methyl ketone is 6S0— 
700°. The pure ketone has m.p. 53—54° and gives an oxime, 
m ,p. 143—144°, a semicarbazone, m.p. 230°, and a phenylhydrazme, 
ni. p. 176 — 177 . 

Tetrahydronaphthyl methyl ketone condenses with isation in 
boiling aqueous alcoholic, alkaline solution with the formation of 
2 .$4etrahydronaphthylcinckonimc add, m. p. 198—199° (decomp.) 
[the sodium and copper salts and the ethyl ester, needles, m. p. 86°, 
are described]. When heated until carbon dioxide ceases to be 
evolved, the acid is converted into 2-fi-tetrahydrona phtkylqui n olin e . , 
needles, m. p. 75° ( picrate , m. p. 191°; hydrochloride, m. p. 227°; 
methiodide, m. p. 190°). The base is dehydrogenated by lead 
oxide-pumicc at 700° with formation in more than 50 % yield 
of 2-[3-naphthylquinoline, m. p. 161° (methiodide, orange -coloured 
prisms, m. p. 188°). 

Tetrahydroacenaphthene is almost quantitatively transformed 
by sulphur at 180° into accnaphthene; under similar conditions, 
the acetyl group of aeetyltetrahydroaeenaphthene is also affected. 
If, however, the latter is heated at 700°, a large amount of acenaph- 
thylene is produced together with smaller quantities of incont 
pletcly dehydrogenated aeetyltetrahydroaeenaphthene from which 
5-acctylacenaphthene can be isolated in the form of its semi- 
carbazonc. 

fJ-Nitrotetrahydronaphthalene suffers a complicated decomposi- 
tion when heated at a high temperature. On the other hand, it 
reacts readily with bromine at 100°, giving a dibromonitrotelra- 
hjdronaphtluflene which could not he caused to crystallise ; the latter 
substance evolves hydrogen bromide at a somewhat higher tempera- 
ture, giving (3-nitronaphthalene, ill. p. 79°, the yield being 90 — 98% 
of that theoretically possible. The process appears to be the best 
method favourable at present for the preparation of j3-nitronaphtha- 
lene when the pure tetrahydro-derivativc is available. Unfor- 
tunately, although the nitration of tetrahydronaphthalene is a 
simple operation, the separation of the a- and (3-isomerides is some- 
what tedious. a-Nitrotetrahydronaphthalene is smoothly dehydro- 
genated in the same manner as the ^-compound. If, how ever, the 
process is applied to the mixed tetrahydro-compounds a mixture 
of nitronaphthalenes is produced which cannot be separated by 
distillation or by crystallisation from alcohol. 
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p -N itronaph thalene is readily brominated with the formation 
of 5 (or &ybromo-2-nitromphtkalene, needles, m. p. 131°, which is 
reduced by stannous chloride to 5 (or 8 ) - 6 romo-'l -amin on aphtha}# ^ 
colourless crystals, m. p. 35°, b. p. 207 — 210°/16 'mm.; the corre’ 
sponding picrale, needles, m. p. 216° ; hydrochloride, m. p. 265° a ft Cr 
darkening at 230° ; acetyl compound, m. p. 158° ; benzoyl compound 
m. p. 109°, and benzylidene derivative, m. p. 63°, are described. The 
amine is converted in the usual manner into 5 (or §)-hro7no^ 
hydroxynaphthahne, colourless needles, in. p. 105°, but the yields 
arc only moderate owing to the simultaneous production of the 
compound , C 1(l H 6 Br'NlN*C ia H 5 Br , KH 2 , cinnabar red needles, m. n 
115°. The naphthol is oxidised by permanganate to 3-bromo- 
phtha lie acid. H. \y. 


The Pyrogenic Transformation of Fluorene. K. Dzikwojs- 
ski and J. Suszko {Rocznilci Ghemji , 1921, 1 , 387 — 410) —Fluorene 
vapour is passed under reduced pressure, through a quartz tube 
heated to redness, and containing a coil of iron wire. The vapours 
condense to an oily solid, mainly unchanged fluorene, but contain- 
ing three other hydrocarbons, of the empirical formulae C 26 H l6) 
C 26 Hi 4 , and C 26 H 12 . Graeber (A., 1893, i, 38) obtained a substance! 
C 26 Hi 6 , by passing fluorene vapours over heated lead oxide, but this 
substance, bi diphenyl ene -ethylene, is shown to be different from the 
substance of the same empirical formula obtained by the author. 

This hydrocarbon, dijluorenylene. (formula I) forms colourless 
prisms, m. p. 218°, and is identical with the hydrocarbon, C 26 H lc . 
obtained by Klinges and Lonnes (A., 1896, i, 691) from tetraphenyl- 
enepinacolin, to which an asymmetrical structure was wrongly 
assigned. The picrate, reddish-brown needles, m. p. 202 — 203°, the 
din it ro - deri vat i ve , m. p. 360 — 365° (decomposition), and dihjdroxf 
‘derivative, colourless, rhombic plates, m. p. 269°, were prepared. 

The second hydrocarbon, dikydrorubicene, C 26 H 34 (formula II)., 
forming colourless needles, m. p. 296°, is obtained in small quantity 
only. Thepi’crate, orange needles, m. p. 254 — 260°, is unstable. The 
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third product, rubicene, C 26 H 12 , forms deep red needles, m. p. 3057 
and seems to be best prepared by this method. > Pummercr (A., 1912, 
i, 182), who prepared it from phenanthraquinfme, assigned to it the 
empirical formula C 26 H 14 and the structure Jill ; this is shown to 
be incorrect, and the structure IV is assigned to it. The picrak, 
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reddish-brown needles, m. p, 258°, is unstable ; the dwifro-derivative, 
brick-red needles, m. p. 440 — 44^° (decomp.), and the dibrwno- 
derivative, brownish-red needles , m. p. 378° (decomp.), were pre- 
cared, al s0 a rubicenedisulphon ic acid , which is found to act as 
an acid dye. Attempts to reduce the hydrocarbon did not lead to 
any definite results, whilst oxidation with chromic acid mixture 
gives a yield of only 5% yellow plates, m. p. 203°, and of a feebly 
acid nature. R. T. 

Aniline Arsenates. E. Paterno ( Atti R . Accad. Lined , 1922, 
m 31 f i, 165 — 169). — According to Bechamp, aniline forms a’ 
dianiline arsenate, w. p. 140°, which loses aniline at 180°, giving a 
monoaniline arsenate. The author finds that the former salt, which 
forms trimetric crystals, is always obtained when aniline is treated 
in the cold with aqueous arsenic acid. When distilled either in a 
vacuum at 60° or in a current of steam, or when left in a desiccator 
over sulphuric acid, the dianiline salt loses aniline, giving the mono- 
aniline salt, which forms vitreous prisms, m. p. 154 2 , belonging 
to the triclinic system ; if the fused salt is allowed to solidify, it then 
melts at a somewhat lower temperature. The melting point of the 
dianiline salt varies for different samples and different modes of 
heating, from about 140° to about 150°, and cannot be determined 
exactly owing to the readiness with which the salt undergoes change. 
Cryoscopic measurements show that the monoaniline salt is hydro- 
lysed into two, and the dianiline salt into three molecules. 
v Solutions of aniline in water and of water in aniline have also 
been investigated cryoscopically. The maximum solubility of 
aniline in water is about 3*7% at — 0'6° and that of water in aniline 
about 2’8% at ■— 5'4°; T Alexeev (A., 1877, ii, 472) gave for these 
solubilities at the ordinary temperature 3*1 1 % and 4T>8%, respec- 
tively, the latter being evidently too high. T. H. P. 

The Hydroferrocyanides and Hydroferricyanides of the 
Organic Bases. I. William Murdoch Gumming (T., 1922, 
121, 1287—1298). 

woNit riles. III. Reactions with the Hydrates of Halo- 
genated Aldehydes. M. Passekini (Gazzctta, 1922, 52, i, 432— 
435).— The results previously obtained (A., 1921, i, 895) suggest 
that, in the reaction of an /sonitrile with an aldehyde or a ketone 
in presence of an organic acid, the aldehyde or ketone first forms 
with the organic compound a labile additive compound of the 
structure, 0II > CR 2 -0*C0*R, capable of reacting with fiwnitrile 
groups. The accuracy of this suggestion is supported by the fact 
that the analogous compounds formed by halogenated aldehydes 
with water, OH-CHR-OH, react with phenylcarbyla mines yielding 
anilides of halogenated a-hydroxy -acids. R'XIC+OK'CHR’OH — 
^HR-CO'CHR-OH. Thus, chloral hydrate and phenylcarbylamine 
yield (3-trichloro-a-lactanilide, and butylchloral hydrate and phenyl- 
carbylamine, ppy-trichloro- a-valeranilide. 
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$-TrichtorO‘Ct‘lactanilide , NIIPh*CO*CH(OH)*CCl 3 , crystallises 
colourless, elongated plates or flat needles, m. p. 147°, and is readily 
decomposed by alkali hydroxide or carbonate with quantitative 
loss of the chlorine. It is highly resistant towafQp the action of 
acids, but is converted into trichlorolactic acid when heated with 
excess of hydrochloric acid in a scaled tube at 80 100 . The com- 
pound, in. p. 164—165° (decomp.), described as trichlorolactanilid e 
and obtained by Anschutz and Haslam (A., 1800, 27) from aniline 
and tetrachloroethylidene. trichlorolactate, may be an isomeride of 
the above compound. 

B 0v -Trichloro- a - hydroxy valeranilide , 

NHPh«CO*CH(OH)-Ca 2 -CHMeCl, 
forms colourless, highly refractive plates, m. p. 156-1 58-. and 
yields aniline and (%-triehloro-a-hydroxyvaleric acid when heated 
in a sealed tube with hydrochloric acid. T. I{. P. 

Akylation of Amines with Sulphonic Esters. >:oltax 
Foldi (Ber., 1922, 55, [B] t 1535- 1543).— The reaction between sul- 
phonic esters and amines docs not proceed more unifoi inly than that 
between amines and alkyl haloids. Quaternary salts are, however, 
obtained smoothly and quantitatively' as the sole final product of 
the action of sulphonic esters on tertiary amines. Primary and 
secondary amines, on the other hand, give more or less uniform 
results. Th e process docs not stop at the stage indicated by the equa- 
tion Ph*SO s Me -j-NHgPh — N HMePh,Ph*S0 3 H, since the secondary 
base is partly displaced from its salt by unchanged primary amine 
(even when the latter is the relatively weaker) and then suffers 
further alkylation. The process is explained by the reversibility 
of the change NHMePh.SG 3 HPh4-NH 2 Ph ./ v NH 2 Ph.S0 3 H.Ph T 
NHMePh. This disadvantage can be remedied to some extent 
bv using an excess of the initial amine, but this procedure 
suffers from the defect that it causes a displacement of the 
equilibrium in an unfavourable sense. The reactivity of phenois 
towards sulphonic esters has been found to diminish with increasing 
acidity of the phenolic hydroxy- groups. A definite relationship 
between reactivity and basicity, however, does not appear to exist 
in the case of amines, since the feebly basic and usually slightly 
reactive diphcnylamine is attacked by sulphonic esters with the 
same vigour as methylaniline or aniline. 

The following substances do not appeal* to have been described 
previously : allyl-p-toluidine , b. p. 122-125712 mm. ; dmUylmtkr- 
anilic acid , transparent rhombohedra, m. p. 86° ; 
ammonium toluene-y-sulphoiiale, colourless, very hygroscopic cry & a &. 
m. p. 159° ; diphenylmethijlamineferrocyamde., C 13 H 13 lS^H. 1 4ev 6 a 6 . 
colourless, somewhat unstable needles ; diphenjfUuhjlamw,^ 
colourless liquid which rapidly becomes purpl ish-red , b . p . 1 • - ■ 

12 mm., about 320—325° (decomp.) /atmospheric pressure; HR J 
* mridinium toluene-p-sulphomte, unusually hygroscopic cr J s _‘ 
m. p. 136—137° ; \-allylpyridinium benzenesulphonate , very nyg 
scopic crystals ; N -meihyljiapaverinium tohiem-y-sulphonale, m. F* 
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. ^alhjl'pa'pa verinium benzcnesulphonate, m. p. 174—175°, pale 
vellow needles (-j-2H (J 0), lemon- yellow rods (anhydrous) ; N- 
flMbrurinium fynzenesulphonate (anhydrous and trihydrate), m. p. 
148—150°, sligfct* decomp. 150—160° and m. p. 238° after re-solidifi- 
eation ; bmzenesulphonyldiallylamine, a pale yellow', viscous liquid. 

k p iso — 190°/H mm - 1-086. 

Sulphonic esters can be used for the preparation of nitriles, since 
ijjpy react as easily as the alkyl sulphates with potassium cyanide. 

H.W. 

Reciprocal Induced Polarity Effects in Cresols and 
their Derivatives. Properties of the Isomeric Methoxy- 
benzyl Bromides. Arthur Lapworth and John Baldwin 
Skoesmitii (T., 1922, 121, 1391-1400). 

Tetranitromethane. V. Tetranitrom ethane as Nitra- 
ting Agent. II. Erich Schmidt, Richard Schumacher, Willy 
jjjjen, and Adalbert Wagner (Be;r., 1922, 55, [B], 1751—1759; 
cf. Schmidt and Fischer, A., 1920, i, 726, 727) —It has been shown 
previously [loc. cit.) that tetranilrornethane in the presence of 
pyridine can effect the replacement of hydrogen attached to carbon 
atoms united by an olefinie double bond by the nitro-group. The 
entrance of the nitro-group, however, depends on the position of 
the double bond relatively to the aromatic nucleus. Allyl com- 
pounds (o-esdragole, safrole, eugenyl methyl ether, myristicin, and 
apiole) are unaffected, whereas the isomeric propenyl derivatives 
are transformed into the corresponding p-nitro-compounds. Un- 
snluratcd compounds which are nitrated by tetranitromethane 
and pyridine with retention of the double bond are converted by 
tetranitromethane and alcohols into nitroalkyloxy- compounds thus : 

/°\ 

•uh:ch-+k-oh +( xcu>e — xo-xo, = 

*C1I (OR) *0 H(XO z ) * +C H(X0 2 ) a . 

The following individual substances arc described : fi-nitro-o- 
andhok , 0Me-C e H 4 *CH:CMe*XO 2 , m. p. 52—53°, b. p. 127—128°/ 
0-5 mm.; fi-iiitrokocugcnyl methyl ether , m. p. 72°; fi-nitroamrone, 
(^(Oileljj'CHICMcXOg, m. p. 9S — 99"; J3- w it roiso m yr ist ici n , 

CHj^.CgllgfOMeJ^HKtMc’XOg, m. p. Ill — 112°; fi-nitroisoapiole, 
tH 2 0 2 .C 8 H(O]Me) 2 *0H!CMe»XO 2 , yellow needles, m. p. 11Q — 111°. 

The following compourlds are obtained by the gradual addition 
of an alcoholic solution of tetranitromethane to a boiling solution 
of the unsaturated substance in alcohol ; the solution is poured 
into water and extracted with ether. The ethereal solution is 
decolorised and treated for some time with an aqueous suspen- 
sion of magnesium oxide : p-nitro-a-methoxvdihvdro-p-anethole, 

9Me*C 6 H 4 *CH (Oile) *C H Me*X 0 2 . m. p. 49 50°, b. p. 133-135°/ 

*1*5 mm. j ^-mtro~%~inethoxydihydro-o-ttnefhok, needles, m. p. 63—64°, 

■ p. 1-7 128 /0*5 mm. ; fi-mtro-x-eihozydihydro-p-ajiethok, a pale 
yellow liquid, b. p. 137°/0-5 mm. ; itro- x-cthoxyd ih ydro-o-anethole, 
a pale yellow liquid, b. p. 125/0-5 mm.; $-nitro-x- mtih oxyd ih yd ro - 
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iso safrole, CH 2 0 2 !C 6 H3 , CH(0Me)*CHMc*N0 2 , colourless crystal* 
m. p. 67—68°, b. p. 138— 140°/0*5 mm. 

p-Nitrodimethylaniline is converted by tetranitromethane 
glacial acetic acid, and alcohol into methyl-p-nitBophenylnitroso- 
amine, m. p. 100 — 101°. Similarly, p-dimethylaminobenzonitrifo 
gives p -methylnitrosmminobenzonitrile f colourless crystals, m. p 
125°, and 2 : 4-dinitrodiethylaniline is transformed into 2 : 4-dinitro- 
ethylaniline, m. p. 113 — 114°. H. W. 

Decomposition of Benzyl Disulphoxide. John Armstrong 
Smythe (T., 1922, 121, 1400 — 1405). 

Organomagnesium Derivatives. A. Garcia Bantjs and J. 
Pascual Vila (Anal. Fis. Quint 1921, 19, 326— -346; cf. Smidlin 
and Garcia Banus, A., 1913, i, 50). — The reaction of Gri guard 
reagents with certain aldehydes and ketones and in particular with 
benzaldehyde, is discussed with reference to the possibility that 
these organomagnesium compounds exist in two tautomeric forms, 
one of which is supposed to possess two active radicles and to he 
able to condense with two molecules of an aldehyde or ketone. 
Magnesium benzyl chloride, however, reacts normally with benzo- 
phenonc and benzil; In the experimental portion, the reaction 
of magnesium benzyl chloride with benzil is studied. Ecpiimole- 
cular proportions of these compounds in ethereal solution give 
benzoylphenylbe nzylcarbi not (benzylbenzoin) , CH 2 Ph*CPhBz*0H, 
obtained after recrystallisation in white needles, m. p. 120 — 121°. 
The crystals are triclinic. It gives a syn -oxime, in. p. 173 — 176'. 
The phenylhydrazone forms colourless crystals m. p. 115—116', 
after softening at 61 — 62°. From the products of the reaction of one 
molecule of benzil with two molecules of magnesium benzyl chloride 
a- and $-deoxybenzoinpinacones, CHgPh’CPhfOHj'CPhlOHj'Cl^Ph. 
are obtained. The a-pinacone forms white prisms, m. p. 215 216'. 
They are rhombic tetragonaloid ; a : b : c — 0*8740 : 1 : 0-7514 (?). 
The p-pinacone has m. p. 172—173° and forms white, monoclinic 
needles; a :c = 1 : 0-2475; £= 92° 7'. By varying the conditions 
of reaction dibenzyl may be obtained. G. W. R. 

Condensations of p-Nitrohenzyl Chloride with Cinnam- 
aldehyde and Furfur aldehydes. Ernst Kl. fucker (Ber., 
1922, 55, [B], 1634— 1654).— A solution of p-nitrobenzyl chloride 
in methyl alcohol is converted by cinnamaldehjMe and potassium 
carbonate at 35—40° into a mixture of cis- and trans -v-phcnyl- 

/ CH*C 6 Hj*N0 2 

&‘\}-nUrop}ienyl-l\ a y -butadiene oxide, O' \ > which aie 

1 ' XJH’CHICHFh 

separated by taking advantage of the readiness with which the 
m-variety forms supersaturated solutions in alcohol. The as 
and ZraHS-modifications have m. p. 115° and 118°, respective y 
Tp-Nitrobenzvl chloride is converted by potassium carbonate an 
methyl alcohol into 4 : 4' -dinitrostilbene and p -nitrobenzyl methf 
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ether, m. p. 26—27°]. The tas-variety is oxidised by potassium 
permanganate in the presence of acetone to benzoic acid and 
Lnitrophenylglycidic acid, ra. p. 185—188° (decomp.), the identity 
of the latter telng confirmed by converting it by means of con- 
centrated hydrochloric acid into p-ehloro-p-nitrophenylpropionic 
acid, m. p- 167 — 168°. The similar oxidation of the cts-acid gives 
benzoic and cis-ji-nitrophenylglycidic acid , m. p. 124—125°, which 
is converted by concentrated hydrochloric acid into cis- t 3( ?)-cA/oro- 
p .nilrcphenylpropionic add , m. p. 125—126°. Either of the a-phcnyl- 
g.p-nitrophenyl-A a ^-butadicnc oxides, when suspended in anhydrous 
ether and treated with dry hydrogen chloride, yields a mixture of 
08 . and trans- a-phenyL^p-niirophenyl-^y-buladiene-yx-chlorohy- 
drins , N0 2 -C 6 H 4 «CHCl-CH(0H)-CH:CHPh, m. p. 105-110°, which 

is converted by boiling glacial acetic acid into (?) p -nitrobenzyl 
styryl ketone, m. p. 144° (the corresponding oxime, m. p. 121 — 122°, 
could not be obtained in a perfectly homogeneous condition). 

In a similar manner, p-nitrobenzyl chloride and furfural dehyde 
give trans-p -nitrophenyl-Z-fnrylethylene oxide, colourless crystals, 
in. p. 117°, and Gis-y-nitrophenyl-ot-furylethylene oxide, colourless 
needles, m.p. about 85°. Either variety is converted by hydrogen 
chloride and ethyl alcohol into ethyl S-pmitrobenzylidenelaivulate, 
XO^CfjHj’OHICH »CO *CH . 2 *CH 2 *C0 2 E t, m.p. 107°. The correspond- 
ing methyl ester has m. p. 150°. Hydrolysis of the ester by boiling 
glacial acetic acid containing a little concentrated sulphuric acid 
leads to the production of S-p-mirobenzylidenelcevulic ax, id, m. p. 
169°, which is oxidised by potassium permanganate to p-nitro- 
bcnzoic and succinic acids. The acid may also be prepared by the 
condensation of p-nitrobenzaldehyde with laevulic acid; the corre- 
sponding semicarbazone has m. p. about 210°. Ethyl S-p-nitro- 
benzylidenelaevulate gives two semicarltazones, C J5 H ls () h X 4 , m. p. 
207—209° and 175 — 180°, respectively. If a solution of cis- or 
/ra«5-p-nitrobenzyl-a-fiu'ylcthylenc oxide in hot ethyl or methyl 
alcohol is poured into boiling water, p-uilrobenzyl a-furyl ketone ( ?) } 
pale yellow, prismatic crystals, m. p. 158 — 159°, is produced (the 
corresponding o.ime, m. p. 136 — 13S°, could not be obtained in 
the homogeneous condition). The ketone is oxidised by hydrogen 
peroxide in alcoholic alkaline solution to p-nitrobcnzoic and 
pyromucic acids, H. W. 


Comparison oi a-Campholanic Acid with Mahla and 
Hermann's Dihydrocampholenic Acid and with iso- 
Campholic Acid. P. Lipa> ( Ber 1922, 55, \B], 1883-1892).- 
Ihhydrooampholenic add (formula I) has been isolated by Mahla 

CH 2 -C H 2cH s 

transformation of cam- JL r ; i Y , n 

phorimine, and its consti- Ufc g CO,H 

tution has been dodnpod ■ 

from its oxulluve de CH 2 -CH.Me CO a H CH CJIe 
gradation. If the formula 1 H ' 

aligned to it ia correct, it must be produced by the hydrogena- 
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tion of a-campholenic acid (formula II), but according to van 
Kregten (Lias., Groningen. 1910), this does not appear to be 
the case when the Sabatier- Senderens method is used. The author 
considers that the question can only he elucidated satisfactorily 
by a study of the optically inactive compound. He has therefore 
converted dZ-camphor into dZ-dihydrocampholenic acid on the one 
hand and into dl- a-campholcnic acid on the other; the latter acid 
is hydrogenated by Skitas method in acid and alkaline or neutral 
medium, thereby yielding trans- and as-a-campholanic acids, the 
former of which is identical with the dl- acid prepared according to 
Mahla and Tiemann. 

Fission of the camphor ring with alkali leads to the formation 
of campholic acid, together with a small proportion of fsocampholic 
acid. It has been suggested, without experimental evidence being 
adduced, that the latter acid is identical with a-campholanic acid 
(Mahla and Tiemann, lor. cit.). A comparison of dZ-isocampbolic 
and d/-a-campholanic acids shows that the substances are closely 
similar to, but certainly not identical with, one another. The 
supposed marked difference in strength between campholic and 
tsocampholic acids does not exist. 

dZ-Camphoroxime is converted, according to Tiemann s method 
(loc. cit. ), into dZ- x-campholenic acid, b.p. 1482 — 149*2° (corr.)/15mm. 
(amide, m. p. 115-116°), which is hydrogenated in ethereal solution 
in the presence of spongy platinum to dl-cis- ct-campkolanic acid , 
b.p. 150*9 — 151*2° (corr.)/14 mm. [chloride, b.p. 102 — 104°/16mm., 
amide , lustrous leaflets, m.p. 129 — 130° (corr.); anilide, prismatic 
crystals, m. p. 140— 141° J. The m-acid is also obtained by the 
catalytic hydrogenation of a-eampholenic acid, according to Sabatier- 
Senderens, in the presence of nickel as catalyst at 200°. On the 
other hand, treatment of a-campholenamide in ethereal methyl 
alcoholic solution with hydrogen in the presence of spongy platinum 
gives trans - oL-cam phola nam ide, rectangular leaflets, m. p. 124*5— 
125° (corr.). df -Camphor oxime is converted successively in accord- 
ance with the procedure of Mahla and Tiemann (loc.. cit.) into 
di-can* phorimine nitrite , decomp. 160°, dl -dihydrocampholenonitrik, 
b. p. 112 — 317°/16 mm., and dZ-dihydrocampliolenic acid, which is 
identified with ZraNs-a-campholanie acid [anilide, m. p. 136—137° 
(corr.)]. 

The following derivatives of dl-isoc ampholic acid are described 
chloride , b. p. S8 — 89° (corr.)/10 mm.; amide, m. p. 109—110° 
(corr.); anilide, m. p. 137—139° after previous softening. 

V ' 1 H.W. 

The Spontaneous Decomposition of Imino-ethers. 

Treat B. Johnson and Lawrence W. Bass (-/. Amer. them, hoc., 
1922, 44, 1341— 1343).— Samples of carefully purified benzomtnle, 
benziminomethyl ether, benziminoethyl ether, ben*iminoi«obuty 
ether, and p-toluiminomethyl ether were kept for twenty- two years 
in sealed glass vessels and then examined. In every case, with t e 
nreeption of henzonitrile, heavy, crystalline deposits of cyaph crane 
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combinations and also unaltered nitrile were found, the amount 
of dissociation and polymerisation varying with the ether. The 
pure benzonitrile showed no evidence of polymerisation. W. G. 

The Formation of Salts from Aromatic Nitro-com- 
pounds. I. Lifschitz (Ber., 1922, 55, [B], 1631-1634).-I S omeric 
salts and esters from p-mtrophenylacetonitrile have been described 
by Jennerand Lifschitz (A., 1916, i, 45), who have ascribed to them 
a paraquinonoid structure. Their, observations have been con- 
firmed by Opolski, Kowalski, and Pilew'ski (A., 1917, i, 25), who 
also claim to have isolated similar compounds from wi-nitrophenyl- 
acetonitrile, which they regard as having a meta-quinonoid struc- 
ture. Repetition of the latter work with carefully purified m-nitro- 
phenylacetonitrile has not given evidence of the formation of such 
compounds. The spectrum of an absolute alcoholic solution of 
m-nitrophenylacetonitrilc which has been treated with sodium 
ethoxide does not contain any characteristic bands and is not in 
any way analogous to that of the para-salts. These solutions are 
very unstable, so that even with rapid work distinct changes in 
absorption occur during the exposures. Recovery of the paranitrile 
from such solutions appears to be impossible. The preparation 
of the solid salts by means of ethereal sodium ethoxide could not 
be effected. jj yy 


The Addition of Bromine to the fmas-Substituted 
Cinnamic Acids . C. ¥. van Buin ( Rec . trav. chim 1922, 41, 402— 
418).— Measurements of the velocity of the reaction, in presence of 
different concentrations of hydrochloric acid, between bromine and 
.1 p/COOH j P /C(M)' . . 

tne n \sO' 3 ana "\gO' lons have been made, the latter 

being derived from the normal and acid sodium salts of the three 
sulphochmamic acids. The results show that the reaction is of the 
bimolecular type and that the differences in the constants depend 
entirely on differences in the speed of reaction of the ions. Negative 
catalysis due to the presence of hydrogen ions does not occur. 
The small variations which are found in the constant for the reaction 
are attributed to the comparatively large changes in the concen- 
tration of the hydrochloric acid. "The reaction velocities in the 
case of the normal sodium salts .are so great that it is only towards 
the end of the reaction that measurements are practicable ; this 
hwotves considerable experimental error, so that the resulting 
ngures are of value only from a comparative point of view. The 
rate at which the addition of bromine takes place, in the case of 
ootu ions, is greatest for the meta- and least for the para-com- 
pornm ; but the influence of the position of the sulphonic group is 
Z J f CO f 1 dar y importance compared with the retarding action 
ohbi! i 1 T» at £ rou R- ^i8 is shown by comparing the results 
acid Tsin Ban ? tt and ^ap worth (T., 1908, 93, So) for cinnamic 

cimiw ??’ Wlfch Vfl i ues (29 to 52) obtained for the sulpho- 
unnamic acids. H J E 
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Betaines. II. Betaines of the Cinnamic Acid Series 

Paul Pfeiffer and Gerhard Haefelin (Her., 1922, 55 m* 
1709 — 1788). — Theoretical considerations have led the author (thj 
vol., i, 720) to advance the formula, + NMe 3 —R~C(>0^ J f 0r ^ 


R 3 N-C 6 H 4 -C-H 


OCO-O 


betaines. An opportunity of testing its validity 
lies in the preparation of betaines of the Irani 
cinnamic acid series, since, according to the older 
methods of formulation (annexed formula) these 
substances cannot be conceived as capable 
of existence. Such betaines are found to be readily prepared 
Methyl tr zm-p-dimethylaminocinnamate, pale yellow, lustrous 
leaflets, m. p. 135 — 136°, is prepared by the condensation of p .4 
methylaminobenzaldehyde with methyl acetate in the presence of 
sodium. It gives a perchlorate , colourless, prismatic crystals, m. p 
169 — 170°. It is hydrolysed by concentrated hydrochloric acid to 
fm«s-p*dimethylaminocinnamic acid, m. p. 220 ° (perchlorate, colour- 
less prisms, m. p. 196 — 197°). Ethyl tTBLns-p-dimethylaminocmci- 
mate , prepared by esterification of the acid with ethyl alcohol and 
hydrogen chloride but apparently not obtainable from p-dimethyl. 
aininobenzaldehyde and ethyl acetate, crystallises in pale yellow 
leaflets, m. p. 76 — 78°. The methyl ester is converted by methyl 
iodide into methyl tvms-pMimethyfamnocinnamate methiodide, pale 
yellow leaflets, m. p. 174 — 176° when slowly, 186° when rapidly, 
heated. An aqueous solution of the latter is converted by moist 
silver oxide into tr&n&'p-aminocirmamic acid trimetkylbdam, 
(annexed formula), colourless, lustrous 
leaflets, decomp. 214 — 220°. The sub- 
stance contains half a molecular proportion 
of water of crystallisation which cannot 
be removed without decomposing the betaine. The hydrochlmk, 
[NjVIeg^CgK^-CHlCH'COgHjCI, colourless leaflets, in. p. 240° (dc- 
comp.), after darkening at 215° and softening at 210°, the hydro- 
bromide, colourless, rhombic crystals, m. p. 225 — 230° (deconop.) 
after darkening at 210 °, the iodide (from p-dimcthylaminocinnamic 
acid and methyl iodide or from the betaine and hydriodic acid), 
pale yellow crystals, m. p. 190 — 191°, and the perchlorate, colourless, 
lustrous needles, are described. 

The stereochemical configuration of the d imethylaminocinuamic 
acid is established in the following manner, tra us-Cinnamic add 
is nitrated to tram-p -nit rocinnamic acid, m. p. 286°, which is also 
obtained by the condensation of p-nitrobenzaldehyde with anhy- 
drous sodium acetate in the presence of acetic anhydride. The 
nitro-acid is reduced to the amino-acid, which is converted into its 
methyl ester. The amino-acid is transformed by methyl iodide 
and sodium hydroxide into /raw.s-p-dimethylanrinocmnanuc acid, 
m. p. 220 °, which is identical with the product obtained from 
p-dimethylaminobenzaldehyde. 

The constitution of the betaine just described is somewhat 
obscured by the presence of water of crystallisation. The following 


1 NMe 3 *C 6 H 4 *C~H 

I! 

H-C-COO 
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ties of experiments was therefore performed. Methyl trans-p- 
v me thylami n °cinna m ate is converted by bromine into the corre- 
-oonding dibromide, a viscous, yeliow liquid, which is converted 
1 v warm glacial Acetic acid into methyl tew-a-bromo-p-dimethyl- 
minocinnamatc, m. p. 96°. The ester is converted by hydrochloric 
a f ld into /m^-a-bromo-p-dimethylaminocinnamic acid, greenish- 
yellow leaflets, m. p. 175—176°. The methyl ester, when treated 
tfith methyl iodide, gives methyl tT&ns-oi-bromo-p-dimetkylamino- 
cinnamate methiodide , pale yellow leaflets, m. p. 171—172°, which 
is transformed by moist silver oxide into trans-a-ftrowo-p-ammo- 

dmiamic add trimdhylbetaine , NMcyC 6 H 4 *CH:CBr*C0*0, long, 
colourless needles, m. p. 222° (decomp.) after softening at 218—219°. 
The corresponding hydrochloride, colourless needles, which darken 
at -05° hut do not melt below 250°, and the hydrobromide , small, 
colourless needles which become brown at 190° but do not melt 
below 250°, arc described. 

/mn^-a-Chlorocinnamic acid, m. p. 139° (cf. Sudborough and 
James, T., 1906, 89, 107), is converted by fuming nitric acid into 
1 M:\s-x-chloro-p-nitrocinmmic acid , pale yellow needles, m. p. 220 — 
221 ° (cis-a-ehlorocinnamic acid gives a nitro-acid, m. p. 152 — 153°), 
which is reduced by ferrous sulphate and ammonia to trans-x- 
eMoro-y-aminocinnamic acid , which becomes brown at 219° but 
does not melt below 250° ; the acid is conveniently characterised 
byconversion into its methyl ester, pale yellow needles, ni. p. 123°; 
the hydrochloride of the acid was analysed. The acid is converted 
by methyl iodide and sodium hydroxide into the betaine, which is 
isolated in the form of its hydrochloride , 

[NMe 3 *C 6 H 4 *CH ICChCO OHJC1 , 

pale yellow needles, which darken at about 170°, soften at about 
200°, but do not melt below 250°. The corresponding perchlorate , 
colourless leaflets, which darken between 230° and 240°, soften at 
250—255°, but are not completely melted below 280°, is described. 
The free betaine is prepared by heating an aqueous solution of the 
purified hydrochloride with silver oxide ; it crystallises in colourless 
needles, m. p. 252 — 256°, after previous darkening. H. W. 

Ahietic Acid and certain Metal Abietates. Lawrence L, 
Steele (J. Amer . Chem. 8oc. t 1922, 44. 1333— 1341).— Abietie 
add may be prepared readily by boiling white rosin with 98% acetic 
add under a reflux condenser for two hours and then, after filtering 
the mixture, leaving it overnight. The acid, when ^crystallised 
from 98% acetic acid, has m. p. 161—165°; J*510, i $ 1*578, 

: 1*618; [aly — SO'OV iodine value (Wijs) 1G8-5— 17M, acid value 
186. A number of abietates were prepared by adding a neutral 
solution of sodium abietate to an excess of an aqueous solution of a 
salt of the metal. All the abietates prepared, with the exception of 
the basic chromium salt, were soluble in benzene. The abietates 
described are those of lead, manganese, cobalt, nickel, chromium, 
andiron. “ \y 
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A Variety of Wax from Pine Needles and certain Abietic 
Esters. H. P. Kaufmakk and M. Friedebach (Rer., 1922 55 

rm 1508 1517). — The dried residue left after the distillation oi 

pine needles with steam is extracted with ether, benzene, and earlion 
disulphide, thereby giving a dark green, viscous 1 mass the weight 
of which does not exceed 8 - 10 % of that of the crude material and 
varies greatly with the season of the year . The isolation of the wax, 
m n 04— 65°, can be effected by refloated crystallisation of the gree n 
mixture from alcohol, but the process is considerably complicated 
bv the presence of relatively large amounts of resin derived from the 
twivs (the complete separation of needles and twigs does not appear 
to be practicable). It is preferable to extract the residue with 
cold acetone in which the wax does not dissolve; the residue » 
distilled under diminished pressure, and the distillate is crystallised 
repeatedly from ethyl alcohol or acetic acid. The wax is hydro, 
lysed by alcoholic sodium hydroxide solution with unusual difficulty, 
giving a mixture of cetyl, ceryl, and myncyl alcohols. Stearic, 

palmitic, and hydroxvpalmitic acids are present. 

The portion of the crude green wax which is soluble in acetone 
is a fat-like mass which contains phytosterol, and oleic, stearic, 
andabietic acids in the form of their esters; the presence of free 
abietic acid could not be established. 

Cetyl abietate, a yellow, waxy mass, m. p. 40 is prepared by he 
action of cetyl iodide on silver abietate at 140 Myncyl aim 
is a dark brown, brittle substance resembling shellac. H U 
Investigations and Ring Closures in the Senes of the 
Methylnaphthalenes. Fritz Mayer ami Adobe Siegutz [with 
E. Fischer, J. Hages, R, Jusg, W ■ K»«, f 1 r if '1^'’ 

W. Neugebauer and Th. Schulte] (Ber., h)- 55, {h., b 
I 8591 The bromination of «-mcthylnaphtlialcne in carbon disul- 

phide solution in the absence of light gives mainly Abromod- 
methylnaphthalene, b. p. 162-104°/12 mm. (piorato m. fi. 

j 23 1‘>4 0 1 and 4 -bromo-l-bromomethylnaphthalenc. Tne po> 

tion of the bromine atom in the former is established by its eon- 
version into l.meihylnaphtkahne-i-carboxyhc acid, colour.es, ay.- 

tels m p. 175° (molester, b. p. 1 92 - 194°/ 12 mm.; ethyl oM, 
b p 203°/ 12 mm.. Monde, b. p. 150- 160712 mm ; amide, colon • 
less needles, m. p. 193°; anilide, colourless needles, m p.li9). 
The ethvl ester is transformed through the hydrazide 
needles m. p. 154°) into the urethane, pink needles, m. p. ,K> , ' 
which the previously obtained 4 -amino-l-metliylnaphthalene, n.. h 
5 “ t derived. 1 -Methyl-4-naphthoyl chloride is oonverted h; 
benzene and aluminium chloride into 44 .e«zoyM-,Re/¥><«^ 
m. p. 174—175°, wliieh is transformed by aluminium c k 
150° into i-methylperihenzanthrone, m. p. U» • 4-Broi , ' - 

naphthalene is oxidised by dilute nitric ^ S 

X-carboxylic Mid, colourless needles, m p. il2 (»<«%•■ ' tioD 0 f 
less needles, m. p. 42°, b. P . 19, 5-200° lo mm.). Tto«»W* 

4 -metliylnaphtha!enc-l-carboxyhc acid by permangan.. 
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line solution gives naphthalene - 1 : 4 -dicarhoxylic add , colourless 
rods, hi- P- 288 ° (methyl ester, m. p. 64°, b. p. 195 — 197°/12 mm.). 

a-Naphthylmethvl bromide yields a(3-di-l-naphthylethane, 
m . p. 161 — 162?, when treated with magnesium and ether and 
subsequently with acetaldehyde. It is converted by sodium and 
ethyl acetoacetate into ethyl cc-l-naphthylmethylacetoacetate, b. p. 
204 *5 — 306° /IS mm., which is transformed by aqueous sodium 
hydroxide into naphthylpropionic acid and a-1 -naphlhylbutane-y- 
ohe, b. p. 186 — 187°/12 mm. ( semicarbazone , m. p. 176—177°; 
oxime, needles, m. p. 89 — 91 c ). Reduction of the ketone with 

amalgamated zinc and hydrochloric acid gives z-l-naphthylbutane, 
a colourless, mobile liquid, b. p. 151 — 152°/14 mm. a-Xaphthyl- 
niethyl bromide reacts with ethyl malonate and sodium to give 
t thyl %-naphthjlmethylmalonate, b. p. 221°/11 mm. [An interme- 
diate fraction contains a nuclear brominated meihylnaphtbalene, 
b.p. 161 — 162°/11 mm. [pic-rate, m. p. 127— 128°) ‘ which is not 
identical with 4-bromo-l-methylnaphthalene; on oxidation, it 
yields small amounts of a brorn on a phihalcn ecarlmylic add, m. p. 
215—216°.] Ihe ester is hydrolysed to a - n a phthylmethyhnalon ic 
pc id, m . p. 160 163°, which gives [4-1 -naphthylpropionic acid, m. p. 
151°, when heated. The latter acid is converted by thionyl chloride 
into the corresponding chloride, b. p. 187°/12 mm. (amide, leaflets, 
m. p. 85°), which is transformed by aluminium chloride in the 
presence of light petroleum into 7 : S'dihydrophenalone-i* * (annexed 
y'v /\ formula), yellow leaflets, m. p. 85 — 86° (oxime, m. p. 

[ | | 124 125°). a-Naphthylmethyd bromide and ethyl 

\/\/ ethylmalonatc yield ethyl a- a phtk yl m athylei hyl - 
Y Y malonate, b. p. 227 a /12 mm., from which a -ndphihyl- 
0C>\ / ! CH 2 metkyleihylwalonic add, needles, m. p. 151—153°, is 
CH 0 obtained. r l he latter loses carbon dioxide at 150 — 1 60° 
2 and passes into x-l -ha phthylmcthylbv.il/ric acid, b. p. 
223 — 227°/I5 mm. a- 1 - Xaphthylmeth ylhv tyryl chloride , b. p. 1S8°/12 
mm. {corresponding amide, m. p. 132°), is transformed by aluminium 
a chloride in the presence of light petroleum into ^ ethyl - 

I I 1 ^ ’ $-di hydro phenalone-U, a viscous, yellow liquid, h. p. 

\ s/ /\ / f 95°/15 ram., which is reduced by amalgamated zinc 

\ j and hydrochloric acid to 8- ethyl-7 : 8-dihydrophena - 
^H 2 leue, b. p. 167— 168°/16 mm. The phenalonc is 
CKt transformed by magnesium ethyl bromide and distil- 
lation into 7 : 8 -diethyl phnmle.ie (annexed formula), 
a yellow, odourless liquid, b. p. 185°/13 mm. The latter is 
oxidised by potassium permanganate to hemimellitic acid. 

a-haphthylmethyl bromide and hexamethylenetetramine give an 
additive compound , colourless needles, m. p. 175— 179° (indefinite), 
which is readily transformed into a-naphth aldehyde, b. p. 150— 
3-/13 mm. The latter is converted by nitromethane into » -1- 

OieftfYjYJofiL 1 l,se< P crma pbthindanone, is incorrect (cf. Stelzner, Lit. -Bag. org. 

’’ DbenalL ’)> the author suggests that the parent hydrocarbon should be termed 
ne > an abbreviation of the structural name penphenonaphthaiene. 

V0L - CXXII. i. ./ ,7 
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naphthyl-p-nitroethylene, C 10 H/CH:CH*NO 2 , yellow needles, m 
87’5°, which is reduced by aluminium amalgam in the presence of etl ^ 
to a-mphthylacetaldoxime, C u H 7 , CH 2 *CH;N , OH, colourless needl ^ 
m. p. 118°. Treatment of the oxime with sodium amalgam ae r - 
acid, and alcohol gives *-naphlhylethylamine, C 10 H 7 *CH 2 'CE \\’R C 
b. p. 170- — 173°/16 mm. (hydrochloride, m. p. 243 — 248°; acetyl ^ * 
ative, colourless needles, m. p. 91°). The amine is also p rerJa 
from [3-1-naphthylpropionic acid by successive conversion inf 
the corresponding hydrazide, needles, m. p. 125 — 126°, azide a l 
urethane , colourless, lustrous leaflets, m. p. 50 — 51° and hvdrnii- • 
of the latter. * 


4 -Bromo-a-rmphlhylmdhyl bromide, needles, m. p. 103 ^ 

converted by alcoholic sodium ethoxide solution into l-brmo 
a-napkthyhnethyl ethyl ether , b. p. 185 — 187°/17 mm. 


a-4 -Bromonaphthylacetonitrile, needles, m. p. 82°, is hydrolysed 
fY'if'TT to a-4 -bromonapkthylacetic acid , colourless needle' 

. , 2 m. p. 149 — 150°. The corresponding chloride, a yellow 

X X liquid, b. p. 110—112712 mm., and amide, colourless 
I [ | needles, m. p. 182°, are described. The chloride 

' k ) is transformed by aluminium chloride in the presence 

^ of nitrobenzene into 5-bromoacenaphthenone , colour- 

less needles, m. p. 174 — 175° (oxime, needles m n 
21o — 216°). ’ 


4-Bromo- vnaphthylmethyl bromide reacts with ethyl sodio- 
malonate to give ethyl ±-bromo-(i-naphthylmdhylmalonate , leaflets, 
m. p. 55°, b. p. 237714 mm., which is transformed by boiling glacial 
acetic and hydrochloric acids into fiA-bromo-a-mphthylpropionk acid 
leaflets, m. p. 148°; the chloride of the latter, b. p. 195°/10 mm.! 
is converted by aluminium chloride into 7 : 8-dihydrophcnalone-9 
(see above). 

±-Bromo-a-naphthaldchydc, colourless needles, m. p, 85 s , h 
prepared from 4-bromo-a-naphthylmethyl bromide and hexa- 
methylenetetramine and is converted by sodium acetate and 
acetic anhydride at 160 — 165° into ,3 -4 -brom 0 - « • naph thylacrylk acid. 
slender, pale yellow needles, m. p. 250 — 251°. 

[J-4-Methoxy-a-naphthylpropionie acid is transformed successively 
into the chloride and 7 : 8-dihydrophenal-9-one. 

l-Bromo-2-methylnaphthaIene, b. p. 165 — 170°/13 mm., 290- 
295 7? 60 mm. (picrate, m. p. 113 c ), is converted in the maimer 
described for the a-series into 2-methylnaphthalene-\ -carboxylic acid 
colourless prisms, m. p. 126 — 127°. The acid cannot be esterified 
with alcohol and hydrogen chloride ; its oxidation to a dicarboxylic 
acid could not be effected. The chloride, b. p. 170 — 172°/20 mm., 
ethyl ester (from the chloride), b. p. 180 — 183715 mm., methyl ester, 
b. p. 168— 170715 mm., amide, m. p. 143°, and anilide, m. p 
167 — 168°, are described. The ester is transformed by an ethereal 
solution of hydrazine hydrate into a mixture of 
naphlhoylhydrazine, m. p. 234°, and the normal hydrazide , cubes, 
m. p. 164°. The latter is converted in the usual manner into tk 
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urethane m. p. 135°, and l-amino. 2 -methylnaphthaIene. l-BenznuJ 
2 -mdhylnaphthalene, prisms, m. p. 74°, b. p 240— 24 ^/ 1 - ■ 

prepared from 2-methyl-l-naphthoyl chloride and benzene “r'from 
benzoyl chlon 4 and 2-rnethylnaphthalene in the presence of 
alamimum chloride; it is transformed by aluminium chloride into 
fr.mtlhylhenzanlhrom, bronze-coloured leaflets, m p 195° Tyr 1 
2-methylnaphthalene is converted by the successive actior^ 
magnesium in the presence of ether and mot.hvl 


^1-OH], nl* HOWI. < 1-61461, n<; 1-63613, Z> 16143 
(picrate, m. p. 129 after softening at 126'-). lU ’ 

S-Naphthylmethyl bromide has b. p, 168— 172°/12 mm Tt 
magnesium compound is converted by acetaldehyde into a3di 2 
uaphthy ethane m.p. 182; g-Naphthylmethyl bromide and ethyi 
sodioaceloacetatc give ethyl V-mphthylmethylacetoacelatr h i 
218-220713 mm which is hydrolyl-d by ^"llcohol^ 
potassium hydroxide solution o?-2.naphthylpropionic add and 
u-2-mphthylbviane-y-one, m. p. 50 , b o 100- o , . a 
needles, m. p. lll-llV; fe* 

The ietonc is reduced to «-2 -naphthylbutane, b p’ 12X_m°/iu 
mm. Ethyl H-naphlhylmethylmakmate has b p 214— 2ir/i^ 
mm., and ii hydrolysed to H-naphtkylmtkylmahnic acid, needle* 

m 'i’ ni iq°-o fr ° m Whlc i 1 ?- 2 -“aphthylpropionic acid leaflets' 
m p. 134-130 , a prepared. The chloride of the latter add m p 
o4 s converted by aluminium chloride in the presence of baht 
petroleum into 4 : o-bemowdan-l-one, colourless needles m n urn 
^MPphlmelhylethylmalmiate, a colourless liquid 1 b n 
22o-22/ /IS mm., is converted successively into 'ymwkth/elhul 
Diatonic acid, colourless crystals, m. p 130° a .o , jl ' 

h ¥ ic acid b. p. 225-227713 mm. W csi^tf S-ltft 
amide, needles m. p 1087, ^-naphthyLthylnZZ 
chloride, a heavy liquid, b. p. 190-195713 mm 
i I |_ * --ethyl-4 : o-benzoindan-l-one (annexed 

\/\/ CO formula), colourless needles, m. p 54° h ^ 

■ , 195 200713 mm., the oxime and seraicarb- 

H 2 C— CHEt f™ e 'h ,ch . could „ot be prepared, 
mm ■> • q n\ni 1 1 * -1 4 ‘ ° mf)enzoin ^ a ^ lias b. p. 157—160° 14 

,& *-*■'» i- 

*7 >? U?.;SL" 

1*1 h ' p , '“-IM'/IS ram.; 
109-110°] 5 * t, (decomp,); acetyl derivative, ni. p. 

lBrom ^phlhyimethyl bromide, needles, m. p. 107-108°, 

dd2 
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prepared by the broinination of l-bromo-2-methylnaphthalene at 
240 — 245,° is converted successively into 1 -bromo-$-naphtkyl 
acetonitrile , needles, m. p. 127*5°, and l-bromo-^naphthyhcetic add, 
needles, m. p. 194° {methyl ester, b. p. 210— 215°/18 mm,). It i s 
transformed by hexamethylenetetramine into l-bromo-2-mphtMdc. 
hyde, needles, m. p. 118° {oxime, m. p. 164— 166°), which is oxidised 
to bbromo-2-naphthoic acid , needles, m. p. 186 . With ethyl sodio- 
malonate the bromide gives ethyl l-bromo-^naphthylmethylmalonate^ 
leaflets, m. p. 79—80°, b. p. 250— 260°/15 mm., which after hydro- 
lysis and loss of carbon dioxide yields $Ahromo-2-?iaphthylpropioni c 
acid , leaflets, m. p. 125° (methyl ester, m. p. 86—87°, chloride , h. p. 
210 220°/20 mm., amide , needles, m. p. 164 ). 4-5romo-5: 6- 

6wzom*m-l-onf,C 1() H 5 Br(™^>Ca 2 , has m. p. 152° [o»me, m.p. 

222—225° (dccomp.)]. Reduction by Clcmmensen’s method gavo 
a somewhat impure hydrindene, m. p. 92°. H. W. 


Isomeric Sulphonimides of Naphthoic Acid, a Contribu- 
tion to the Theory of Dulcegenic Groups. H. P. Kaufman n 
and H. Zobel (Ber., 1922, 55, [B], 1499— 1508).- A series of sub- 
stances is described which have a constitution analogous to that of 
“ saccharin ” but contain the naphthalene instead of the benzene 
nucleus In chemical behaviour they resemble “ saccharin ” very 
closely Unlike the latter, however, they have a pronouncedly 
bitter taste, which is still more marked in their freely soluble salts 


with the alkali- metals. . , , , 

G-Naphthylaniine- 1 -sulphonic acid is diazotised and the product 
is converted by potassium euprocyanide solution into2-cyanonapli- 
thalene-l-sul phonic acid, the potassium salt of which is transformed 
by phosphorus pentachloridc and phosphoryl chloride at 140 
into 2-cy anonaphthaleneA-svlphmyl chloride, pale yellow needles, 
m. p. 92°. The latter is converted by an excess of ammonia dis- 
solved in boiling alcohol into 2 <yanontiiMhaleAe-\‘tJf-snlphmimdf. 
n tt /SO j \v lni'jjfe colourless cubes which do not melt below 

Wo u 6\C(NH 2 )/ g 

300° and is transformed by hot aqueous sodium hydroxide 
solution into 2 -naphlhoicA-sulpkonimide [“ iiaphthasaccham 1 
or, -yr-T|- (annexed formula), m. p. 267° (decomri.); the 
- S0 2 — NH corresponc img sodium salt, cubes ( 4 - -H.,0) and 
X CO lead salt, anhydrous needles, are described, lte 
sulphonimide condenses with resorcinol m m 
presence of concentrated sulphuric acid at 
150—180° with the production of the corresponding sulphured 


K, 


./ / 


^The ‘'preparation ol 1 -naphthoic- 2-sulphonimide 
saccharin II ”] has been described mdependentty by Kal* 

(cf. Behrend, A., 1918, i, 413). l.^anonopAMene- 2 ^to“ ^ 
colourless crystals, ra. p. 294°, is obtamec y 1 ^ 9 u p^ond 

calculated quantity of ammonia on 1 -cyanonaphthalene- 1 - 
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chloride dissolved in benzene (the corresponding compound obtained 
by Ridehcr is regarded as the i^-amide). l-^Japhthoic-2-sul- 
phonimide is converted by resorcinol and aluminium chloride 
into the “ saccharein,” C 23 H 15 0 5 NS, and by resorcinol and con- 
centrated sulphuric acid into the sulphur ein, C 23 H 14 0 6 S. 

3 - Amino-2-naphthoic acid is diazotised and the diazonium com- 
pound is transformed into the disulphide, which is reduced by 
powdered iron in boiling alkaline solution to 3-thiol-2-naphthoic 
acid. Oxidation with potassium permanganates converts the 
latter into 3-sulpho-2-naphthoic acid which, with phosphorus 
pentachloride at 140°, gives the corresponding dichloride, pale 
yellow prisms, m. p. 159°. The latter is transformed by ammonium 
carbonate into the 2-naph t hoic- 3 - sulphonimide, slender, colourless 
needles, m. p. 288°; the sodium salt, cubes (-f2H 0 0), and had salt, 
anhydrous, colourless needles, are described. 

bCyanonapkthaleTie’S-il/’Siflpkoiiamide, cubes which do not melt 
below 300°. is prepared from a-naphthyIamine-8-sulphonic acid 
through the cyanosulphonic acid and the corresponding chloride. 
It is converted by aqueous sodium hydroxide solution into the 
1 -naphthoic-8-sulphoni mide , colourless needles, m. p. 255—265° 
(decomp.); the corresponding sodium salt, cubes (4-2H 2 0), and 
lead salt, colourless, anhydrous needles, are described. H. W. 

4- Nitro salicylic Acid. Helsabuko Koxdo, Tomoichi 
Xakajima, and Coro Muhakawa (J. Pham . Soc. Japan . 1922, 
355 — 369). — Cllmann and Uzbachian (A,, 1908, i, 626) oxidised 
4-nitro-2-acety!aminotoluene with potassium permanganate, and 
regarded the product as 5-mtro-2-aeetylaminobenzoic acid (from 
its m. p. 221°, etc.). The authors have repeated the work and 
obtained light yellow needles, m. p. 221°, the decomposition of which 
by boiling with 15% hydrochloric acid gave 4-mtio-2-amino- 
bcnzoic acid, yellowish -red needles, m. p. 263—264° (decomp.), 
giving the ethyl ester, yellow plates, in. p. 97—98° (Seidel, 89—91% 
The acid was converted into 4-nitrosalievlic acid, small, yellow 
needles, rn. p. 234-235° (UUmann, 226° ; Borsehe, 235°), and its 
ethyl ester, light yellow needles, m. p. 86—87°. It follows that 
lllmann and Bzbachian’s aeid is 4-nit ro-2-aeetylanunobeiizoic 
acid. Ihe process is recommended for the preparation of 4-nitro- 
salicyhc acid. The latter was reduced electrojytically to 4-amino- 
salicylie acid, small, slightly coloured plates* m. p. 149—151°- 

y ° [l0W Ieavos ’ m - P- 222-223° (decora]). | 
n li V lt a P ur P le ' r ^d coloration with ferric chloride, 
n the other hand, 4- and 5-nit rosalicylie acids and other com- 
poun s were prepared from [3-nit rophthalimide according to the 
directions of Seidel and Bittner (J lomtsh., 1891, 23, 435) for 
comparison with the compounds above described. Correction of 
iv i I** 0 ™ cas< ; s - TCthyl 5-nitro-2.aminobenzoate has 
pj’i' .7“ (^del, 146"). 5- Aminosalicylic aeid was prepared 
; arolytical y from 5-nitrosalicylic acid. It is unmclted at 260° ; 
acid sulphate, white needles, has m. p. 236—237° (Beilstein, 
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234°); the hydrochloride crystallises in hexagonal plates. 
aqueous solution gives an indigo coloration with ferric chloride 
thus differentiating it from the 4-isomerides. K K 

Polysalicylides. V. Paolisi and S. Scelba (Atti It. j CC(1 j 
L ined, 1922, [v], 31, i, 378 — 380). — Like the acetyl derivative 
{ Giorn . Chim. lad. AppK, 1921, 3, 403), other similar derivatives 
of salicylic acid, such as benzoyl-, propionyl-, and u-butvrvl. 
derivatives and the acetyl compound of Bochringer's diplosal or 
salicylosalicylic acid (A.. 1909, i, 803 ; 1910, i, 386), undergo decom- 
position when heated at about their melting points, benzoic 
propionic, etc., acid being liberated and a colourless or yellow! 

vitreous, polymerised salicylide or depside, ^C G H 4 \^ 0 ),, formed. 

The latter represents a mixture of various polymerides of different 
complexity, the molecular weight being six to ten times that of 
salicylide. All these products arc converted soiely into salicylic 
acid when hydrolysed by means of alcoholic potassium hydroxide 

T.“ 11. P. " 

Catalytic Racemisation of Optically Active Acid Amides. 

Alex. McKenzie and Isoeel Agnes Smith (T., 1922, 121, ] 348 — 
1361). 


The Condensation of Methyl fi-Naphthol-3-carboxylate 

with Methyl n-Opianate. Karl Stosii s {Mohatsk., 1922, 43, 
43 — 47). — Opianic acid itself does not condense with methyl 
2 - h y d ro xy - 3 - n apht ho a t e , hut its methyl ester condenses slowly 
in ethereal solution in the presence of hydrogen bromide. The cun- 


HO C0 2 H 


densation is more sluggish than the 
similar condensation of benzaldehyde 


MeO-<^ VCH-; y with methyl 2-hydroxy-3-naph- 

\ — | j ^ ' thoate. The failure of opianic acid 

MoO CO *6 ; p itself to condense supports the view 

\ — / that this acid in the free stale exists in 


the jjseudo- or laetonic form. The condensation product when the 
methyl ester is used has a laetonic structure (annexed formula). 

2 - Ca rboxy- 3 : 4 -dim eth oxypheu yl- 3 - carboxy - 2 - hydroxy -a -na phthyl- 
carbinol lactone forms pale yellow crystals, m. p. 193*5°. The 
disodium salt, C 21 H ]4 0 7 Xa 2 crystallises in liygroscopic needles, and 
the dimethyl ester, (’UH., n Or, forms pale yellow crystals, m. p. 161*. 

E. H. R. 


The Diphenyleneoxide Series. Fritz Mayer and Wilhelm 
Krieger [Ber<, 1922, 55, [Bj, 10o9 — 10G6). — The constitution of 
y- diphenyleneoxide y-keto-w -butyric and y-tetrahydrodiphenylene- 
oxide-y-keto-?t -butyric acids has been completely elucidated by 
the proof that the side chain is attached to the diphenyleneoxide 
nucleus in position o. 

y-Diphenyleneoxide-y-keto-?i-butyric acid is oxidised by potass- 
ium permanganate to diphenyleneoxide- o-carboxylic acid , m. f 
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24M47 0 after softening at 237°. The latter acid is also obtained 
by the action of bleaching powder on 5-aeetyldiphenylcneoxide 
an d from o-bromodiphe nyle neoxi de , needles, m. p. 108—109°, b. p, 
22 O 74 O mm, by the successive action of magnesium and carbon 
dioxide. An acid, m. p. 266°, has been described by Borschc and 
Bothe as diphenyleneoxide-5-carboxylic acid, but the ultimate proof 
that the acid, m. p. 246—247°, has this constitution is adduced in 
the following manner. p-Ciesol is condensed with o-bromonitro- 
benzeno by means of potassium in the presence of naphthalene at 
220—230° to Z-iiitroA'-meihyldiphcnyl ether , N0 2 *C 6 R 4 -0‘C 6 H Me 
coarse prisms, m. p. 48—48-5°, b. p. 230— 232° /1 7— 18 mm. The 
latter is reduced by alcoholic ammonium sulphide to 2-aminoA'- 
methjldiphenyl ether , b. p. 195°/15 mm., which is diazotised and 
converted into 5-melhyldiphenyleneoxide, slender needles, m. p. 
45°, b. p. 160 /30 mm. ; oxidation of the methyl compound with 
potassium permanganate gives the acid, m. p. 246 — 247°. 

Ethyl y-S-diphenyleneoxide-y’keto-n-butyrate, b. p. 26072—3 mm., 
is reduced by amalgamated zinc and hydrochloric acid and the 
product is re-esterihed, thus giving ethyl y-o-diphenyleneoxide-n- 
butyrate, b. p. 260710 mm. Hydrolysis of the latter gives y-5-di- 

phenyhn eoxide-n-bviync acid , colourless needles, m. p. 112 113° 

{chloridet b. p. 1/0 272°/10 — 12 mm., amide , colourless leaflets, 
m. p. 157°). Hydrazine hydrate converts the ester into the cor* 
responding hydrazide , coarse crystals, m. p. 122—123°, which is 
transformed by sodium nitrite and dilute hydrochloric’ acid into 
the aJde, i. he latter is transformed by boiling alcohol into 

y-o-diphenyhneoxide-n-propylvrethane, C p tf 7 0*[CH 2 ] 3 ^H-C0 2 Et 

colourless needles, m. p. 73—74°. Hydrolysis of the urethane with 
alcoholic potassium hydroxide solution gives y-o-diphenylmeoxide- 
n-propyhmine, b. p. 230—232717 -18 mm. (, hydrochloride , colour- 
less leaflets, m. p. 219—220°, acetyl derivative, colourless needles 
m. p. 120°). 

7-5-Diphenyleneoxidc-y-keto-n -butyric acid is converted by 
hydrazine hydrate in boiling alcoholic solution into 3 : 5-di- 


]‘h?iiyleMw;ddepy)idazin-C>-oHe,C i Jl 7 0-C^y~'£^yCO, colourless 

needles, m. p. 199 ;00°, which is transformed by bromine in hot 
gacia acetic acid^ solution into 3 : 5 -diphenylcneoxidepyridaz- 

6 -onc, C 12 H 7 0 ‘C^£jj . colourless needles, m. p. 259 — 


f 60 ’- 3 : S'Diphenyleneoxide-G-cliloropvridazine crystallises in 
leaflets, m.p. 204—205°. 


When dissolved in boiling cydohexanol, diphenyleneoxide 
^c-ducerl by sodium to tetrahydrodiplienyleneoxide, b. p. 265— 


&hyl y~^-tetrdhydrodiphenylene.ox\dc-y~keto-T\-butyrale, colourless 
S ’ b - ?* 277 ~ 27S °/ 2 3 mm., m. p. 68-69°, is reduced by 
S f° e lhyl y-o-tetrahydrodiphenyleneoiide-n- 

y e > b. p. ^53 255°/23 mm., and the latter is hydrolysed to 
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y-5-tetrahydrodi phenyleneoxide-n-butyric acid , silver leaflets, ui, « 
119—120°. The ester is converted successively into the eon£ 
sponding hydrazide , colourless needles, m. p. 125-5— 126-5°, an( j 
we/Aa>ie, colourless needles, m. p. 68—69°. Alkaline hydrolysis 
of the latter leads to the production of y- 5-tetrahydrodip^yi 
eneoxide-n-yropylamine, b. p. (about) 220 — 230°/25 mm. (hydro- 
chloride , colourless needles, m. p. 253 -254 ; cicetyl derivative 
leaflets, m. p. 118°). H. W. 

Ring-chain Tautomerism. II. The Effect of the g em . 
Diethyl Group on the Carbon Tetrahedral Angle. Shankar 

Shridhar Deshapande and Jocelyn Field Thorpe (T., 1929 
121, 1430—1442). 

amphoric Acid Derivatives. E. S. Faust (U.S. Pat., 
1406547).— Camphoric acid p-diethylaminoethylimide hydro- 
chloride, colourless, lustrous crystals, m. p. 89 — 90°, is prepared 
by heating camphoric acid with as- diet hylethylenediamine at 
180— 200°, dissolving in ether, and treating with alcoholic hydrogen 
chloride. Camphoric acid p-piperidylethylimide hydrobromide has 
m. p. 193*5°, the p-allylaminoethylimide hydrobromide has m. p. 
144°, the p-diethylaminoethylimide hydrobromide has m. p. loV, 
the (3-dimethylaminoethylimide hydrobromide has m. p. 207°, anti 
the p-aminoethylimide hydrobromide has in. p. 135 — 140° (decomp.), 
These compounds have therapeutic uses. Chemical Abstracts. 

Dyes Derived from Camphoric Anhydride. Axukcl 
Chandra Sircar and Sikhibrusan Dutt (T., 1922, 121, 1283— 
1286). 

Optically Active Dyes. I. Camphoreins. Bawa Kartar 
Singh, Raghuxath Rat, and Rattan Lal (T., 1922, 121, 1421— 
1430). 

Vanillin Glyceride. Francis i). Dodge {./. Amcr . Chm . 
& foe., 1922, 44. 1405— 1407).— A crystalline deposit which had 
formed in a mixture of alcohol, glycerol, and vanillin was shown 
to be vanillin glyceride, m. p. 160— 162°, formed by the condensa- 
tion of 1 molecule of vanillin with 1 molecule of glycerol. The 
reaction between these two compounds is much accelerated by 
the presence of mineral acids, but, on the other hand, the resulting 
glyceride is readily hydrolysed by acids. ^ ■ 0. 

Benzopolymethylene Compounds. IV. The Two ar- 
Aldehydes of Tetrahydronaphthalene [Tetralene]. Julius 
von Braun [with K. Moldaenke, H. Dirlam, and H. Gruber]- 
(Ber., 1922, 55, [£'], 1700— 1709).— Difficulties are encountered 
in the conversion of tetrahydronaphthalene into the corresponding 
aldehydes by the action of carbon monoxide, hydrogen chloride, 
and aluminium chloride, since the greater part of the hydro- 
carbon undergoes auto-condensation ; the small proportion of a e 
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hyde produced appears to consist exclusively of the 8 -derivative 
The K-aldehyde is obtained by the following sequence of changes 
aM-Tetrahydronaphthylamine is diazotised and converted into 
(ir-x-tetrahydronaphthonitrile, pale yellow crystals, m n 48° 
b. p. 153715 nun. (cf. Bamberger and Bordt, a", 1889, 715) which 
is converted by fuming hydrochloric acid at 120 “ into ar-.Uetra- 
hyilronaphthoic acid, m. p. 150°, Reduction of the nitrile bv 
sodium and alcohol yields tetrahydronaphthalene and ar-a-tetra- 

hydronaphthylmethylamine, a colourless liquid, b. p. 149 152“ / 

11 mm.; (the hydrochloride, lustrous needles, m. p, 953 "' 
prisms m p. 242° acetyl compound, m. p. 125°, benzoyl compound’ 
m .p. 144, phenyl carbamide, mp. 199°, and phenylthiocarbamide, 
m. p. lo3 , are described). The amine is converted by sodium 
nitrite and acetic acid into the corresponding alcohol b p jyj 
155712 mm., which is oxidised by potassium dichromate ’ and 
sulphuric acid to ^-^elrahydronaphlhaldehyde, a colourless almost 
odourless liquid, h. p. 131 133 / 12 mm. [setnicarbazone m p 187°\ 
from the preparative point of view, the difficulty involved in this 
sequence is due to the poorness of the yields. This has been larselv 
overcome by the subsequent observation that, contrary to the 
observations of Bamberger and Lodter (A., 1887, 719) a-naphthvl 
inethylamine is Erectly reducible to ^tetrahydronaphthyl- 
methylamme, the process being effected conveniently by sodium and 
amyl alcohol * J 

The following derivatives of ae-x-tetrahydronaphthylmethyl- 
amme are described : hydrochloride, m. p. 230’ • pierage ra n 169— 
1707 phinylmrbamide, m. p. 126’; benzoyl derivative’ m p los= 

xr-PTeirahydroiiaphlhonitrile, a colourless liauid h n lxi ' 
20-217 is reduced by Lhlmand etM 
alcohol to ax-WrahydroMphthylmthylamne, a colourless liquid 
b p. 146-1*8 /11 mm. (hydrochloride, m. p. 248° ; picrate, m p’ 
]J eia °yl derivative, long needles, m. p. 165°, b. p. 260— 
-to ,10 mm., p-nitrobeimyl compoimd, m. p. 1707 pheiwlthio- 
carbmuk m p. 130 ). The amine is more conveniently prepared 
aliiol re ihe n i ? f ■ P-^Pb^'^^hvliunine by sodium' and amyl 
t° h f f IS about 90 of fhat theoretically possible 

hut the product appears to be contaminated with very small 
amounts of the alicyclic derivative. It is converted hy 'sodium 

i rid wufhT “'i' ! nt0 , thc cotTCS P° nf f ,n !? olcohol, a pale yellow 
?. d with a powerful, pleasant odour, b. p. 148— 152°/14 v n>ni 

SwHtl,T diS a d t0 to-Wmhydronaphthaldrhyde, a colourless 
uqmd inth an odour of peppermint, b. p. 138714 mm. The corre- 

te rn"? no® U uS" ‘° Cr ' vsta,,ise ! ^micarbazone 
DermarS * * al dehyde JS smoothly oxidised by potassium 
I an 6 anate to ,3-tctrahydronaphthou* add, m. p. ] 51 °, H. \\\ 

Ar^m^° a n etlC Acid as Condensing Agent. IV. iso- 

{Ber 5^%! YJof EI i 3t ScHNI:I1JER an d Edgar Khakt 
1892 7 18 "i *■ A., 1921, 4, 680, 859, 870)— 
y 4 'inethoxyacelophenovp [acdylisoacclovamlJonel colourless 

d d * 
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leaflets or slender needles, m. p. 66°, is prepared by the regular 
action of acetic anhydride (350 c.c.) and concentrated snlp] lqr j c 
acid (50 c.c.) on guaiacol (50 grams) at 80°, and is converted by 
aqueous alkali hydroxide solutions into o-hydroxy-^-methoxyc^^ 
phenone, m. p. (monohydrate) 66—69°, (anhydrous) 91 u . The corre- 
sponding oxime, colourless needles, at. p. 138 , and somcnybuio ^ 
colourless crystals, m. p. 206°, are described. The constitution 
of the substance is deduced from its difference from 4-hydroxyl 
methoxyacctophenone [acctovanillone], on the one hand, and from 
its methylation to 3 : 4-dimethoxyacetophenone, m. p. 49—50", 
and oxidation of the latter to veratric acid, on the other. 

Guaiacol is acetyl ated and anisole is practically unaffected by 
acetic anhydride containing a trace of concentrated sulphuric acid 
(2 drops in 40 grams) ; a perceptible amount of ketone could not lie 
detected in either case. H. \V. 


Ketoanils. II. Constitution of the iV-Alkylketoanils 
and Transformation of Aliphatic Ketoanils into Deriv- 
atives of Quinoline. E. Kkoevenagel and Hans Baur [Ecr,, 
1922 55 [5], 1912— 1928).— The alternative constitutions, 

/CMe 2 

CK 2 :CMe‘NPh*CH 2 R and NPh <^ HR , 

have been assigned by Jaeger (A., 1921, i, 785) to the A-alkyl- 
ketoanils obtained by the fission of ketoanil alkyliodides with alkali. 
A decision in favour "of the first formula is reached indirectly, since 
the alkyliodides of compounds with the C!N -linking (methiodides 
of benzylideneaniline, benzophenoneanil and benzophenone-p-tolil) 
arc decomposed when distilled in a vacuum into the same products, 
which do not contain a three-mombered ring, as are obtained by 
the action of water on them. A more direct confirmation of the 
non-cyclie structure is based on the observation that methyl- 
acetone- p-tolil cthiodide is identical with etlivlacctonc- p-tolil 

methiodide. » 

Acetoneanil is generally converted by methyl iodide into a 
glassy methiodide which is transformed by sodium hydroxide into 
isopropenvlmcthvlaniline [as by-products, a base, C 22 If 30 X 2 , coarse 
needles, m. p. 147°, and a methiodide (?), m. p. 181°, are lsolatcdj. 
Acetoneanil is transformed by methyl sulphate into the compel 
Ct-H.-O.NS, silvery leaflets, m. p. 148°, from which metnyl^- 
propenyl aniline, b. p. 144°/14 mm., is obtained in 88'/ 0 yie J 
means of sodium hydroxide. The base is transformed bv nitrous 
acid into a compound, m. p. 85—91°: it unites wUltiodine to 
form melkylisopropenylaniline di-iodide, NPhMe-CMel'CHgl, m.p. 
138—140°.' ‘ 

Benzophenoneanil methiodide , pale yellow needles, m, ?• ^ ■ 
is converted by dilute sodium hydroxide into benzophenonc an 

aniline. , , 1 ^i. 

Benzophenone-v-tolil methiodide, m. p. 198°, is transformed by h 
ing methyl alcoliol into benzophcnonedimethylacetal, trn 2 ( - n> 
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jj toluidine hydriodide, and methyl alcohol. It is hydrolysed by 
water to benzophenone and p-toluidine. 

Acetoneanil methiodide decomposes when distilled in a vacuum 
into hydrogen iodide and methyh’sopropcnylaniline. Benzophcnone- 
an il methiodide and benzophenone-p-tolil methiodide are only de- 
composed slightly under similar conditions. 

The ethiodide of meikylhopropenylaniline, m. p. 244°, is shown 
to be identical with the methiodide of ethyl tsopropenylan i line. 

Methyl i j'opropenylaniline is converted by hydrogen chloride at 
ISO— 200° into methane, methyl chloride, and 2 : 4 -dimethylquino- 
line, a pale yettow liquid, b. p. 143°/15 mm. (hydrochloride, m. p. 
oiq1-21;j 0 after darkening at 190°; pier ale, m. p. 194°, tartrate , 
m. p. 158°) ; the base is also obtained from acetoneanil by an 
analogous process. 

2:4: (y-Trimethylqmnolinc, m. p. 05*5, b. p. 146 !48°/13-5 mm. 

)s prepared from acetone - p-tolil ; the hydrochloride , m! p. 268— 
52° after darkening at 245°, the tartrate. , m. p. 172°, and the 
methiodide, pale yellow needles, m. p. 245—247°, arc described. 
The base is also obtained from m c t h y 1 iso propenyl-p- tol u idi ne . 

2 : 4- Oimethylquinoline can also be prepared from acetoneanil 
at 280" by the action of aluminium chloride, or from methyh'so- 
propenyl aniline, phosphorus, and bydriodic acid at 180—200’. 

Methylethylketoanil is converted into 2-mftkylA-ethjlquiiwUhp. 
1), p. 150 — 153°/ 14 mm. ()h ethiodide, m. p. 246* ; tartrate, needles, 
in. p. 149°); the volume of ethane liberated is greater than that 
calculated, and points to non-uniformity in the base. Methyl- 
cthylquinoline is oxidised by potassium dichromate and sulphuric 
acid into 2-metfcylquinoline-4-carboxylic acid, m. p. 244°. 

2 : ^DimethylA-eihjlqmnoline, a pale yellow liquid, b. p. 169— 
171°/20 mm., is obtained from mcthylethylkctone-yz-toli! ; the 
tartrate has m. p. 173". * v H. \V. 

Ketoanils. III. Fatty-aromatic Ketoanils. K. Knoe- 
vjJ-nagei. and Oskar Goes (Bcr. f 1922, 55, [H], 1929—1937).— 
It has been shown by Knoevenagel and Balir (preceding abstract) 
that purely aliphatic ketoanils are convertible into" quinoline 
derivatives ; this is also true of the mixed fatty-aromatic compounds. 

Acdopkenoneanil cannot bo prepared by the direct action of 
sniline and acetophenone (whereby 1 : 3' 5- triphenyl benzene is 
termed), but is produced from the amine and acetophenoneacetal. 
h is a pale yellow, crystalline substance, m. p. 41°, which is very 
readily hydrolysed to acetophenone and aniline ; the hydrochloride 
D1 - P- 190'''. When heated at a temperature just below its 
hodmg point, it yields dypnonanil, m. p. 98° (2CMcPh:XPh - 

Hi, ^-d p Ph!ClI*UPh; N Ph , which, wlien heated further, 

J ,( ds 1 : 3 : o-triphenylbenzene, m. p. 170°. Acetophenonranil is 
concerted by methyl iodide into acetophenonranil methiodide, 
co.ourlcss rhombohedra, m. p. 209°, and bv methyl sulphate into 
UM&enonmil metkosvlphatc, m. p. 159* ; either compound is 

dd2* 
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decomposed by dilute aqueous alkali hydroxide or carbonate 
solution into acetophenone and aniline. Acetophenoneanil hydro- 
chloride is converted by hydrogen chloride at 180— 100°" i n t 0 
benzene, aniline and 4-phenyl -2-methylquinoline, nir p. 97° (tartrate 
in. p. 104°). 

Deoxybenzoin is converted by ethyl orthoformate in the presence 
of alcohol and a trace of hydrogen chloride into deoxybenzoinacptal, 
a colourless, highly refractive liquid, b. p. 172°/14 mm. When 
heated with aniline, it gives deoxyhenzoinctn il, thin, pale yellow 
prisms, m. p. 74° ; b. p. 215°/13 mm. ; it is very readily hydrolysed 
to deoxybenzoin and aniline. The product thus obtained is ^ 
isomeric" variety (a-form) of the deoxybenzoinanil, in. p. 89° (,3-form), 
prepaied by Busch and Falco (A., 1910, i, 747) from benzanilideimide 
chloride and magnesium benzyl chloride. The a- is converted 
into the ^-variety when it is heated in a vacuum and subsequently 
distilled. The former is oxidised to a-berizilanil, m. p. 96°, whereas 
the latter gives the isomeric [3-benziianil, m. p. 105°. <x-Dmxy. 
benzoinanil hydrochloride has m. p. 178 — 179°. a- Deoxyben 'ohianil 
methowlphate forms lustrous crystals, in. p. 139°. H. W. 

The Intermolecular Condensation of Methyl Ethyl Ketone 
in the Presence of Calcium Carbide. Oscar Becker and 

Jocelys Field Thorpe (T., 1922, 121, 1303 — 1306). 

Studies in the Anthracene Series. II. Edward nr. 
Barry Barnett and James Wilfred Cook (T., 1922, 121 
1376 — 1391). 

Catalytic Reduction of d-Camphor. I. Shioeru Komatsu - 
and Buskiciii Masu.uoto (Mem. Coll . Sci. Kyoto Imp . Unit., 
1922, 5. 225 — 232). — d-Camphor was hydrogenated over reduced 
nickel at 175—185°, and the white, crystalline product fractionally 
distilled. The main fraction, b. p. 164 -165° /757 mm., consisted 
of a hydrocarbon, C l0 H ]8 ; the last fraction, boiling above 175\ 
was a mixture of d- borne ol and unchanged camphor, and the 
intermediate fractions were mixtures of the above substance*. 
The hydrocarbon was a white, crystalline substance with a pleasant 
odour, having [at] p — 1° 35'. and was apparently /-^ocamphane 
identical with that obtained by Lipp by the catalytic hydrogenation 
of camphene (A., 1911, i, 731). The same substance was also tin- 
main product of the catalytic hydrogenation of both Z-borneol and 
d-borneol, and it is suggested that the transformation of camphor 
into i'socainphane occurs through the. formation of horncol which i* 

CH 2 — CH— OHj 

! I 

dehydrated to an intermediate product, ^ . . 2 ’ ' vhlCil 

CMe 

isomerises to camphene and is then further hydrogenated to 
fsocamphane. G. r- 1 ■ 
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Some Derivatives of Fenchone. T. 15. Maxwell (Ann 
Chim., 1922, [ixl, 17 332— 381).— When reduced by sodium in 
absolute alcohol, dihydrofencholenamide gives an alcohol and an 
amine. The alcohol is shown to be dihydrofencholenyl alcohol 
identical with that obtained by Semmler from methyl fen chelate* 
With thionyl chloride or phosphorus pentachloride, it does not 
give the normal chloride, but undergoes molecular transposition, 
giving tert -carvomenthyl chloride, 

b. p. 96°/20 mm., d^' ‘ 0*9368, n™ 0 1*45971, 74® 5 l '46202, r/ ^ " 1*46811 
which was also obtained from oarvomeuthene by the action of 
hydrogen chloride. From this chloride by the action of alcoholic 
ammonia carvomenthene is obtained. 

The amine referred to above is shown to be dihydrofenchohn ■ 

„ IM , C1J ^* CH \ CH2 . ( i« M ; cH2 . NH/ b. p. 90 91°/16 mm., 

and gives a hydrochloride, m. p. 171—173° (deeomp.); a sulphate 
ffl- P- 190 (decomp.); an acetate, m. p. 140° (decomp.)? an acetal 
derivative, b. p. 193°/27 mm., and a benzylidene, derivative b p 
183-184-5721 mm. The hydrochloride reacts with nitrous acid 
to give ferf-earvomenthol, b. p. 100—102713 mm u-ic n . qi — r 
*« 1-45961, nT 1-46202, nf‘ 1'46790, and a hydrocarton which 
seems to be identical with carvomenthene. 

Dihydrofencholenyl alcohol, when distilled over infusorial 
earth at 400—450° is dehydrated and gives a hydrocarbon C H 
b. p. 60 — 61/16 mm., if 0-81,550, 1-45211, ’l 45474 

i, 1-46146. Its products of oxidation depend’ on" the agent 
used. With potassium permanganate in acetone solution it gives 
,5-iscpropylpentanone. With hydrogen chloride a certain amount 
Cit it ]S converted into a chloride. 1). p. 96 —99° 9 1 rf *ai 9 rHn 

145591, »r 1;45854, 146443, w'h'ilsHhe ‘ remK 

* h 'J drocarbon ’ b p. 67-70716 mm., 

‘ « 8 -/ 2 'J'” ""* 1 '4-5804, 1-46503, which gives 

\ f onde, b. p. 100— 10r/23 mm.. «p 0-92814 V- 1-45791 
1-45964, 1-46582. To the hydrocarbon is a^igncd tl-! 

/ r<|T .('14 e - 

constitution CHMe./CHC 3 i “ ir n 

- xCHg'CX’HMc G * 

Splch Es wf OU 1 c 0m the Leaves of Abies e, 

Liosel Smossra (Indian Forest Fee., 1922 8 

m 4. n 7- le es . scntial oil was obtained in 2*5% yield by the 

inthe wetter, ff ° f , the ,eaV f of Abks Pind ™r, a silver fir growing 
"1 turDentin' ^ 18 ? colourless oil with a strong odour 

^l« V d ,u» th ° f0lI °" i,Ig constants:-^; 0-8558, 
acetvlation lvl'i ~ *• d8, s fP om,i cat>on number 5-3, do. after 
overbdowl-W/im 0 °A 0n distiUati °“> 90% passed 

PWsure the A7 " lm '’ *™ d on fractionating this under 699 mm. 
the following fractions were obtained: 154-158°, 
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55 - 9 % consisting of rf-a-pinene; 158—160 5 H-9 / 0 , and 
6-8% consisting of a mixture of a- and [3-pmcne; 164—16, , 4'2% 
consisting of i-P-pinene; 167-180° 10*3% containing Mimonene 
and possibly dipentene; and above 180° 10*6%, from which and 
from the fraction boiling above 120°/100 mm.,Z-tcrpmeoU-tcrpi ny i 
nonoate, and two isomeric sesquiterpene alcohols, L.i 5 h 24 0, wc re 
isolated. J-Terpinyl nonoate boils at 140— 14^/50 mm., and 
the two alcohols were obtained as oils boiling at 155— 160°/o0 mm., 
and 180— 190°/50 mm., having respectively the constants 0*9076, 

1-4807, [a® - 7*72, a n! 0*9259, <1*4915, K + h 

No crystalline derivatives could be isolated in either case^ ^ 

Essential Oil of Lantana Camara. K. L. Moudgill and 
p N Vridhachalam (Per/. Essent. Oil Etc., 1922, 13, 1^3 174).— 
The essential oil of Lantana Camara , a wild shrub growing on waste 
lands in Southern India, was isolated by steam distillation of the 
leaves in a yield of about 0*2%. It is a greenish-yellow, slightly 
fluorescent oil, having ail odour resembling sage. It is soluble 
in 5 vols of 97% alcohol, and has the following characters 

n-884*> TaT, 1 ? + 14*7, n 1*4899, acid value 1*6, saponification 
value 4* 6~ acetyl value 23*4, aldehyde content 2*4%. On distilla- 
tion three fractions were obtained: (1) oo— /o /12 mm. 12; 0 , 
mm. 8%. (3) 125-15W/1S mm. 74%. The fct 
fraction proved to be La-phellandrene, the second contained the 
odoriferous principles which from the oil constants appeal to con- 
sist mainlv of an aldehyde and an alcohol, the third fraction was 
mainly a bicyclic sesquiterpene closely resembling, if not identical 
with carvophyllene, although the solid caryophyllemc alcohol 
could not'be obtained On redistilling this fraction under ordinary 
pressure, the original rotation of +161° was changed m the 
riktillate to - The change does not appear to be a racern- 

isation, as repeated distillation does not modify or mrotfe 
lcevorotation. 

Sudan Essential Oils. A. 1'. Joseph and B W. Whiotiu 
(J Soc dim. Ind., 1922, 41, 172t) — " bent oil is contained to 
the extent of about 0'o% in the rhizomes of Cypenis rolvmfa 
Linn., a glabrous herb growing freely throughout the Sudan La 
oil, which has an aromatic, slightly uimphoraceous odorn ga e 
the following constants: <Q 0-9548, «*• -199 , lf«'; a “ 

number 10 , saponification number 6 6, do. after acetylation - 
(corresponding with 45% of alcohol), solubility in 80 /„ alee 
1 in 4, in 70% alcohol ml. 

Isomeric Amyrols. V. Paousi (AM R. Accad Lined, Mft 
tvl 31 i 374 — 377: cf. von Soden, A., 1900, l, 401 , 190), , . 

—By means of the double phthalatc formed with 
author has succeeded in separating amyrol into d- and l-co p 
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Strychnine d-amyryl phlhalate, 


Ci 5 H 25 -C0 2 *0 R H, 


•C0 2 H,C 21 H 22 0 2 iN 2 , 


forms colourless, acicular crystals, m. p. 201°, [a] u -f 18° 26'. 
d -Amyryl hydrogem, pkthalate forms a syrup, and d-amyrol a clear, 
dense, oily liquid of unpleasant odour, b. p. 302°, d 13 0-982, * 
[x],rh74° 16*. 

Silver 1 -amyryl phlhalate forms crystals, m. p. 145°; 1 -amyryl 
hdrogen pkthalate is oily, and 1 -amyrol is a dense, colourless liquid 
of unpleasant odour, b. p. 295°, d ib 0*980, [aj„ —1° 59'. 

[Xo analytical results are given for either amyrol.] 

T. H. P. , 


Mercaptothiazoles as Accelerators in Vulcanisation. 

0. Brum and E. Romani (Atti B. Accad . Lined , 1922, [v], 31, 

1, 86—88; cf. A., 1921, i, 734). — When added to caoutchouc and 
sulphur in presence of oxide of zinc, lead, magnesium, calcium, 
mercury, etc., 2-mcrcapto-5-methylthiazole (cf. Miolati, A., 1893, 
i, 634), in the proportion of 1—3%, produces ultra-accelerating 
effects on vulcanisation, which takes place in five minutes at 120°. 
The zinc, cadmium , lead, mercuric, cobalt, and cuprous salts of this 
thiazole have been prepared, and the first four of them are found to 
cause similar accelerating action, which is especially marked with 
the zinc salt. 

d-Mcthyllhiazole sulphide,, (C 4 H 4 NS) 2 S, prepared by oxidising 
2-mereapto-5-methyltliiazole by means of potassium ferricyanide, 
forms crystals, m. p. 64°. T. H. P. 


Syntheses of New Glucosides. Remo de Eazi ( Gazzeila , 1922, 
52. i, 429 — 431; Atti H. Accad . Lined, 1922, [v], 31, i, 209 — 212). 
—The (jlucoside of 'l-hydroxijbenzylidendndenc (annexed formula), 
obtained by the action of sodium 
/ \ z — v ethoxidc on indene and helicin 

(H y in absolute alcoholic solution 

('m/ X 0-CVH,.0- at th , < ;. ordi ! lar y temperature, 

b 11 0 crystallises in lustrous, pale 
yellow needles, m. p. 205—206°, and dissolves in concentrated 
sulphuric acid to a green solution which becomes cherry- red after 
a few hours. 


The glucosidc of 2-hydroxybe n zyl ide n ejl uore n e (annexed formula), 
/— \ prepa red similarly from fluorene and 

\ / helicin, forms small, yellow needles, 

, m • P- 198—200°, and gives a reddish- 

: ;c:CH-C G H 4 {0-C G H n 0 3 ) brown coloration and then a red- 
/— \ dish- violet solution with concen- 

\ trated sulphuric acid ; if the latter 

is added carefully to a solution of 
the glucoside in absolute alcohol, a reddish* violet ring appears 
at the surface of contact of the two liquids. 
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The glucoside of 2-hydroxybenzylideneacenaphthmone (annexed 
y — v formula), prepared from acenauh 

>-CO — ^ 


/ \ 


thenone and helicin, crystallise, 
in lustrous, pale 'yellow needU 
/ C:CH*C 6 H 4 (0-C 6 H u 0 & ) m.p. 246 — 248° (decomp. ), and dis- 


solves in concentrated sulphuric 
acid to an orange solution showing green fluorescence. T. H. P 


Benzopyrylium Salts of Distyryl Ketones. Johakxes 
Sybrandt Buck and Isidor Morris Heilbron (T., 192 k > \*21 
1198—1212). ' 


r Catechin. Karl Freudenberg ( Ber 1922, 55, [£], 1938—1942) 
— Polemical against Nierenstein (A., 1913, i, 501 ; T., 199Q 117 
971, 1151; T., 1921, 119, 164; T., 1922, 121, 23). -The author 
maintains his contention that the tannins are condensation pro- 
ducts of catechin-like substances. Attempts to prepare catechin- 
carboxylic acid according to Nicrenstein’s directions were unsuccess- 
ful, the catechin appearing to be decomposed completely during 
the action. This is also true of Nierenstein ’s hydroxycatechin 
The catechincarboxylic acid from Paullinia tannin is optically 
inactive and resolvable : its conversion by loss of carbon dioxide 
into d-catechin (Gambier catechin) is therefore inexplicable. 
Dcmethylation of tetramethylcatechin cannot be effected by 
acetic anhydride and acetyl chloride, and penta-acctylcatechin 
cannot be hydrolysed to catechin by sulphuric acid as claimed by 
Nierenstein. The identity of the methylated reduction product 
of catechin, m. p. 87 — 88°, with pentamethoxy-ay-diphenylpropane 
has been confirmed; Nicrenstein’s synthesis of acacatechiu is 
therefore difficult to understand since his compounds belong to 
the aa-diphenylpropane group. H. W. 

Tannins and Similar Compounds. IX. Stereoisomeric 
Catechins. II. Karl Fkeudexberg, Otto Bohme, and Ludwig 
Purrmann (Ber., 1922, 55, [B], 1734—1747; cf. A. 1921, i, 576, 
799).— It has been shown previously that catechin must be 

formulated in accordance with 
one of the aimexed types (I 
and II), in which one of the 
hydrogen atoms marked with 
an asterisk is replaced by the 
hydroxyl group. If this replace- 
ment occurs at the carbon atom 
united to the oxygen bridge, a 
single asymmetric carbon atom 
must be present in catechin, 
which therefore exists in two 
active and one racemic form. 
If, on the other hand, the re- 
placement occurs in a methylene 
group, two asymmetric carbon 
atoms are present in catechin, 
which therefore exists in two racemic and four active forms. 


0 


HO | Y \CH*-C 6 H 3 (OH) 2 

\/\/CH* 


HO 


C H 


H H* 

( 1 .) 

0 H 

Hq/\/\CH* *C*C 6 II 3 (OH) 2 

'CH> 

OH H 

(II.) 


I 
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The latter is shown to be the case, since, under conditions which 
cause the racemisation of the optically active eatechins r-catechiTi 
is transformed into r-epicatcchin, the presence of which is ,1™ 
established in Pegu catechu 

Acacia (Pegu) catechu is exhaustively extracted with ether 
in a specially designed apparatus which permits the use of larse 
quantities of material and is fully figured and described in the 
original. The ether is removed from the extract and the residue 
is crystallised from water whereby mainly r- and 1-catechins are 
obtained; J-epicatechin and r-epicatechin are successively obtained 
from the filtrates, and the fractions are separately purified l-Erti 
edechin crystallises in slender needles and is analysed in the 

“a Muintei the former has decomp, 
about Ho t oo 4 in acetone (50%) fal ai.o q 

gK * 

m.p. 3 [aJugrj^w— 28'6 m s-tetrachloroethane. r-Evi 

mtechin crystallises m colourless, thick plates or needles m n 
240° (decomp.), and yields a penta-acetate, m p 169— 17 £ > 0> fTh 
catechin from Chinese rhubarb is shown to be pure d-catcchin- 
that from mahogany contains rf. and r-catechin and probably also 
i-epicatechin, but only steamed wood was available for the inves 
tigation in which the original eatechins had suffered alteration - the 
catechin from Paulhrm cupam is similar to that from mahogany 1 
i-Catechm penta-aeetate readily loses four acetyl Luos 
when treated with potassium acetate and boiling alochol, giving 
MmnrnnmcMe needks (+2H 2 0), m. p. (anhydrous) 120^ 
1-f ), [«krtiow-19-9 in acetone (50%). The fifth acetyl group 
could only be removed under conditions which caused the complete . 
imposition of the material. TctramethyW-catcchiu has m. p 

JHV A “l" ~i U m ,' S ' tetrachloroelha M- Exhaustive methyb 
ation of i-catechin with methyl sulphate gives pentamethvl^ 
catechin, m. p. 92—93° ral j:l ^S O° u, 7 F-nuiinetnyi-a. 

, A . .. . » L a J d T« - in s-tetrachloroetliane 
TetramethyW-catechm is converted by acetic anhydride and 
ftTidme into tetramethylacetyW-cateciiin, m. p 95—96° !al Sl 
t6’8 m 5-tetrachloroethane. * 5 L a JL> 

d-Catechin generally crystallises with 4H,0; recrystallisation 
of a considerable quantity of the substance from w£ter rave a 
«11 proportion of the anhydrous substance, short, yellow needles, 
Ttetht- 9 ^ J aCeton , c (°°%). W±0» in alcohol (96%) 

t0 "' ards gelatin is described; with 
rt glves the additive compound, C 15 H 14 0 6 ,C 23 H 26 0 4 k, 

H W 

tiiS.sr'’ 

w ‘heir work on the eatechins, the authors have preparedTvand 
[f-hydroxyflavan], C 6 H 4 < the substancc 

catechin (cf. (Freudenberg Bohme 
wrmann, preceding abstract). It gives a decided,’ reddish! 
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violet coloration with concentrated sulphuric acid. This is much 
more intense than the yellowish-red shade given by tetramethyl. 
catechin, which, however, gradually becomes darker in shade. 

Flavanone is reduced by aluminium amalgam in iteutral, alcoholic 
solution to ilavanoL m. p. 119°corr. [acetate, short, coarse prism^m o 
/CHPh‘CH 2 CH 2 *CHPh \ 

80—86°). The pinacone, 

prisms, m. p. about 250°, is formed as by-product. H, W. 

Pyrroles. I. Pyrrolealdehydes. Hans Fischer and 
Werner Zerwf.ck (Ber., i 922, 55, [B], 1942 — 1949).— Under 
suitable conditions, the Gattermann synthesis of aldehydes by 
means of hydrocyanic acid and hydrogen chloride can be applied 
in the pyrrole group. 

Ethyl 2 : 4-dimethylpyrrole-3-carboxylate is converted by 
hydrogen chloride and cyanide in absolute ethereal solution into 
the 5-imine hydrochloride , brown needles, which is decomposed 
by water into ethyl 2 : 4:-dimethyl-5-aldehydopyrrok-Z-carboxyku 

, colourless needles, m.p. 165°, the yield 
\CMe_ -OC0 2 Et _ . 

bein^r 950/ of that theoretically possible. It gives the typical 
aldehydic reaction with p-dimethyJaminobenzaldehyde only when 
warmed, and does not affect magenta-sulphurous acid solution. 
The phendhydrazone. pale yellow, lustrous needles, m. p. 163°, 
oxime, colourless crystals, m. p. 168-5° mdsemkarbazone m. p. 229°, 
are described The aldehyde is converted by concentrated nitric 
acid into ethyl 5-nitro-2 : 4-dimethylpyrrole-3-carboxylate, in. p. 
148", and by boiling dilute hydrochloric acid into bis-Z-carbetlmy- 
2 : i-di methyl pyrryhfiethene hydrochloride , 

C0 2 Et-C:Me v y.CMc— C'C0 2 Et 

3 I \C-CH-C( || > HC1, 

MeO-N^ ^NH-CMe 

red needles m p. 213°. The aldehyde condenses with hippvmc 
acid under the influence of acetic anhydride and sodium acetate 
giving the substance, C lfl H 18 0 4 N 2 , orange-yellow needles, m. p ho. 

In a similar manner, ethyl 2 : 5-dinieihylpyrrole-3-carhoxylate ^ 
transformed successively into the i mine hydrochloride and ethyl 
2 : 5-d l b^%^4-a/d%^rrole-3-car?;ar^a^ colourless needles, m . p. 
151—151-5° The corresponding phcnylhydrazom , pale yellow 
needles, has m. p. 145-5°. The condensation product withhppunc 
jipi'H P P O.N.* crystallises in yellow needles, in. p. ivo . \ 

9 ■ 4-Dimcthylpyrrolc is transformed into the imine hydrochlori c 
and' 2 : Mimethyl-o-aldehydopyrrole, coarse, colourless needle., 
tn. p. 90°. ' 

Pvrroles. II. Nitration ot Substituted Pyrroles. Has 
Fischer and Werner Zerweck (ber., 1922,55, [B], 1949 
The rctration of alkylpyrroles can be effected ^^idimethyl- 
centrated nitric acid. In the cases of ethyl o- y 
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pyrrole-3-carboxylate and ethyl 3-aeetyl-2 : 4-dim ethylpyrrole- 
ycarboxylate the nitro-group replaces the acetyl radicle. A similar 
influence is exerted by the aldehy do-groups, Unexpectedly, the 
same effect is hot produced by the carbethoxy -group since ethyl 
o ; 4-dimethylpyrrole-3j o-dicarboxylate is converted into ethyl 
2 : 4-dinitropyrrole-3 : 5-dicarboxyUte, the methyl groups being 
replaced by the nitro-rcsidue, Binuclear pyrroles suffer fission 
at the methylene group uniting the nuclei. 

Ethyl 5-acetyl-2 : 4-dimethylpyrrole-3-carboxyIate is converted 
bv nitric acid (d 1*4) into ethyl o-nitro-2 : ±-dimethylpijrroh^-airb- 
mjlate , colourless needles, m. p. 149*5° ; it can also be obtained from 
ethyl 2 : 4-dimethyl-5-aldchydopyrrole-3-carboxylaie, bis-3-carbeth- 
osy-2 : 4-dimethylpyrrylmethane or bis-3-carbethoxy-2: 4-dimethyl- 
pyrrylmethene. o-JSitro-2 : ^dimethyl pyrrolc-S-carboxylic acid , 
colourless needles, m. p. 231° (decomp.), is obtained by hydrolysis 
of the corresponding ethyl ester or by the addition of 5-acetyl- 
2 ; 4-dimethylpyrrole-3-earboxylie acid to concentrated nitric acid. 

Elhjl 3-niiro 2 : i’dimdkylfjyrrole-d<arboxylate : colourless needles, 
m. p. 204°, is prepared from ethyl 3-acet\T2 : 4-dimethylpyrrole-o- 
carboxylate ; 'd-nitro-Z -^dimc'lhylpyrrole-o-carboxylic acid darkens 
at 240° and becomes carbonised at a higher temperature. 

klhyl 2 A'diniiropyrrole-Z \u-dicarhoxylaie crystallises in pale yellow 
plates (d'HoO), m. p. 136° (decomp.). Whenheated above its melting 
point or at 100° in a vacuum, it loses its water of crystallisation 
and two molecular proportions of nitric oxide, leaving probably 
a diketo-pyrrole. " pj yy 


Relationships between Constitution and Pharmacological 
Action in the Cases of the Benzoic and Tropic Esters of 
Hydroxyalkylamin.es. Julius von Braun, Otto Braunsdork, 
and Kurt Bath {Ber., 1922, 55, fj?], 100G--16SU).--A series of 
hydroxyalkylamines of the types XR 2 «(CH 8 ) 2 *OH. XRy[CH J.-OH, 
k.X*[CH 2 ] 2 *OH, and R.N*[CH 2 1 3 *0H have been prepared and the 
hydroxyl hydrogen atom in ‘them has been replaced by the 
benzoyl (or p-aminobenzoy!) or tropoyl groups. It is found that 
the benzoates of the y-alkylamines are generally more active 
physiologically than those of the [i-hydroxv -bases, whereas the 
reverse is the case with the tropates. With regard to the inliuence 
o- ie number of members in the nitrogen ring, it is shown that 
e six-mem bered i*ing is the most active both with respect to 
we anaesthetising action of the benzoates and the mydriatic and 
camiac action of the tropates. The introduction of carbon chains 
on the nitrogen ring increases the physiological action, but only 
u a remarkably slight degree. The introduction of an aromatic 
ng o the monocyclic nitrogen ring diminishes the physiological 
? wn, iut exact comparison is very difficult in these cases and, 
^ any case, the effect is not important. 

hrfiat ^? ar f ^° n ^ ie ^stances follows the general lines. The 

secon/ P’^ro^ylaminw arc obtained by heating the requisite 
ar y bases with ethylene oxide in chloroform solution to 
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which a drop of water had been added at 40—60° during several 
hours by means of ethylene chlorohydrin. Benzoylation is effected 
by direct warming with benzoyl chloride in chloroform or by agit a . 
tion with benzoyl chloride and aqueous alkali. Thfe tropoyl group 
is introduced by heating the alkylamine hydrochlorides with 
acetyltropoyl chloride, removal of the acetyl gioup by cold water } 
and precipitation of the tropic ester with alkali. The benzoates 
of the y-series are prepared by warming the requisite secondary 
base with y-bromopropyl benzoate. 

The following Individual compounds are described. ^-Dimethyl 
aminoetkyl tropate hydrochloride. y-Dimethylamino-n-propyl iropak 
hydrochloride. $-Diethylaminoeihyl fropate hydrochloride. y-l)ktty 
amino-n-propyl tropate hydrochloride (the platinichloridce , hydro ■ 
bromides, picrate , and methiodides of the diethyl compounds are 
oily), y -iHethylaminopi'opyl p-nitrobcnzoate, a brown liquid 
which could not be caused to crystallise ( hydrochloride , m. p. 18.V- 
186° ; plalinichloride , m.p. 181° ; picrate , needles, m.p. 167 s ; 
meihiodide, m. p. 161°). y-Dicthylaminopropyl p-arni nobenzoate, a 
liquid (hydrochloride, a liquid ; picrate , m. p. 132° ; picrate of the 
corresponding acetyl derivative, m.p. 164—165°)^ R-$-lIydroxy. 
ethyl pyrrolidine, a colourless liquid, b. p. 187—189° (picrate, m.p. 
96° ; meihiodide) and the hydrochloride of the corresponding benzoate, 
m. p. 175° after softening at 170° ; the hydrochloride of the com- 
sponding tropate is a transparent liquid. N-S-Htjdroxyethylpiper- 
{ dine picrate , yellow prisms, m.p. 100°, and meihiodide, colourless 
leaflets, m. p. 238° ; hydrochloride of the corresponding benzoate , 
m p 171—172°. ^{^fropoxyethylpiycridine hydrochloride, 
less liquid (hydrochloride of the corresponding acetyl derivative, m. p. 
168 c ). N -y- // y dr oxy propyl pi peri dine, a colourless, rather viscous 
liquid, b.p. 228° ( picrate , m.p. 63—64° ; meihiodide, m.p. 133°). 
N-y -Benzoxypjropylpiperidine hydrochloride, m. p. 185°. X-y-IVop- 
oxypropyhnperidine hydrorhloride, a liquid. Uydroxyeikylconiine, a 
colourless liquid, b. p. 117 — 118°/13 mm. (the meihiodide and picrate, 
are oily ; the unusually hygroscopic hydrochloride has^m. p. about 
150°). fi-Bcnzoxyethylconiine hydrochloride, a liquid. N -y- Hydroxy- 
propylconiine hydrochloride, & colourless pow T der, m. p. 162—163. 
N-y -Benzoxypropylconiine hydrochloride, in. p. 181 — 182.° N -$-Hydr- 
ojnjclhyldihydrokoindole, OH‘CH.yC 6 H 4 'CH 2 'NH*[CHl 3 *OH, a viscous 
liquid, b. p. 162— 164°/12 mm., (picrate, m. p. 125°; metbiodide.m.p. 
130°)/ y(-&-Benzoxyethyldihydroisoindole hydrochloride, m, p- 12' 
(the tropoyl derivative could not be obtained pure). ^N-y-ite>/.m>’!/- 
propyld ihydroinoi n dole hydrochloride , leaflets, m. p. 178—179 de- 
comp.) ; the corresponding base is a liquid which cannot be chstiuea 
without decomposition. The latter when hydrolysed gives a me, 
C 1 iH 17 0 2 N, long prisms, m. p. 63—64°, which contains two atoms ot 
hydrogen and one of oxygen more than the expected y-hyaroxy 
propyldihydro» 5 oindole ; this is not attributable to the presence 
firmly combined water of crystallisation, since the difference p«Jis * 
in the salts (hydrochloride, liquid ; platmtchloride, long i y 
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dies m. p* 123° ; picrate, coarse, lustrous crystals, m. p. 84°); 
?he base, 0 11 H 17 0 2 N, gives essentially a tri-p-nitrobenzoyl derivative, 
j ig_-118°, which was not obtained in a perfectly homogeneous 
ndition. -Hydroxy ethyUetrahydroisoqvinoline, a colourless, 

somewhat viscous liquid, b. p. 164— 166°/12 mm. ( picrate. , a liquid; 
* ethiodide , lustrous leaflets, m. p. 147°). N -$-Benzoxyetkyltetra- 
\drdvtoqnindine hydrochloride . m. p. 177—178°. N-y -Hydroxy - 

J 0 mMelrahydroisoqui noUne, a transparent, viscous liquid, b.p. 
197°/13 mm. (hydrochloride, m. p. 151 — 152° ; picrate, a liquid; 
methiodide, m. p. 132°). N-y-Benzoryethyltctrahydroisoquinoline 
hydrochloride , m.p. 191° ; the hydrochlorides of the tropic deriv- 
atives of (3 -hydroxy ethyl- and y-hydroxypropyl-tetrahydrowo- 
quinolines are solid but exceedingly hygroscopic. H. W. 


Hexamethyleneimine and its Behaviour on Oxidation. 

Friedrich: Schmidt ( Ber 1922, 55, [£?], 1584 — 1591). — Attempts 
are described to convert hexamethyleneimine into hexamethine- 

ch*ch:ch x 

inline II /NH, the latter being required for the comparison 

CH-CHXEK 

of its properties with those of ^-aniline (Schmidt, this vol., i, 777). 
The isolation of the product has not, however, been effected, 
a-picoline being obtained in its place. A greatly improved method 
lor the preparation of hexamethyleneimine is described and the 
substance luus been more fully investigated. 

Ethyl subcrate is converted directly by an excess of hydrazine 
hydrate into suberdihydrazide, rn. p. 185 — 186°, from which (when 
perfectly pure material is used) the corresponding di-azidc, m. p. 
26°, is readily produced. The dry azide is transformed by perfectly 
dry ethyl alcohol into the ethyl urethane (if somewhat moist azide 

is employed hexamethylenecarbamide, and the 


compound C0(NH*[CH 2 ] G *NH*C0 2 Et) 2 are also produced, the latter 
of which is gelatinous and greatly complicates filtration). The 
action of concentrated hydrochloric acid on the urethane gives 
hexamethylencdiamine hydrochloride. Alternatively, the azide 
is decomposed by ebullition of its solution in anhydrous ether 
into hexamdhyk nedicarbimide , C 6 H 12 (N!CO) 5 . a colourless liquid, 
b. p. 255°, which is readily converted by concentrated hydrochloric 
acid into carbon dioxide and hexaniethylenediamine hydrochloride. 
The conversion of the diamine into the inline takes place with 
remarkable readiness, and is conveniently effected by heating the 
diamine hydrochloride in small portions over a free flame until local 
carbonisation begins to be observed ; the product is rendered alkaline 
and distilled with steam when the inline is volatilised, whereas the un- 
changed diamine is not volatile. Hexamethylenei mine is a colourless, 
mobile liquid with a strong odour of piperidine. It has b. p. 126 — 
127 v , 0-825) [the picrate (described previously as a liquid) forms 

pale yellow crystals, m, p. 85° ; the hydrochloride is very hygroscopic, 
the [Mir, ickloride crystallises in pale yellow platelets, m. p. 191° 
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(dccomp v after softening and darkening at about 185 (von Braun 
has described a monohydrate, m. p. 148°)]. The identity of hexa- 
methvleneimine obtained in this maimer with the product described 
by von Braun is placed beyond doubt by a comparison of the com- 
pletely methylated products. Acdylhemmelkyleneimine is a colour- 
less liquid, b. p. 230—241°. . . 

The retaliated oxidation of hex ameth ylcneimme is a problem of 
considerable difficulty; when dissolved in acetic acid and treated 
with silver acetate at 180° it gives a-picoline. II. W. 

Preparation of lY-Substituted 3-Dihalogenoxindoles. 

Robert Stolle (D. R.-P-, 341112; from Chem. Zentr 1922, ii, 
35—36* cf A., 1921, i, 596).— A modification of an earlier patent 
wherebv AMrihalogen acetyl derivatives of secondary alkylaryl. 
or Shamines Sf the general formula NKR'-CO-CX, (R. 
allrvl or aryl, R'=aryl, X= halogen) are heated with alu- 
minium haloids. King formation takes place whereby the 
\’ dihalogen oxindole derivative is formed with elimination of the 
corresponding hydrogen haloid, a halogen atom of the tnhalogen 
acetyl croup combining with the hydrogen in the ortho-positi® 
to the amino-group. 3-Dichloro-l .phenyloxindole is formed by the 
action of aluminium chloride on trichloroacetyldtphenylamw (from 
trichloroacetvl chloride and diphenylamine, m. p. 86°) m carbon 
disulphide solution at the ordinary temperature. By the action 
of alkalis on it 1 -phettylisatin or sodium 1-phenyhsatinate are 
obtained. Trichloroacetylmethylanilide (Spiegel and Spiegel, A., 
1907 i 507 508) gives with aluminium chloride, S-dichloro-l-methyl 
oxindoL It has m. p. . 145°. after recrystallisation from methyl 
alcohol . G.IA.R. 

Benzopolymethylene Compounds. V. Synthesis of a- 
Anthrapyridine [Naplithazine] from Tetralm [Tetra- 
hydronaphthalene] . Julius von Braun and Heinrich Giium 
(Bfj 19 9 2 55 f Bl 1710—1 717) .—or- B-letrahydronaphthylamme 
is converted bv glycerol, concentrated sulphuric acid, and nitro- 
benzene into a mixture of 5 : 6- and 6 : 

[7-8*9: l()-fdra/i?/dro-9*nnp/i/^m?io^we (1) and b - 7 : 8 - 

L • hydronaphtlmme (11)] 

/\ v -which can be separated 

CH 2 | || ^ x 2 /\ A. from one another ^ 

u n/\A/^ pH A' v t taking advantage °f their 

5>| | ii ch! A i I widely differing solubiii- 

2 \/\/\/ ties in hot ethyl alcohol. 
CH.> * CII 2 f ormer is a colourless 

(I.) ( TT -) crystalline substance, 

1 -qo u l qo 185°/1° mm., "which becomes pink on 

Exposure to air. The 'hydrochloride, m p.236’ after dM 
at 226°, picrate, m. p. 207°, and mdlnodidc , ni. p. , 
described The constitution of the base is established by 
dehydrogenation at 700° to p-napthaquinolme, m. p. ■ 
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6-7:8: 9 -Tctrahydronaphthazine is a colourless, crystalline sub- 
stance, ni. p- 71 — 72°, b. p. 1 87°/l 1 mm. It gives a hydrochloride , 
" a ] e yellow needles, m. p. 177°, a picrate , m. p. 269*5°, and a meth- 
iodide, m.p. 187° The base is dehydrogenated at 720° to naphthazine, 
colourless crystals, m. p. 114°, b. p. 200— 250°/14 mm. The corre- 
sponding hydrochloride , intensely yellow crystals, m. p. 196—107° 
after softening at 191°, the picrate , m. p. 258° after darkening at 
929°, and the methiodide , m. p. 225 — 226°, are described. The 
Pase is oxidised by chromic acid in warm glacial acetic acid solution 

to naphthazinequinonc, C 6 H 4 <^q^)C 5 H 3 Iy : long, yellow needles. 

m. p. 280 c . Treatment of naphthazine with tin and concentrated 
hydrochloric acid effects hydrogenation of the pyridine nucleus, 

thus giving 1:2:3: 4 -tetrahydronaphthazine, C 6 H 4 <^®V 5 H 7 N, 

lustrous leaflets, m.p. 149°. The hydrochloride has m. p. 229°. 
The secondary nature of the base is established by its smooth 
conversion into a m'froso-derivative, golden-yellow leaflets, m. p. 
129°. H. W. 


Iodo-derivatives of Pyrrole. Antonio Pieroni (Atti R . 
Mend. Lincei, 1922, [v], 31, i, 321 — 323). — When treated with 
aqueous potassium hydroxide and iodine, pyrrole- 3-carboxyl ic acid, 
acetyl- and benzoyl-pyrroles, and indolc-2- and indole-3- carboxylic 
acids undergo iodination, yielding various products in each case. In 
presence of the required proportion of iodine dissolved in potassium 
iodide solution and of excess of the alkali, either pyrrole or pyrrolo- 
2-carboxvlic acid yields principally tetraiodopvrrole and heptri- 

ci-ck .ci : ci 

iododipyrryl, |) | , which crystallises in silvery 

CI-NH/ X N-CI ? 

needles, has the normal molecular weight in free zing glacial acetic acid, 
and decomposes with emission of violet vapour at 160—173°. A 
blackish-blue powder is also formed in the reaction ; this is a product 
of the condensation and dc-iodination of tetraiodopvrrole and when 
washed with ether gives a residual compound, which contains iodine, 
exhibits physical properties similar to those of indigotm, and is 
being investigated further. The above formation of heptaiododi- 
pyTryl indicates that, in alkaline solution, tetraiodopvrrole exists in 

xi:ci xtk ; i 

the tautomeric forms, NH( I and X ' !' ■ 

x ci:ci 

Both the tetra- and the hepta-iodo-compounds react in alkaline 
solution with diazonium salts and with p-broinophenylazoxy- 
carbonamide, whilst on reduction in either neutral or alkaline 
luedia they yield an oily product which gives a vapour capable of 
reddening a pine splinter moistened with hydrochloric acid and 
readily loses part of its iodine to form a black powder insoluble in 
ordinary solvents. X. II. P. 
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Influence of Substituents on the Formation &ud Stability 
of Heterocyclic Compounds. 1. Hydantoins. Christoph^ 
Kelk Ingold, Shinichi Sako, and Jocelyn Field Thorp e 
(T.. 1922, 121, 1177—1198). 


Indigoid Dyes of the Phenanthrene and Indene Series, 

P Friedlander, Walter Herzog, and G. von Voss (Ber., 1922, 

55, [2?], 1591— 1596 ).—' A 2-Tkionapkkn. 

/\ 9- phamnthreneindigo ” [10-oxy.9-o.ci/too. 

I ! naphthenyl-6-oxyphemnthrem] (annexed 
/\ / formula) j da rk violet, al most black crystals, 
CO GO j j 8 readily prepared by the addition of a fe\y 

/\/\ ! | dropsof concentrated hydrochloric acid to a 

1 \ OX:. A boiling solution of 3-hydroxythionaphthen 

\ / \ / V x s and phenanthraquinone in acetic acid. It 
S x ) gives dull violet shades from a yellow vat 
X on the textile fibres. The diacctyl com- 
pound of the leuco-derivative is described. The dye is remarkable 
for its stability towards boiling solutions of alkali. Dor purposes 
of comparison, the analogously composed 8-oxy-7-oxythionaph- 
thenvlacenaphthenc (A., 1908, i, 674) has been examined in this 
— respect ; it is found to be decomposed with tar 
jpO-C— Z \ greater readiness into thiosalicylic acid and act- 
» \_. / mphlhenone-1 -aldehyde [annexed formula), m.p. 

CHO-C — / \ 163° [phen ylh ydtazone, m. p. 170° (dccomp.), 
\_/ methyl ether, colourless needles, phenylhydraam 
of the methyl ether, yellow needles, m. p. 172']. 

Somewhat unexpectedly, ?-ketohydnndene. is found to condense 
with two molecular proportions of p-mtrobenzaldehyde to give 
the compound C 2 .,H t4 0 5 X 2 , and similarly with p-hydroxybenn 
aldehyde, giving the substance C a H 16 0 8 . 1 ® troU8 > y el !° w * 
m p about 265° (decomp.). It reacts however with a sing, e 
proportion of x-isatin chloride to yield " UM-l -mdanuwtw 
kMoxyl.Undane-2.on e] which is also produced from ?-kc o- 
hydrindene and x-isatinanilide in the prepuce of acetic anhydride. 
The dye is decomposed with great difficulty by solutions of alkali; 

' it gives very intense, dark bordeaux shades on wool from a pal 
yellow hyposulphite vat. The composition of the dye is confiiraed 
bv the analysis of the similar product, G 17 H 9 0 2 NBr 2 , from B-keto 
hydrindene and dibromoisatin chloride. Thionaphthcnqum«. 

2 anil and fl-ketohvdrindene give “ 2 -lhiomphthen-l .tndanmd.jo 

n TJ /CO\ r . n /' tU "\CH, 
[ 2-oxyth ionaph thenyll-indane-2-o ne | , 1 6 U 4\ ^ /^ X \C 6 H,/ : 

reddish-violet crystals, which dye the textile tom ag 

vat in redder shades than the corresponding iado y J{ , . 

thionaphthenquinone-2-anil and xy-indaned.onc yie.d - ^ 
naphthen-2'-indonf indigo” [ 2 -oxythiomphthenyl- 2 -Mane-\- ■ ^ 

r it /CO\ OT , /CO \ C H slpnfler reddish- violet needles. H. Vi 
' J \S_/ \CO/ 41 4 
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1 ; l -Dipbenylindigotin. P. Friedlander and K. Kunz 
{Ber., 1^22, 55, [B], 1597— 1607).— 1 : I'-Diniethylindigotin (A., 
727) differs from the parent substance in its ready solubility 
in the customary indifferent media, its more basic character, its 
marked green shade, and its relative instability towards alkalis 
and acids. In 1 * 1 '-diphenylindigotin, the presence of aromatic 
residues united to the nitrogen atoms so lessens the stability of 
the molecule that the substance has no value as a vat dye. The 
shade is also displaced markedly towards the green, but not to 
so great an extent as with the methyl derivative. 
y.Phenylanthranilic acid is converted by hot formaldehyde 

/CO-0 

solution (30%) into the so-called formalide. , C 6 H 4 ( I , 

\\ T Ph-CH 2 

large, pale pink plates, m. p. 89°, which is transformed by a cold, 
concentrated solution of potassium cyanide into the nitrile, 
C 0 2 H-C 6 H 4 'NPh-CH 2 ‘CN, pale yellow, prismatic crystals, m. p. 
133 — 134 °; the latter is converted by concentrated sodium 
hydroxide solution into ^diphenylglydne-o-carboxylic add, 
C 0 jiH-C 6 H 4 *NPh*CH 2 *CO 2 H, pale yellow prisms, m. p. 160—163" 
(evolution of carbon dioxide) ; the corresponding methyl and ethyl 
esters could not be caused to solidify. Similarly, JY-p-chloro- 
phenylanthranilic acid is transformed suecessi vely into the formalide, 
long, almost colourless crystals, m. p. 131—132°, the nitrile, prisms, 
in. p.‘ 146—148°, and p-cAforo-N -di phe n ylylyc i nc-o-carboxyl ic add , 
pale yellow crystals, m. p. 184 — 186°. 

Diphenylglycine-o-carboxylic acid loses carbon dioxide when 
heated with sodium acetate and acetic anhydride, and the product, 


after being hydrolysed with sodium hydroxide, consists essentially 


of 1 ■phenylindoxyl, C 6 H 


■ /C(OH) x 
4 \-NPh-/ 


CH, which, however, could not* 


be caused to crystallise. A similar product is obtained from 
diphenylglycine-o-carboxylic acid and sodium hydroxide at 
190—200°. The crystalline sodium salt of phenylindoxyl also gives 
a non-crystalline phenylindoxyl when treated with ammonium 
chloride. The action of sodium atkyloxide on methyl diphenylglycinc- 
o-earboxylatc gives methyl phe n yl indoxyhite, pale yellow crystals, 
m. p. 114 — 115°; the corresponding ethyl ester has m. p. 75 — 76°. 
Although, however, phenylindoxyl could not be isolated in the 
homogeneous condition, its presence in the crude products is 
established by the isolation of 4 - c /? Joroph c n yl indoxyl, long, yellow 
prisms, m. p. 110 — 111 0 , by the similar treatment of the p-ehloro- 
®tid. In general, the reactivity of phenylindoxyl (and chloro- 
phenylindoxyl) is less than that of the parent substance; thus 
it could not be condensed with isatin or isatinanilide. With 
P-nitrosodimcthylaniline, on the other hand, it gives l-p/n/;y/- 

C 6 H 4 ^ T p^C:N’C 6 H 4 *NAl e 2 . prisms, 
111 ' k ^ • The latter is converted by 3-hydroxythionaphthciv \\\ 
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the presence of acetic anhydride into ri-phenylindoxyli.^, 
naphthen-y-one, C 6 H 4 <^> CiC <g>C 6 H 4> dark red needle, 
N-Phenylisatin, red needles, m. p. 135 136°, ^ P5®P* !( 1 from 


1 nr- 1 Oft® 

iV-menynsawn, rcu uccuivo, m. p. loo “wu 

phenylindoxyl through the anilide or by direct oxidation of its 
solution in alcohol and acetic acid with solid feme chlondc; it is 
also obtained smoothly by the gradual addition of dilute nitric 
acid to a solution of diphenylindigotin in glacial acetic acid. Boiling 
sodium hydroxide solution converts phenylisatin into acridine- 
5-carboxvlic acid. Equivalent quantities of 1 -phenylisatin and 
indoxyl react with the formation of 'N-phenylindirubin, needles, 
m. p. 238° ; 

Nph <l c S> G:c \£/ C6Hi ’ 

lone red needles, is prepared from phenylisatin and Miydroiy 
thionaphthen. In a similar manner, 4-chlorophenyhndoxyl j s 
converted into i-chlorophenylisatin, yellow needles, m. p. 107— 198- ; 
sodium i-chlorophenytisatinatc is also described. 

1 ■ 1 '■ Diphenylindigotin, almost black, lustrous plates, is most 
conveniently prepared by the oxidation of l-phenylmdoxyl by 
potassium ferricyanide in faintly alkaline solution. The correspond- 
ing l : V-di-p-chlorophenylindigolin is scarcely distinguishable in 
shade and properties from the chlorine-free dye. H. IV 

Constitution of certain Polypyrroles u Ahomo Piekoh 

and Aluo Mogoi Utti R. Acmd. Lincei, 1922, [v], 31, i, 38 - 

3851.— Since p-bromobcnzeneazoxycarboxylamide reacts readily 

with pyrrole and many of its derivatives to form the compound 

/ /C(N:N •CgHjBr) :ch 

Xn \C(N:N-C 6 H 4 Br):CH' 

it serves as a reagent for the detection of the pyrrole nucleus. 
Quantitative investigation of the action of reagen on tr^ynok 
(cf Dennstedt, A., 1887. 598; 1888, 849; 1889, 400- 1894, l, 2a I 
shows that the latter contains in its molecule at least two p^noe 
nuclei connected at the 2- or 5-position with a thud C ® 

seuuently, the formulae ascribed to tnpyrrole by Dennstedt »nd 
Voigtlander (A., 1894, i, 259) and by Tschelmcev Tronm, a d 
Voskresenski (A., 1915. i, 1008) cannot be 
the ready decomposition of tripyrrole micM-jo* P3 ^ . 

OH CH CH, CH., CH CH dicates that the third 

1 ' 1 ’ " II nucleus is a pyrrolidine 

CH nucleus, and this indi- 
cation is confirmed J 
the observation that osi- 
dation of tripyrrole by means of potassium dichromate ^ 
sulphuric acid results m the formation of sueem 
conclusion is drawn that tripyrrole has the annexed formal 


CH C — CH CH — € 

Nv kh // 


XH 7 


V NH 7 
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\s regards hydroxydipyrrole, C 8 H 8 ON 2 , it is found that this 
compound yields pyrrole-2-carboxylic acid when treated with 
ennanganate, forms succinic acid when oxidised with potassium 
dichromate and oulphuric acid, and gives 2 : 5-di-p-bromobcnzene- 
izopvrrole in the proportion corresponding with one pyrrole nucleus 
in the molecule when treated with p-bromobenzeneazoxycarb- 
lamide. The constitution is. therefore, probably 

CH-CHv /CH-CH OH-CH, ,CH 2 *CH, 

a V-C< I! or li )C-C.'/ ! 

CH-NH / "XH-OOH CH-Xr/ CO 

T. H. P. 


Colour Isomerism and Salt Formation with Iminoviol- 
uric Acids. II. I. Lifschitz [and, in part, B. B. Hjspner] 
(BfJ-, 1922, 55, [B] t 1619 — 16.11). — A further series of iminovioluric 
acids has been prepared and their chromoisomerism investigated. 
These mctal-frce compounds show in every detail the peculiarities 
wiiieli have been observed with the polychromic salts of ordinary 
violnric acid and related oximino-ketones. W hilst the violuric 
acids are all colourless, the iminovioluric acids are riot merely 
coloured, but also give an absorption spectrum completely analo- 
gous to that of the violurates, whereas the salts with acids absorb 
similarly to the free violuric acids. Like the violurates, the 
iminovioluric acids exist in differently coloured modifications 
which in certain cases can be transformed reversibly into one 
another. It appears, therefore, that the existence of variochromic 
phenomena in the case of the violurates and analogous oximino- 
;etone salts docs not depend on the presence of a metallic atom 
)r an external base. It is only necessary that salt formation should 
jeeur such as exists in the iminovioluric acids which may he 
egarded as internal ammonium salts. As is to be expected, the 
minovioluric acids behave as typical amphoteric electrolytes. 
The colour and variochromism of the violurates cannot be explained 
)y their electrolytic character, but only by the arrangement of 
ho subsidiary valencies, thus : 


< xe ' co > 

\XR-C/ \ 0 

\XH H/ u 


X 


/XH*CO\ 
or CO( ,V 

\xr-c 


xo 


^XIL 


XPvCO OH 

co< >c:x 

x XR - c:xh 

(runs. 

Jhe optical data show that the coloured forms of the acids all 
C ori § the ciVseries ; the colour depends oil the presence of the 
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imino-group in the 4-position. They are all internal salts and 
only bimolar salts to a very slight degree. The trans-structure 
is characteristic of the unstable colourless forms which are permanent 
in the acid salts and are directly comparable with the colourless. 

free violuric acids. . 

4-Imino-2 : 6-dikcto-l : 3 -dicthylhexahydropynmidine, colour- 
less crystals, m. p. 127°, is conveniently prepared by heating 
diethylcarba niide with cyaiioacetic acid and acetic anhydride and 
treatment of the product with sodium hydroxide It is trans- 
formed by nitrous acid into diethyliminoviolunc acid , 


m /NEt CO Vj^OH, 


dark red needles which become blue when heated cautiously at 
90° It forms colourless salts with strong acids of which the 
hygroscopic hydrochloride and sulphate and the hydrobromuk have 
been examined. With bases it gives yellow, unstable salts which 
cannot be isolated in the pure condition (lithium and sodium salts) 
and very stable red salts (sodium ^ 

Cvanoacetylphenylcarbamidc, MIPh*CO*NH CO CH 2 *CN, m. y. 

198' is conveniently prepared by the condensation of phenylcarb- 
amide with cyaiioacetic acid in the presence of acetic anhydride, 
It is converted by potassium hydroxide solution (oO/ 0 ) mto 
imino-3-phenylbarbituric acid, leaflets, which does not melt otlow 
230°, which yields 4- imino - 3- pA enylviolunc acid, 

C0 \NPh-C(NH)/ U 

the latter exists in two forms, red needles and bluish- violet crystals, 
the former of which is the more stable at the atmospheric tempera- 
ture A pure blue variety w as also obtained incidentally during 
an attempt to isolate the quinine salt Immophenylv.ohnc 
acid <nves colourless salts with acids and coloured, somewha 
unstable metallic salts w hich usually contain alcohol or water of 
crystallisation (the sodium, potassium, and silver saits are desmbed). 

The action of nitrous acid on 4 -immo- 6 -keto- 2 -methoxjt etra- 
hydropyrimidine leads to the formation of methylmvwmmdm 

acid, OMc-C <™^w C:N,(3H ' pale rC<1 to carraine ' rcd **** 
( ’-i-H,0). which are remarkably stable towards rise of temperaturr. 
Th^ed alkali salts, pink barium salt, bluish-violet silver M 
tile-red silver ammonium salt are described. T ’ nt 

was prepared. Methylation of the pyrimidine suteeq* 
treatment with sodium nitrite and acetic acid gives dimci . 

. ... avto p/NMe*CO\p.jr,oH which has been 

iminoisoviolunc acid, OMe C \x-C(NH)/ ,JN U ' ’ 

obtained in violet, blue, bluish -‘green, green and wine-red raodi^ 

tions. The behaviour of the acid toward bases and nun 

is precisely similar to that of the immoviolunc acids ^ 

previously. 
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Aminoazo-, Hydroxyazo-, and Hydrazo-compounds. 

Q C'HAKPJER (Gazzctta, 1922, 52, i. 261 — 277). — The author has 
s k 0W n (A., 1910, i, 287) that o-amino-compounds of the benzene 
and naphthalene series are transformed when heated into N-sxiyl 
bcnz- or naphtha-triazoles, o-diamines, and primary amines in accord' 
ance with the general scheme : 3NH 2 -Ar^N:N'Ar^2Ar // :K 3 *Ar / 4- 
^fNH^+Ar'-NH.. It is now shown that a similar reaction is 
*h 0 wn by o-aminoazobenzene, which decomposes at above 300° 
into 2 -phenylbenztriazole, o-phenylenediaminc, and aniline. The 
structure of o-aminoazobenzene. established by Witt (A., 1912, i 
t) 21 ) by means of its reduction, is confirmed by its conversion into 
o-hydroxvazoben zene . 

The synthesis of 2-p-aminophenyI-a^naphthatriuzole has been 
effected in two ways : ( 1 ) p-nitrobenzeneazo-p-naphthylamine 
(Meldola and Hughes, T ;J 1891, 59, 372) is either heated or oxidised 
by means of chromic acid in acetic acid solution, the corresponding 
nitrotri azole thus obtained being then reduced ; (2) {3-naphthvl- 
amine is treated with p-acetylaminophenyldiazonium chloride, the 
resulting o-aminoazo-compound being then oxidised and deacetyl- 
ated. This aminoarylnaphthatrkzole is the first such compound 
which has been prepared . 

p-Acetylbe nzcncazo - [3 - napht h y lain i n e yields 2-p-acetylphenyh 
ap-naphthatriazole when oxidised by means of chromic acid in 
acetic acid solution, but when heated it undergoes a more com- 
plex reaction, which appears to consist first of formation of the 
keto-triazole according to the scheme, 3NH 2 *C 10 H 6 *NrN*C 6 H 4 Ac=- 

^' 10^6 “I* C 10 U 6 (NH 2 ) 2 d-^HyCYH 4 Ae, followed by 

condensation of the ketotriazole with the naphthylcnediamine to 
a compound, m. p. 288°, now being investigated. Oxidation of 
2-p-aeetylphenyl-xp-naphthatriazolc* by means of alkaline perman- 
ganate solution appears to yield the tricarboxylic acid, vie. 2-p-carb-' 
oxyphenylbenztriazole-4 : 5-dicarboxylic acid, which loses water and 
carbon dioxide wdien fused, with formation of 2-phenyl-p-benz- 
riazole-4 : 5-dicarboxylic anhydride : 



I’pAmmohenzeazo-^-naphthol, prepared by treating JB-naplithol 
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in alkaline solution with p-aeetylaminobenzenediazonium ehlay, 
and hvdrolysing the resulting acetyl derivative, is a stable con. 
pound" and, when subjected to the action of alkyl sulphates j t 
presence of excess of alkali, undergoes etherification at the naph. 
tholic hydroxyl. The ethers thus formed are obtained as dense 
impure oils, and react with acids giving crystalline salts whieb 
contain three univalent acid residues (X) and have probably the 
general formula, n;xiiX _/ _ \ N H s X 


-ORHX 


Bv diazotisation p-aniinobenzeneazo-jl-naphthol may be converted 
into the corresponding phydroxyazo-eompound. Since p-amino. 
henzeneazo-3-naphthol hydrochloride is pale red whereas the free 
base is deep brownish -red with a canthandes-green, metallic 
lustre, it is supposed Jhat the base has the quinonoid structure 
OH'C Hc'XH'X - ^ \=NH, and is hence p-benzoquinonimide. 

9- hydroxy-z-naphtliylliy drazone, and that the salt has the formula 

OH'C 10 H s -X:X—\ -XHjCI. 

The following compounds have aho been prepared : 0-o- f !!-«., 
and 9-p-nitrobenzenoazo-lO-phcnanthrols, 9-p-bromobcnzeneazo 

10- ptienantlnol, and 9-p acetylbenzeueazo-lO-phenanlhrol. These 

1 1 compounds may be obtained either by the action 

OH XIXAr 0 f diazonium salts on 10-plienanthrol or by 

/“"\ _ the action of the arylhydrazine hydrochloride 
/" \ on plienanthraquinone, the latter reaction giving 
\ / \ / first the arylhydrazone, which rapidly undergoes 

transformation into the hydroxyazo-conipound, 
They crystallise well, are highly stable, dissolve in concentrated 
sulphuric acid giving reddish- violet solutions, and have the annexed 

g TcenaifiZn«iui.ione behaves like dibromoanthrone tow* 
arvlhvdrazincs, giving the arylhydrazones whereas phenaathra- 
quit, one gives hvdroxyazo-compounds under similar conditions 
Acenaphthenoquinone o-. ni-, and p-nitrophenylhvdrazoncs and 
‘ aeetvlpheiivlhydrazone, prepared by treating the quinone in 
acetic" acid solution with the hydrochlorides of the respMm 
hydrazines, correspond with the general formula, 

/ ) — C!X *XH*ArX 


-CO 


[With C. Sala.]. — The action of nitrous acid on o-aininoaz 
benzene yields o-hydroxyazobenzeno. 
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[With S. Viola.]- 2^-Aminophenyla^naphtMriazol^ 
C io H s<p^C 6 H 4 -NH 2 , 

forms slender, straw-yellow crystals, m. p. 198—199°, and is rapidly 
turned brown by the action of air and light. It dissolves sparingly 
in dilute mineral acids, forming the corresponding salts, which 
are readily hydrolysed by water; the sulphate crystallises in 
minute, lustrous scales, p-A cetylaminobenzen eazo- fi-naphthylamine 
forms slender, red needles with brow nish-green, metallic reflexion 
m.p. 208°. 

[With G. Crtppa.]— 2-p - A cetylphenyl-aL$-naphthatriazole, 

A\ 

C 10 H G <pX«C 6 H 4 Ac, 

crystallises in slender, straw-while needles, m. p. 185°, is a highly 
stable compound, and dissolves in concentrated sulphuric acid, 
giving an intense yellow- solution. Its p-bromo phenylhy drawn c, 
CjiHjgNgBr, forms, thin, lustrous, yellow leaflets, m. p. £15°, and 
is'phototropic; its phenylhydmzone, pale yellow- leaflets, m. p. 181°, 
darkening in the light; its oxime, microscopic, yellowish -white 
crystals, m. p. 253°, and the o -inirojtkenylhydrazone, reddish- 
yellow leaflets, m. p. 180°. These arylhydrazoncs dissolve in con- 
centrated sulphuric acid, giving yellow colorations similar to that 
with the kciotriazole itself, but the oxime yields an almost colour- 
less solution. 

Tic - 2 - p - Carboxypkenylben ztriazole - 4- : 5 - di carboxylic acid , 
WVX, forms minute, white crystals, m . p. 291—292° (decomp.), 
decomposes carbonates, and is strongly acid to litmus in aqueous or 
aqueous-alcoholic solutions; the anhydride has m. p. 225—230° 
impure). 

\)Acdylhenzeneazo-$-mphthjlamin^ obtained by the action of 
p-acetylfcenzenedi azonium chloride on p-naphthylamine in alcoholic 
solution, crystallises in long, flat, intensely "rod needles, with 
brilliant metallic green lustre, m. p. 170°, and dissolves in concen- 
trated sulphuric acid with a deep wine-red coloration. It yields 
ap ■bromophenylhydrazonc, C 24 H 20 N 5 Br, bright red leaflets, in. p. 
-17"; a phaiylhjdrazonc, thin, garnet-red leaflets, in. p, 1ST', 
gning a violet-blue solution in concentiated sulphuric acid, and an 
rae, which crystallises in dense, garnet -red prisms, m. p. 200 \ 
and dissolves in concentrated sulphuric acid, giving a solution red 
w transmitted and indigo-blue by reflected light. 

it v«vS? RTASSA ^ — P " ^cetyhminobenzehcato - 3 - naphihol , 
*C 0 H,NHAc, forms slender, bright red needles, m. p. 
-o ~-00 , and gives a red solution in concentrated sulphuric acid. 
h™* 1 C 1(i H 13 OX 3 , crystallises in reddish- 

n needles with metallic or golden lustre, m. p. 159— 100° and 
iT*! ? “yfKhhride, C 16 H 13 ON 8 ,HCI, crystallising in slender, 

• 1 needles with golden lustre and yielding a bright red powder. 
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The methyl ether, C 1T H 15 ON s , obtained by the action of metlivl 
sulphate in large excess on the base in presence of 30% sodium 
hydroxide solution, forms a dense, reddish-brown oil. The ethyl 
ether forms a dense oil, and gives a nitrate , 
crystallising in slender, metallic green needles, m. p. 95 — 9(> 0 
(decomp.), and a hydrochloride , C l8 H 17 ON 3 ,3HCl, forming slender 
crystals with metallic green lustre, both salts being readily decom- 
posed by water; the ethyl ether is easily hydrolysed to p-amino- 
benzeneazo-p-naphthol when boiled with a dilute acid. 

[With L. Demichelis.] — $-]i-Bromobenzeneazo-lO-phenanthrol 
OH'C 14 H 8 *N!N*C 6 H 4 Br, crystallises in small, bright red needle^ 
m. p. 188°; ^-^acetylherizetieazo-10-pher-anthrol, 

* oh-c 14 h s -n:n-c g h 4 Ac, 

in slender, brick-red needles, m. p. 219°; 9 -o - iiilroheti zen eazo- 
10 'phenanthrol, C 20 H 13 O 3 N 3 , in slender, bright red, acicular crystals 
with golden lustre, m. p. 1 85°, giving a violet -red solution in concen- 
trated sulphuric acid; the 9-m -isomeride in orange-red needles, 
rn. p. 196 — 197° (decomp ), and the 9-p-?sowmde in garnet-red, 
flat needles, ra, p. 185°. The compound described by Hvde 
(A., 1899. i, 688) *s phenanthraqui none p -nitroph enylh yd razone has 
m. p. 245°. 

[With 51. Speipaxi .] — A cenaphthen equinox e o-« itrophen ylhydr- 

C 10 H«\ 

azone, )( !N , NIT‘C e H 4 ‘NO^, crystallises in slender, lustrous, 
CO— 7 

orange-red needles, m. p. 249°; the m -niiropkenylhydrazone forms 
golden-yellow needles, in. p. 229“ 230°, the -p-niirophen ylhydrazone, 
slender orange-red needles, m.p. 247°, and the p-acetylph enylhydr - 
azone , C 20 H l4 O 2 N 2 , heavy, reddish-brown prisms, m. p, 244— 245°. 
All these hydrazoncs dissolve in concentrated sulphuric acid, giving 
ruby-red colorations. T. H. P. 

The Occurrence of Free Radicles in Chemical Reactions. 
The Radicles of the Basic Triphenylmethane Dyes. 

Heinrich Wieland, Egon Popper, and Hermann Seefried {Ber., 
1922, 55, [B], 1816 — 1834). — An experimental examination of the 
probability of the occurrence of free radicles during the course of 
simple chemical changes has been commenced. For example, in 
the case of phenzylazotriphonylmethane it is possible that decom- 
position occurs with the formation of nitrogen, triphcnylmcthyl 
and phenyl (and that the two latter combine to a slight extent as 
shown by Gomberg with .the formation of tetraplienylmethane). 
On the other hand, it is conceivable that the free valencies remain 
in mutual attraction and that combination between them occurs 
before the components separate as free radicles. 

The decomposition of phenylazotriphenylmcthane has been 
studied in light petroleum, b. p. 90 — 120°, xylene, and ethyl benzoate. 
In all cases it is found that nitrogen is evolved completely at a 
temperature considerably below the melting point of the compound 
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(80°). In all fissions, triphenvlmethyi is produced ; it is identified 
by its spectrum, and its appearance in hot and cold solution, and is 
isolated after treatment with air or oxygen in the form of its 
peroxide. The varying yields attained their maximum in one 
experiment, in which 3o% of the theoretically possible quantity 
was produced. The observations indicate beyond all doubt that 
the azo-compound decomposes nith the formation of radicles. The 
fate of the phenyl radicle is less easily ascertained. Experimental 
confirmation of the obvious hypothesis that it becomes polymerised 
to diphenyl could not be obtained. It is shown , however, that phenyl 

found as benzene (p-chlorophenyl as chlorobenzene and p-nitro- 
phenyl as nitrobenzene) at the conclusion of the reaction. The 
partner in the change which is poorer in hydrogen has not yet been 
identified. 

The observations have been extended to azo -compounds contain- 
ing the phenyl group and a group similar to those contained in the 
basic triphenvlmethane dyes, for example, pheny lazobis-p-di methyl - 
aminotriphenylmethane, NPhINPh(C 6 H 4 vNMe 2 ) 2 . These substances 
with equal definiteness decomposed, with the formation of free 
radicles. It is very remarkable that bis- p-dimethyl amino- and 
tri -p- dimethyl amino -tri ph eny lmethy 1 are scarcely more intensely 
coloured than triphenylmethvl itself. The radicles and their 
peroxides are very unstable. The observations are considered to 
bring important confirmation of the quinonoid structure of the 
triphenylmethane dyes. 

The following compounds do not appear to have been described 
previously. v-CMorophenylazotri-p-lolylmethane, from tri-p-tolyl 
chloromethane and p-chlorophenylhydrazine and subsequent 
oxidation of the product with bromine water, intensely yellow 
crystals, decomp. 116°. Phenylhydrazoiri-'p-anisylmctkane, colour- 
less prisms, m. p. 154° (decomp.). Ph enylazolri -p - anisylmet heme, 
from the preceding compound and silver oxide, large yellow 
prisms, m. p. 106° (decomp.). • PhcnylkydrazoMs-p-dimetkylamino- 
triphenylmethane, colourless crystals, m. p. 170° (decomp.). 
Phcnylazobis-p-dimethylaminotri pkenylmethane, a golden-yellow, 
crystalline powder, m. p. 120° (decomp.) Bis-p-dimethyfamino- 
triphenylmethyl peroxide, a colourless, amorphous solid which 
rapidly darkens and resinifies. p - Chi oro phenylkydrazobis-p f -di~ 
methylaminotriphenylmelhan e, colourless crystals, m. p. 124-5°. 
p-CMorophenylazobis-p'-dimethylamin otriphen ylam ethan e, slender, 
golden-yellow needles, decomp. 116°. Phenylh ydrazolri -p-di rn etkyl- 
amhophenylmethane, needles, in. p. 172° (decomp.). Phenylazotri- p- 
dimethylaminophenylmethane, m. p. 150° (decomp.), p -Chloro- 
phenylhydrazotri-p'-dimethylarntiwphenylmethane, plates, m. p. 178° 
(decomp.). jp-Chlorophenylazotn^'-dimethylaminophenyhnefhane, 
golden-yellow prisms, decomp. 142°. Phenylkydrazoiri-p-anrinol 
phenylmethane, colourless needles, m. p. 200° (decomp.) Phcny- 
Qzotri-p-aminophenyhnelhane, small, golden-yellow needles, m. p. 
195° (decomp.) . p ChlorophenyUiydrazotri-p'-aminophenyhneihane, 

VOL. CXXIL i. c e 
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colourless leaflets, m, p. 204° (decomp.), which is dehydrogenated 
with difficulty. H. W. 

Diazo-compounds. Angelo Angeli (Atti U. Accad. Lined 
1922, [v], 31, i, 283— 293).— The author criticises a number of 
statements made by Hantzsch and Reddelien (“ Die Diazovcr- 
bindungen,” 1921), especially from the point of view of priority, 
and states that no mention is made of some of his own work. 

T. H. P. 

The Azo-ester Reaction of Amines and Enols. Otto 
Diels {Ber., 1922, 55 f [5], 1524—1528; cf. Diels and Fritzsche, 
A., 1911, i, 957; Diels and Paquin, A., 1913, i, 839; Diels and 
Fischer, A., 1914. i, 989; Diels, A., 1921, i, 280).— Azodicarboxylic 
ester unites with amines to give additive compounds of three 
distinct types : (1) compounds in which the azo-ester is united 
to the aromatic nucleus [naphthylainine type], (2) compounds 
which are stable in themselves but are only attacked by reagents 
after fission into amine and azo-ester [aniline type], and (3) com* 
pounds which are decomposed by acids with production of formalde- 
hyde, hydra zo-ester and secondary base [dimet-hylaniline type]. 
The initial product in every case appears to have the constitution 
NHR*N(C0 2 Et)‘NH*C0 2 Et, and reaction stops at this point 
with the aniline type. With the naphthylamine type, on the 
other hand, a sufficiently activated double bond or hydrogen atom 
appears to be present to enable the azo-ester to unite with the 
nucleus, thus giving, for example, NH 2 , C lo H 6 *N(00 2 Et)*KH*C0 2 Et. 
The constitution of the additive products derived from tertiary 
amines cannot yet be decided definitely ; thus the compound with 
dimethylaniline may be formulated 

/ N , C0 2 Et 

NMePh'CII 2 -N(C0 2 Et)»NH'C0 2 Et, NMe 2 Ph<[ | or 

\N*C0 2 Et 

CH 2 :NMePh«N(C0 2 Et)*NH'C0 2 Et. 

The hypothesis that the azo-ester action depends on the additive 
power of a sufficiently activated double bond or on the mobility 
of a hydrogen atom is greatly strengthened by the observation 
that enols, apparently without exception, combine with azo-esters. 
Thus methyl azodicarboxylate and ethyl acetoacetate yield the 
compound C0Me'CH(C0 2 Et)*N(C0 2 Me)*NH*C0 2 Me, m. p. 113°, and 
ethyl azodicarboxylate reacts readily with acetylacetone in the 
presence of potassium acetate, giving y-N W-dicarbethoxyhydrazino- 
acetylacetone , CH(C0Me) 2 *N(C0 2 Et)*NH'C0 2 Et, colourless, lustrous 
prisms, m. p. 123°. 

The previous hypothesis that azo-esters react only with aromatic 
amines is now abandoned owing to the observation that ethyl 
(1-aminocrotonate combines with methyl azodicarboxylate to give 
the compound NHyCMe!C(C0 2 Et) (C0 2 Me) »NH •C0 2 Me J m. p. 140 s . 

The communication is of a preliminary nature, the full experi- 
mental details being promised for a subsequent paper. H. W. 
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Decomposition of Benzyl Azide in Indifferent Media and 
in Malonic Ester. Theodor Curtius and Gustav Ehrhart 
[Ber., 1922, 55, [2?], 1559 — 1571). — Benzyl azide is decomposed 
when heated in xylene, but the stable residue, CH 2 Ph'I^, unlike 
that derived from benzenesulphonazide, is unable to combine with 
the hydrocarbon, which itself takes no further part in the chemical 
changes. Addition, however, does occur with substances such as 
ethyl malonate and ethyl methylmalonate, with production of 
ethyl benzylaminomalonate, CH(C0 2 Et) 2 , NH , CH 2 Ph, and ethyl 
benzylmethyiaminomalonate. 

A modified process for the preparation of benzyl azide, 
b. p. S2‘5°/16 , 5 mm., from benzyl chloride and sodium azide, is 
described in detail, the yield being 90% of that theoretically possible . 

Benzyl azide decomposes very slowly in the presence of boiling 
xylene, and the action is therefore effected underpressureinaspecially 
designed glass autoclave at 170 — 180°. Dibenzylbenzoamidine, 
CH 2 Ph*N;CPh'NH-CH 2 Ph, a microcrystalline, feebly anisotropic 
substance, m. p. 106°, separates from the solvent [the corresponding 
sulphite, C 21 H 20 N 2 ,H 2 S0 4 , coarse, colourless plates, m. p. 233°, 
picrate , prisms, in. p. 254° (decomp.), and acetate , coarse platelets, 
m. p. 299° (decomp.), are described]; the constitution of the sub- 
stance is deduced from its hydrolysis by aqueous barium hydroxide 
solution at 120° to benzylamine and benzoic acid. The filtrate 
from the dibenzylbenzoamidine is distilled with steam, whereby 
tribenzylamine, m. p. 91°, is volatilised; the residue contains tetra- 

phenylpyrazine, N \CPh * CPh/^ ’ an< * diphenylbenzylpyrrodiazole, 


/CPh:N 

CH ^ h,N <CPh^’ mp ' 229 - 


In a second experiment, in which 


the excess of xylene was immediately distilled and the total residue 
treated with steam and dissolved in ether, it was found possible 
to isolate benzylbenzylidencamine, CHPhIN*CH 2 Ph, b. p. 230°/20 
mm., whilst, on another occasion, the mother-liquors from the 
tetraphenylpyrazine and diphenylbenzylpyrrodiazole yielded a 
very small quantity of a substance, small needles, m. p. 1S6°, 
which gave benzaldehyde when gently warmed with acids and 
appeared to be a polymeric benzylbenzylvdeneamine, although the 
quantity of substance available was insufficient for an extended 
investigation. In the presence of boiling cymene, the decomposi- 
tion of benzyl azide follows much the same course, but tetraphenyl- 
pyrazine is produced in rather larger quantity. In the presence 
of dimethylaniline at 170 — 180°, tetraphenylpyrazine is not pro- 
duced, but more diphenylbenzylpyrrodiazole is obtained ; the for- 
mation of dibenzylbenzamidine is not observed. The hypothesis is 
advanced that the initial decomposition of benzyl azide results in 
the production of the radicles 0H 2 Ph-N‘ and {by loss of hydrazoic 
acid) Ph*CH7 Immediate union of these leads to the formation 
of benzylbenzylideneamine ; addition of the residue, CH 2 Ph’N.‘, 
to the latter results in the production of dibenzylbenzamidine. 

e e 2 
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The occurrence of diphenylbenzylpyrrodiazole seems to be ’coupled 
with that of tribenzylamine and can be explained in the following 
manner. The radicle CH 2 Ph *N* passes into its imino-form 
CHPhINH, which loses two atoms of hydrogen, these being utilised 
in the reduction of two PhCHI residues. A new radicle, C*Ph!K* 
thus arises from which the unsaturated residue, -CPhlN-NlCPh- 
is formed; combination of the latter with the radicle CH 2 Ph*N| 
yields diphenylbenzylpyrrodiazole. Tribenzylamine is formed in 
accordance with the scheme : 2*CH 2 Ph ~fCH 2 Ph*N! — riN(CH 2 Ph) 3 , 

The decomposition of benzyl azide in the presence of ethyl 
malonate at 170° differs from its reactions just described in that 
hydrazoic acid does not appear to be eliminated, and that com. 
plications caused by the occurrence of the radicle ICHPh are thus 
completely excluded. Reaction proceeds along simpler lines and 
results in the production of ethyl bcnzylaminomalonate, which, 
however, could not be isolated in the homogeneous condition. The 
hydrolysis of the crude ester by aqueous potassium hydroxide 
gives benzylaminomalonic acid, m. p. 115° (decomp.), whereas it 
yields benzylaminoacetic acid hydrochloride when treated with 
hydrochloric acid at 110°. Similarly, benzyl azide and ethyl 
methylmalonate react to form ethyl benzyhmincnnethylnialonate, 
from which impure benzybminomethylmalonic acid is derived (it 
evolves carbon dioxide at the atmospheric temperature). The 
crude ester is transformed by concentrated hydrochloric acid at 
120° into a -benzylaminopropionic acid hydrochloride , pale yellow, 
coarse, rectangular, anisotropic plates. H. W, 

The Action of Sulphuryl Azide on p-Xylene. Theobor 
Ctirtius and Friedrich Schmidt (Ber., 1922, 55, [j?], 1571—1581). 
* — Sulphuryl azide is prepared in a not quite homogeneous con- 
dition by the action of sulphuryl chloride on finely divided, slightly 
moist sodium azide. In contrast to the azides of organic sulphonic 
acids, it is violently explosive, frequently without apparent cause. 
Its decomposition in p- xylene solution (3%) begins at about 70°, 
and is completed by very gradually raising the temperature of the 
solution during about a week and continuing the process until 
further evolution of gas does not occur from the briskly boiling 
mixture. The unusual course of the change is indicated by the 
evolution of large quantities of sulphur dioxide. After removal 
of the p-xylene, the residue is made alkaline and distilled with 
superheated steam. The mixture of bases is separated and dis- 
tilled, when a solid base ( C , see below) separates from the distillate. 
This is removed, and two further bases [A and R) are isolated in 
the form of the picrates from the filtrate, which also yields a neutral 
substance, D. The w’ork is rendered unusually difficult by the 
danger of the operations, the minimal yields of well-defined products 
and their close resemblance to one another. The actual substances 
isolated are the following. Base A, xylidine , O g H 11 N, a liquid 
with an odour of pyridine, which gives a very hygroscopic hydro ■ 



ORGANIC CHEMISTRY 


i. 777 


chloride , a picrate, m. p. 152°, moderately soluble in alcohol or 
water, two plaiinichlorides, pale yellow’ crystals, m. p. 148°, and 
dark yellow crystals, m. p. 181°, respectively; a liquid base, B, 
CgHgN, with pyridine-like odour, yields a non-hygroscopic hydro- 
chloride, m. p. 212 — 213°, a picrate, m. p. 239°, which is sparingly 
soluble in alcohol or water, and a platinickloride, plates, m. p. 260° ; a 
solid, odourless, crystalline base, C? C S H & N, m. p. 112°, which gives 
a non-hygroscopic hydrochloride, m. p. 218°, a picrate , m. p. 218°, 
and two platinichlorides, pale yellow’ cystals, m. p. 242°, and dark 
yellow crystals, m. p. 181° : a neutral substance D, CgH^N, m. p. 85°. 

The constitution of the compounds G and D has not been eluci- 
dated. For the structure of A and B, the following hypothesis 

is advanced. Sulphuryl azide 
decomposes initially into 
nitrogen and the residue 
!N*S0 2 *N! ; the latter then com- 
bines with two molecules of 
p -xylene, giving the compound 
(annexed formula I). This is, 
however, unstable, and loses 
sulphur dioxide, with the production of the univalent radicle 
(annexed formula II). Two such radicles arc unable to unite with 
one another to yield a ditertiary hydrazine, and re-arrangement 
of hydrogen atoms consequently occurs between them in accordance 
with Wieland’s rule, thus leading 
to the production of the tw r o 
compounds A and B (annexed 
formulae III and IV). The con- 
stitution of the compound poorer 
in hydrogen cannot be regarded as 
established definitely, since it is 
possible that the methyl groups 
play a part in the formation of the new ring; this possibility 
appears to be excluded in the case of ^-xylidine (III) by the 
observation (Schmidt, following abstract) that a completely 
analogous ■/'-aniline is produced from benzene under com- 
parable conditions. The addition of an imino-group to the 
benzene nucleus with the production of a three- and seven- 
membered ring has been observed previously in the case of nor- 
caradienecarboxylic acid. Additional evidence of the existence 
N 

of the /\ ring in ^-xylidine is adduced from the observation 

that the substance is gradually decomposed by repeated evaporation 
with hydrochloric acid, with formation of ammonium chloride. 

H. W. 

Action of Sulphuryl Azide on Benzene. Friedrich 
Schmidt {Ber., 1922, 55, [B], 1581—1583; cf. Curtius and Schmidt, 
preceding abstract). — Sulphuryl azide decomposes extremely 
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slowly when dissolved in boiling benzene, so that continuous 
ebullition must be maintained for weeks to ensure the decomposi- 
tion of any considerable proportion of material. This drawback 
has been overcome by the construction of an autoclave of glass 
without any metallic contact which permits the boiling point of 
the solution to be raised to the requisite extent. The product is 
worked up in the manner described by Curtius and Schmidt in 
their observations with p- xylene. Unexpectedly, the base obtained 
from the brown, humus-like product of the reaction is uniform: 
it has the composition C 6 H 7 N, and is termed \p -aniline. It is quite 
distinct from the isomeric picolines. The yields are minimal, so 
that a complete examination of the new base is impossible. The 
observation that ammonium chloride is produced when it is re- 
peatedly evaporated with hydrochloric acid indicates the presence 
N 

of the /\ ring. The mechanism of the change is less obvious 
— G- 

than in the case of p- xylene, since it has not been possible to isolate 
the “ anti-substance ” poorer in hydrogen. 

\f/- Aniline picrate has in. p. 163°. H. W. 

The Molecular Rearrangement of s-Bistriphenylmethyl- 
hydrazine. Julius Stiegutz and Ralph L. Brown (J. Amer. 
Chem. Soc., 1922, 44, 1270 — 1292).— The authors have repeated 
and extended the work of Stieglitz and Senior (A., 1917, i, 97). In 
addition to aniline, which was again isolated after hydrolysing 
the products of rearrangement of bistriphenylmethylhydrazme 
caused by heating the substance with anhydrous zinc chloride 
at 300°, benzophenonc was isolated and identified. Triphenyl- 
methylaminc could not be found, but this substance itself under- 
goes decomposition when heated with zinc chloride, giving ammonia, 
phenyldiphenyleneinethane, and triphenylm ethane, and all these 
compounds were isolated from the material resulting from heating 
bistriphenylmethylhydrazme with zinc chloride. These results 
are taken as supporting the following scheme for the rearrangement 
of the hydrazine under the experimental conditions, 
CPh 8 'NH-NH«CPh 8 — >CPh 8 *NH a H-CPh,*N ; CPh 8 *N— »CPh 2 :NPh, 
the phenyliminobenzophenone thus formed being hydrolysed to 
aniline and benzophenone. Quantitative estimations showed that 
the amount of ammonia or triphcnylmcthylaminc formed is of 
the order demanded by the above scheme. This series of changes 
is discussed from the electronic point of view, in which it is con- 
sidered that the rearrangement is the result of an intramolecular 
oxidation -reduction which involves a migration of electrons from 
the methyl carbon to the nitrogen. At the same time, a thermal 
decomposition proceeds, which is also an intramolecular oxidation- 
reduction, involving the migration of electrons from the nitrogen 
to the methyl carbon atom. 

It was found that when the rearrangement reaction was carried 
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out in an 1 ) phenol was obtained in quantity, but none was found 
when the action was carried out in an atmosphere of carbon dioxide. 
Tentatively, it is suggested that the formation of phenol is due 
to the capture c* oxygen by escaping migrating phenyl radicles, 
and in support of this view it was found that the sum of the aniline 
and the phenol obtained was roughly equal to the amount of 
ammonia formed. Further, it was observed that when bistri- 
phenylmethvlhydrazine is heated with zinc chloride in the absence 
of air there is no rearrangement to an aniline derivative, and there 
is thus a possibility that the rearrangement described above is 
the result of an oxidation reaction in which the oxygen of the air 
takes part. W. G. 

Hydrazines. XXV. A New Class of Ditertiary Aromatic 
Hydrazines. Heinrich Wieland and Albert Wecker (Ber., 
1922, 55, [B\ 1804 — 1815). — p-Phenylenediamines of all types are 
converted by oxidation in acid solution to quinonedi-immonium 
salts; the corresponding free bases which have a hydrogen atom 
attached to the imino-gToup are reduced by silver oxide or lead 
dioxide to the di-imines. The reaction is observed, not only with 
p-phenylenedia mines hut, in principle, with benzidines also. It has, 
however, been observed by Albert (Diss., Munich, 1916) that NN'- 
diph enylbenzidine behaves in a different maimer, giving a product 
which resembles in composition but differs in molecular weight and 
properties from the di-imine. This reaction has now been studied 
more fully and extended to various substituted diphenylbenzidines. 
It is shown that, as in the case of diphenyl a mine, the primary product 
is a radicle with bivalent nitrogen which immediately polymerises 
to a hydrazine : 

2NHPh’C 6 H 4 *0 6 H 4 *]SrHPh 

| NPh-C 6 H 4 -C 6 H 4 -NPh 

2NPh*C 6 H 4 *C 6 H 4 \NPh — j • 

NPh*C 6 H 4 *C 6 H 4 ’NPh 

The products of the reaction represent a new 7 class of ditertiary 
aromatic hydrazines ; in bromoform solution, they have the simple 
molecular weight corresponding w T ith the formula, but are poly- 
merised in benzene solution. They are reduced by zinc dust and 
glacial acetic acid to the benzidines. The colourless bishydrazines 
dissociate in solution to the coloured radicles, and in this connexion 
the substituent in the para-position in the benzene nucleus exerts 
the same influence on the stability of the compound as was observed 
previously in the case of the tetra-aryihydrazincs. Nitric oxide 
is absorbed readily by the coloured solutions. The radicles, when 
exposed to a high temperature for some time, exhibit the inter- 
molecular dissociation characteristic of substances containing 
bivalent nitrogen ; the diarylamine is re-formed, whereas the sub- 
stance poorer in hydrogen ha? not been identified. 

[With T. J. Albert.] — NN '-diphenylbenzidine is oxidised by 
solid potassium permanganate in the presence of acetone or by 
silver oxide in the presence of pyridine to bisdiphenyldibipkenylene - 
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hydrazine, a colourless solid which could not be caused to crystallise. 
It dissociates in boiling xylene into intensely coloured, brownish- 
red radicles which re-unite when the solution is cooled. Protracted 
heating leads to the production of amorphous substances which 
have not been investigated closely and iVA 7 ' - diphenyl benzid i ne 
When dissolved in hot pyridine, it combines with nitric oxide, yield- 

ingdiphenylbenzidinebisnitrosoamine,NO*NPh‘C a H 4 *C 6 H 4 *NPlv^O, 

m. p. 158 — 160° (decomp.), which loses nitric oxide when heated 
in boiling xylene and regenerates the radicle, which suffers further 
change to diphenylbenzidine. 

Phenyl-p-tolylamine is converted by sulphuric acid and sodium 
dichromate in glacial acetic acid solution and treatment of the 
product with bisulphite into NN'-di-'p-tolylbenzidine, leaflets, m. p. 
233°, which is transformed into the bishy dr azine, an amorphous 
compound, m. p. 205° (indefinite). The latter exhibits strongly, 
marked dissociation in boiling toluene, in which it ultimately 
becomes converted into di-p-tolylbenzidine. The addition of 
triphenylmethyl could not be effected. On the other hand, the 
substance unites readily with nitric oxide in the presence of pyridine 
at 90°, giving the dinitrosoamine of di-p-tolylhydmzine, slender, 
yellow needles, m. p. 188 — 191° (decomp.). Elimination of nitric 
oxide and production of di-p-tolylbenzidine occurs in the same 
manner as with the derivative of diphenylbenzidine. 

NN '-D i-jt-anisylhydraz i ne , lustrous crystals, m. p. 226°, is most 
conveniently oxidised by silver oxide to the corresponding bis* 
hydrazine , an amorphous, pale-grey powder, m. p. 200° (indefinite). 
It dissociates more readily than the similar substances described 
above, thus giving an intensely green solution in warm benzene. 
At a moderate temperature, it adds nitric oxide with the formation 
of the bisnitrosoamine, C 2G H 22 0 4 N 4 , small, yellow needles, m. p. 160 D 
(decomp.) which loses nitric oxide when heated in boiling toluene. 

p-Chlorodiphenylamine, m. p. 74°, is prepared from p-chloro- 
acetanilide, bromobonzenc, potassium carbonate, and copper 
powder in boiling nitrobenzene solution, and is converted in the 
usual manner into NN '-di- p-c/i lorophenylbenzidine , lustrous leaflets, 
m. p. 205°. Dehydrogenation of the latter by potassium per- 
manganate in the presence of acetone gives the corresponding 
bishydrazine , an amorphous substance, in. p. 230° (indefinite). 
Dissociation of this substance occurs in boiling toluene with the 
production of a brownish-red solution. The radicle is converted 
by nitric oxide into the bisnitrosoamine, pale yellow needles, m. p. 
193° (decomp.). 

[With Frl. E. Haas.] — Quinobenzidine (annexed formula) is con- 
verted by silver oxide in the presence of pyridine and anhydrous ether 


jttt / — v s — v jttj into the corresponding bishydr- 

y — \ / — v azine, a colourless, amorphous 

H 2 C<^ y S s y CH 2 powder, m. p. 172° (indefinite). 

H p pir atTmu The substance dissociates with 

sA' vllo Lilt, Oxln j*<v. __.ij.__ . •. i j- ■ t. 


tt p pir pvj - pxr The substance dissociates with 

2 2 2 2 difficulty ; its solutions in boil- 

ing xylene are colourless, but coloured solutions are formed in 
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boiling ethyl benzoate. It is reduced by zinc dust and concentrated 
hydrochloric acid in the presence of glacial acetic acid to quino- 
benzidine. H. W. 

Physico-chemical Studies on Biological Reactions. 
II, Spectro-chemical Investigations on Amino-acids and 
polypeptides . Paul Hiesch and Rudolf Kunze (Fermentjorsch., 
1922, 6, 30 — 55). — By means of the Pulfrich refractometer and the 
Lowe interferometer, the authors have investigated the refrac- 
tions of a number of amino-acids and polypeptides with the view of 
obtaining data by means of which scission of polypeptides or 
proteins into their constituent amino-acids, as well as the reverse 
reactions, may be investigated. T. H. P. 

The Natural Proteins. I. Behaviour of Chlorine Dioxide 
towards Organic Substances. Ericii Sciimjdt and Karl 
Brauns do rf ( Ber 1922, 55, [B], 1529 — 1534; cf. Schmidt and 
Graumann, A., 1921, i, 912 ; Schmidt and Duysen, this vol, i, 206). 
—The behaviour of substances closely allied to the natural proteins 
towards chlorine dioxide has been investigated by the method 
described previously (Schmidt and Graumann, loc. at.) except that 
it has been found advisable to alter the order of addition of the 
reagents in the final titration, 3 c.c. of 2-A T -sulphuric acid, followed 
by 1*5 c.c. of 2-A -aqucous potassium iodide solution and 2 — 3 c.c. 
of water being run into the liquid in the given sequence. The sub- 
stances are considered to be stable towards the reagent when the 
chlorine dioxide content of the solution is not diminished by more 
than 2% after periods of twenty -four, forty-eight, or seventy-two 
hours. The following substances are stable : amino-acids and their 
derivatives (urethane, glycine, glycine hydrochloride, ethyl amino- 
acetate hydrochloride, aminoaeetonitrile sulphate, glycineamide 
hydrochloride, phenylaminoacetic acid, hippuric acid, betaine, 
betaine hydrochloride, creatine, alanine, phenylalanine, valine, 
leucine and its hydrochloride, aspartic acid, asparagine, glutamic 
acid, serine, hydro xyproline, taurine, glycylglycine hydrochloride, 
leucylglycine, triglycine) ; amines and their derivatives (tetra- 
methylenediamine hydrochloride, pentamethylenediamine hydro- 
chloride, a-aminopropane-p-ol oxalate, guanidine hydrochloride, 
tetramethylammonium chloride, choline hydrochloride); amides 
and their derivatives (acetamide, chloroaeetamide, propionamide, 
phenylacetamide, 6-dimethyloxamide, carbamide, biuret, hydan- 
toin); imides (glutarimide, phthalimide) ; polyhydroxy-alcohols 
(ethylene glycol, glycerol, mannitol, carbohydrates, inositol) ; 
mono- and poly-basic acids, esters (acetic acid, chloroacetic 
acid, stearic acid, benzoic acid, oxalic acid, adipic acid, trilaurin, 
tristearin, a-crotonic acid, maleic acid and its anhydride, 
fumaric acid) ; hydroxy-acids, esters (ethyl lactate, tartaric, 
citric, and quinic acids); nitriles (acetonitrile, benzonitrile, suc- 
cinonitrile) ; cyclic compounds (benzene, naphthalene, cyclohexane, 
pyridine sulphate, quinoline hydrochloride, piperidine hydro- 
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chloride, £-nitroanethole). The following substances are attacked 
by chlorine dioxide : amino-acids and derivatives (tyrosine 
N -benzoyltyrosine, 3 : 4-dihydroxyphenylalanine, tryptophan, hist- 
idine hydrochloride, cystine) ; mono- and poly-hydruxyphenols j un- 
saturated carbon compounds (cyc/ohexene, allyl alcohol, anethole 
cinnamyl alcohol, cinnam aldehyde, oleic acid, triolein, uric acid 
furfuraldehyde, indole, p-methylindole) ; carbon-sulphur com- 
pounds (mercaptans, dialkyl disulphides, compounds such as 
thiocarbamide). 

Histologically, a solution of chlorine dioxide in acetic acid is 
found to be very useful for the removal of stains due to melanins 
from tissues without in the least affecting their anatomical features 

H. W. ' 

Yeast-nucleic Acid. III. H. Steudel and E. Peisek 
(Z. physiol Chem., 1922, 120, 292 — 295). — Guanylic acid can bo 
obtained from yeast-nucleic acid when the sodium salt of the latter 
is treated with dilute sodium hydroxide solution. The guanylic acid 
portion of the molecule can thus be completely removed if the 
reaction takes place at the ordinary temperature. No guanylic 
acid is removed when the manipulation is carried out at 0°. 

s. s. z. 

The Dissolution of Gelatin. Fred Fairbrother and Enoch 
Swan (T., 1922, 121, 1237—1244). 

The Sol-Gel Equilibrium in Protein Systems. Robert 
Herman Bogue (J. Amer. Chem. Soc., 1922, 44, 1313 — 1322). 
— Viscosity-plasticity relations of solutions of gelatin of different 
concentrations and over a temperature range from 25° to 60° have 
been studied by measurements with a MacMichael torsional vis- 
cometer. The results indicate that gelatin in aqueous solution, 
follows the law's of viscous flow at the higher temperatures and has 
the properties of plastic flow at lower temperatures. The transi- 
tion between the sol and gel form does not take place at any definite 
temperature, but extends throughout a rather indefinite period of 
temperature. Further it was found that, at a given temperature, 
the increase or decrease in viscosity with time was dependent on 
the hydrogen -ion concentration, the nature of the inorganic ions 
present, and the amount of hydrolysed protein in the system. It 
is considered that the viscosity of pure gelatin at any given 
hydrogen-ion concentration is inversely proportional to some 
function of the temperature, and that, at equilibrium, there 
will be some viscosity w'hich will correspond with ever}*’ point of 
temperature. W, G. 

The Structure of Elastic Gels. Robert Herman Bogue 
( J . Amer . Chem. Soc., 1922, 44, 1343 — 1356; cf. preceding ab- 
stract and Chem. Met. Eng., 1920, 23, 61). — The author restates 
his theory as to the catenary or fibrillar structure of gelatin-water 
systems and quotes further work and contemporary investigations 
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in support of this hypothesis and further postulates. According 
to this theory, the sol consists of slightly hydrated or swollen 
molecules united into short chains. When the temperature falls 
the threads increase in length and number, and their power of 
water absorption increases, resulting in an increase in viscosity. 
A solid jelly results when the relative volume occupied by the 
swollen molecular threads has become so great that freedom of 
motion is lost, and the adjacent heavily swollen aggregates cohere. 
The rigidity is dependent on the relative amount of free solvent 
in the interstices of the aggregates, and on the amount of sol- 
vent that has been taken up by the gelatin in a hydrated or 
imbibed condition. The resiliency or elasticity is dependent on 
the length and number of the catenary threads. Solution is the 
reverse of gelation and the swelling is determined by osmotic forces 
and the Donnan equilibrium. 

The results of a study of the influence of electrolytes, of varying 
hydrogen-ion concentration, and of the valency of the combining 
ion on several of the characteristic properties of gelatin, namely, 
swelling, viscosity, jelly consistency, foam, turbidity, and alcohol 
number, give additional support to the theory. Smith’s data on 
rautarotation (cf. J. hid. Eng. Chem 1920, 12, 878) are in accord 
with the theory, as is Loeb’s occlusion theory. W. G. 

Action of Alum on Animal Glue. A. Gutbiee, E. Sauee, 
and F. Schelling ( Kolloid Z 1922, 30, 376— 395). — -Treatment 
of glue by alum brings about two actions, a strong increase in the 
viscosity without any visible change and at a higher temperature 
in faintly acid solutions the formation of a precipitate. The addi- 
tion of alum to both bone and leather glue immediately reduces 
the colour. The sensitiveness of glue to alum varies with the 
different varieties, thus the viscosity of leather glue is increased 
by very small concentrations of alum, whilst very large concen- 
trations are necessary to give a noteworthy increase of viscosity 
with bone glue. At higher temperatures, in the case of leather 
glue there is a continuous decrease in the viscosity, depending on 
the concentration of the alum and the time during w T hich the two 
substances have been in contact. Bone glue is much more stable 
than leather glue to high temperatures and to alum. The basic 
aluminium compounds and aluminium hydroxide which are present 
in colloidal form in alum solution have a specific action on glue, 
and, further, the hydrogen ion, due to hydrolysis, also has a specific 
action. Glue jellies mixed with alum on dialysis allow all the other 
constituents of the alum to be removed, but hold the al umin ium 
back quantitatively. The precipitates produced during the clari- 
fication of glue by alum and phosphoric acid contain both glue and 
aluminium in varying proportions, and belong to the group of 
adsorption compounds ; they have a considerable surface energy 
and consequently possess a great clarifying power. The more 
rapidly the precipitate forms, the greater is its clarifying power. 



i. 784 


ABSTRACTS OR CHEMICAL PAPERS. 


After a correctly carried out clarification, the glue contains only 
small quantities of aluminium, but it contains the whole of the 
acid added. The clarification of glue is accompanied always by a 
deterioration, as shown by the decrease in the Viscosity. This 
is not due directly to the clarification process, but to secondary 
reactions. The acid added and the prolonged heating bring about 
hydrolysis which yields substances that are not glue-like. Leather 
glue is more sensitive than bone glue in this respect. J. F. S. 

The Composition of Silk Fibroin and its Structure. 

Emil Abderhalden {Z. physiol . Chem ., 1922, 120, 207 — 213).— 
One hundred parts of ash-free silk fibroin yielded 25 of cZ-alanine, 
2*5 of Meucine, 1*5 of phenylalanine, 1*8 of Z-serine, and 1 of 
Z-proline. Altogether 864% of the amino-acids were accounted 
for. The examination of products in the intermediate stages of the 
process of hydrolysis showed the presence of considerable quantities 
of d-alanyl'glycine anhydride m. p. 240—247°, [a] D — 5-02°, small 
quantities of glycyl-Z-tyrosine anhydride, and a compound containing 
serine, d-alanine, and glycine. S. S. Z. 

The Protamines. R. Eberiiard Gross (Z. physiol. Chem., 
1922, 120. 167 — 184). — When ciupeine is heated for eighty minutes 
with 4 vol. % sulphuric acid at 160°, it loses the property'' of giving 
the biuret reaction. The hydrolysed product contains arginine, 
and monoamino-acids as w r ell as a dipeptide-like compound consisting 
of a combination of at least two arginine molecules. By precipitat- 
ing with phosphotungstic acid in alcoholic solution, it is possible to 
separate free arginine from the arginine peptide. The author 
confirms Nelson-Gerhardt’s deduction (A., 1919, i, 503) that in 
ciupeine the monoamino -acids are linked together. S. S. Z. 

The Poisonous Substance of Toads. Heinrich Wieland 
and Richard Alles (Ber., 1922, 55, [B], 1789 — 1798 ; cf. Wieland 
and Weil, A., 1913, i, 1343). — Further attempts to isolate the poisonous 
material from the skin of the toad have led to an unexpected result, 
since a more careful repetition of methods that were previously 
successful did not lead to the isolation of bufotalin. It now appears 
that this is not present as such, but is a product of the decomposition 
of the actual poison, bufotoxin, C 40 H (!a O 11 N 4 , m. p. 204—205° 
(decomp.). The isolation of the latter from the extract of the skins 
and from the secretions of the glands is described in detail. Bufo- 
toxin is readily reduced by hydrogen in alcoholic solution in the 
presence of palladium black to hydrobufoloxin, O 40 H 64 O 11 N, slender 
needles, m. p. 187°. Bufotoxin is readily hydrolysed by mineral 
acids to bufotalein and suberylarginine ; the latter could not he 
caused to crystallise, but its composition is established by hydro- 
lysing it with more concentrated acid to suberic acid and arginine. 
The constitution of bufotoxin may be resolved as follows : 
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AcO* l0 21 H 31 -O-CO*[CHJ 6 -CO-NH-C*NH'[CH 2 VCH 
(HO)HC* II | 

HO‘Ck I mi C0 2 H 

its conversion into bufotalin is expressed by the scheme : 
C 2 6 H 3706 } 0 ‘C 0 -C 13 H 25 0 3 N 4 ==C 26 H 36 0 6 (bufotalin) + C 14 H 26 0 5 N 4 , 
whereas its hydrolysis by dilute hydrochloric acid takes place 
in accordance with the equation: C 40 H 62 O 11 N 4 — ► C„ 4 B 30 O 3 
(bufotalein) +C 14 H ?g 0 5 N 4 +CH 3 ‘C0 2 H +H 2 0. 

Acetylbufotalin is converted by concentrated hydrochloric acid 
into acetyl bufotalein, C 26 H 32 0 4J which is identical with the product 
obtained by Wieland and Weil ( loc . cit.) by the acetylation of 
bufotalein. Catalytic hydrogenation of acetylbufotalcin in the 
presence of platinum black leads to the formation of acetylbufo- 
talan, C 26 H 40 O 4 , aggregates of needles, m. p. 165°. H. W. 


Physico-chemical Studies on Biological Reactions. I. 

Paul Hirsch ( Fermentforsch 1922, 6, 27— 29}.— The author is 
proposing to employ physico-chemical methods, particularly optical 
methods, for the investigation of the problems of enzymes and 
immuno-chemistry. T. H. P. 


Dependence of the Action of Succinodehydrogenase on 
Hydrogen-ion Concentration. Erik Ohlsson {Skand. Arch. 
Physiol . , 1921, 41, 77—100 ; from Chem. Zentr., 1922, i, 58 (cf. 
this vol., i, 792, and Widmark, A., i, 600).— Succinodehydrogenase 
prepared from horse muscle has as optimum conditions P H 8*7 and 
45° . Higher temperatures depress activity. The enzyme is inactive 
at 55°. The velocity of reaction is independent of the concentration 
of the reacting substances, provided they are present in minimal 
amount. G. W. R. 


The Reactions of the Arsines. II. Condensation of Aro- 
matic Primary Arsines with Aldehydes. Charles Shattuck 
Palmer and Roger Adams {J. Amer . Chem. Soc., 1922, 44, 1356 — 
1382; cf. A., 1921, i, 70). — Primary arylarsines and aldehydes 
react in three ways, depending on the conditions of the reaction, as 
follows : — 

(1) AsH 2 Ph + 2R*CHO - AsPh(CHR'OH) 2 . (2) AsH 2 Ph + 
4R-CHO = PhAs/®j™!^>AsPh 4 . 20^-011. (3) 2AsH !i Ph 4 - 

2R-CH0 = AsPluAsPh + 2CH 2 R-OH. 

Aromatic primary arsines and aliphatic aldehydes condense in the 
presence of concentrated hydrochloric acid at room temperature 
to give compounds of the type AsPh(CHR*OH) 2 . With aromatic 
aldehydes, it is best to use dry hydrogen chloride, with or without 
a solvent. 

Details are given for preparing phenylarsinic acid and phenyl* 
arsine on a large scale, and from the latter the following compounds 
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are prepared. Phenylarsine has 1-349, ri§ 1*6082. Phenyl 
di-tx-hydrozyethylarsine, AsPh(CHMe*OH) 2 , has b. p. 175 — 176°/22 
mm., d 1 1*252, ri§ 1*5619, giving a platinicMoride , m. p. 169— 
170°. Phenyldi-oL-hydrozy-n-propylarsinef b. p. 196 — 197°/24 min,, 
d% M76, ri§ P5425 giving a platini chloride, m. p. 148— 149° . 
Phenyldi-a-hydroxy-n-butylarsine, b. p. 187710 mm..dg 1116, 
n® 1-5271 giving a platinicMoride , m. p. 119 — 121°. Phenyl 
di-a-hydroxyisovalerylarsine, b. p. 170°/6 mm., m. p. 62°, dg 1*079, 
»§ 1*5202 giving a platinicMoride , m. p. 84 — 85°. Pkenyldl 

<x,-kydroxy-n - heptylarsine } b. p. 263 — 264° /2 mm., dg 1*069, rt'“ 
1*4650. Phenyldi-a-hydrixy-'p-chlo'robenzylarsine, m. p. 164°. 
Pkenyldi-oL-hydroxy-p-meth-oxybenzylarsine, a yeUow oil. Phenyldl 
hydroxy-Q-carbomethoxybenzylamne, m. p. 145 — 147°. 

[With W. A. Carotiiers.]— p-CMorophenylarsine, m. p. 30*5— 
30*7°; b. p. 116°/33 mm., 1597200 mm. ; d g 1*507, rag 1*6143 gives 
p - chloroph enyldi - a- hydroxyl enzylarsine, m. p. 218 — 218*5°, and 
p-cMorophenyldi-a-hydroxyethylarsine, b. p. 183°/23 mm. ; dg 
1-336 ; rag 1*5728. 

[With E. E. Parks.] — v-Chloro phenylarsine, b. p. 206°, dg 1*519, 
ng 1*6250, obtained from o-chloropheuylarsinic acid , m. p. 186— 
187°, gives o-cklorophenyldi-cL-hydrozybenzylarsine, m. p. 146 — 147°. 

[With G. 0. Burr.] — p -Tolylarsine, b. p. 113*5°/44 mm,, m. p. 
20°, d?l 1*295, Tig 1*5891, gives p-iolyldi-x-hydroxybejizylarsihe, 
m. p., 208° and p-lolyldi-z-hydroxyelkylarsine, b. p. 176 — 177°/22 mm,, 
1*2331, rag 1*5570. 

[With J. S. Pierce.]- o-Tolylarsine, b. p. 121°/93 mm., d § 1*301 ; 
?ig 1*5925, gives o-lotyldi-oL-hydroxybenzylamne , m. p., 140° and 
o-tolyldi-oL-hydroxyethylamne, b. p. 165° /21 mm., d'% 1*244, nj 
1*5573. 

Many of these compounds oxidise slowly in the air with the 
formation of an arsinic acid and aldehyde. The process is more 
rapid in the presence of a solvent such as carbon tetrachloride. 
With oxidising agents, halogens, phosphorus pcntachloride and 
phenylarsenious chloride these compounds behave exactly as if 
they were a mixture of phenylarsine and aldehyde. The aliphatic 
derivatives may be titrated quantitatively in ethereal solution with 
iodine, the following reaction occurring : C 6 H 5 As(CIIR , OH) a -l- 
2I a — > AsPhI 2 +2Hl+2R»CHO. 

The compounds form unstable additive products with halogen 
acids and stable additive compounds with chloroplatinic acid. 
They are decidedly stable towards reducing agents and towards 
certain dehydrating agents. They do not react with Grignard 
reagents. With certain dehydrating agents such as acetyl chloride, 
acetic anhydride, or even anhydrous hydrogen chloride, they react 
to give tctrahydro-l:4;2:5-dioxadiarsines as shown in equation (2) 
above. These compounds are also obtained directly from primary 
aromatic arsines and aldehydes by leaving the mixture for two days 
in the presence of anhydrous hydrogen chloride ; the following are 
described. 2 : 5-Diphenyltetmhydro- 1 : 4 : 2 * 5-dioxadiarsin e, b. p 215 
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216°/9 nun., <f:jj 1*547, wg 1*6522. 2 : 5 -Diphcnyl-3 ; G-dimethyl- 

tetrahydro-l :4::2:5-diomdiar$ine, b. p, 257710 mm., d?l 1*369, n'f; 
1*6332, giving a platimchloride, m. p. 130—131°, and a cupricMoride , 
ui. p. 150 — 152°'. 2 : 5* Diphenyl-3 :ii-dielhylletrahydro-\ : 4 : 2 : 5-cho;ra- 
b. p. 21272 mm., d% 1*336, »51*6217. 2: 5- Diphenyl-3 : 6-cfi- 
n-propyltetrahydro-l : 4 : 2 : b-dio^arfmmfte.b.p. 241 — 242° /2 mm., dg 
1*297, Jij 1 ‘6856. 2 : 6- Diphenyl- 3 ; 64i-iso6idyfoefraAydro- 1 : 4 : 2 : 5- 
dioxadiarsine, b. p. 240°/10 mm., dg 1*296, ?tjj 1*5869, giving a 
platinkfduride, m. p. 76—77°, and a cupric fdoride, m. p. 78 — 79°. 
2 : o-Diphenyl-3:^-diftirylieirahydro-l'A:2:5-dioxadiarsine. The tetra- 
hydrodioxadiarsines oxidise in the air give arylarsine oxides and 
aldehydes. With iodine and phosphorus pcntachloride, products 
are obtained which might be expected from a mixture of arylarsine 
and aldehyde. 

L The reaction of type (3) given above occurs when a mixture of 
an aromatic primary arsine and an aromatic aldehyde is left at room 
temperature without a catalyst or if the mixture is heated with or 
without a catalyst. W. G. 


Physiological Chemistry. 


Surface Reactions in Living Cells. 0. Warburg (Z. Elek- 
trochem 1922, 28, 70 — 75). — The processes of breathing and assimi- 
lation by living cells has been investigated in the case of red blood - 
corpuscles, and bacterial and plant cells in various circumstances. The 
rate of oxidation of cystine, and that of assimilation, in the presence 
of narcotics has been investigated, and the quantity of narcotic 
determined, in the case of alcohols, urethanes, ketones, nitriles, and 
substituted carbamides, which is necessary to reduce the assimila- 
tion by 50%. The quantity of narcotic decreases rapidly from 
member to member in an homologous series, thus a solution of 
methyl alcohol containing 5 mols, per litre cuts down the breathing 
and assimilation by 50%, whilst 0*045 mol. per litre of amyl alcohol 
has the same effect. The following hypothesis of t he surface act ion of 
living cells is put forward. The surface of the solid cell constituents 
is to be regarded as a mosaic of regions poor in iron and rich in iron, 
of which those poor in iron are the most abundant. Both the 
metal-containing and mctal-free areas adsorb dissolved substances 
from the cell fluids, and in general to the same extent. Hydro- 
cyanic acid, on account of its affinity for the heavy metals, is mainly 
adsorbed on the metal-containing areas. Consequently the seat 
of the chemical processes, breathing and assimilation, is the iron- 
containing surface. When hydrocyanic acid is brought into a 
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living cell, its effect is to displace the reacting substances from the 
iron-containing regions and so stop assimilation and breathing. 
Very little hydrocyanic acid is sufficient to achieve this, since the 
metal-containing areas constitute only a small fraction of the whole 
surface. For the same reason, the displacement from the metal- 
containing areas leads to no noticeable reduction in the total amount 
of adsorbed substance. Consequently, the action of hydrocyanic 
acid depends on specific adsorption and displacement. Narcotics 
displace the reacting substances from both regions and to the same 
extent, and so stop breathing and assimilation, but in this case the 
whole surface must be covefcd with the displacing substance. The 
quantity of narcotic necessary to produce the same effect on assimi- 
lation and breathing is therefore extremely large in comparison 
with the amount of hydrocyanic acid. Hence it may be stated 
that the cause of the acceleration of reactions in living cells is the 
adsorption in iron-containing parts of the surface. J. F. S. 

The Role of Vitamins in the Chemistry of the Cell. 

W. R. Hess [Z. physiol. Chem., 1922, 120, 277—280). — Polemical 
in reply to Abderhalden (this vol., i, 607). 

The Action of Whole Blood on Acids. Ernest Laurence 
Henna way and James McIntosh {Biochern. J., 1922, 16, 380— 
386). — If sulphuric acid (0*0 IN) containing 0*9% of sodium chloride 
be shaken with whole blood, and the mixture centrifuged, about 
80% of the acid is removed, so that it is no longer titrable in the 
fluid. If acid be added to plasma, the amount neutralised is 
approximately constant for a given amount of plasma, and does 
not vary with the amount of acid used. On the other hand, the 
resulting P H in the two cases is approximately the same for a 
given ratio of acid to blood, the plasma showing a rather greater 
acidity. Laked blood does not appear to neutralise so efficiently 
as whole blood, and so the action of the latter seems to be due to 
some form of adsorption, dependent on the structure of the cor- 
puscles. W. 0. K. 

Carbonic Acid Compounds and Hydrogen-ion Activities 
in Blood and Salt Solutions. Erik Johan Warburg (Biochem. 
J., 1922, 16, 153 — 340). — This comprehensive paper deals with the 
equilibrium of dissolved substances in homogeneous and hetero- 
geneous media, with particular reference to the theories of Bjerrum 
and of Dorman. The general theoretical results are applied to 
elucidate the carbon dioxide equilibrium and the hydrogen-ion 
concentration in blood and also the development of a modified 
Henderson-Hasselbach equation. For the mathematical and ex- 
perimental investigations and results, the original must be con- 
sulted. The paper includes valuable reviews of previous work. 

W. 0. K. 

Calcium in the Blood of various Species of Animals. 

P. Mazzocco (Anal, Asoc . Qutm. Argentina , 1921, 9, 313 — 325). — 
The method of Halverson and Bergeim (A., 1918, i, 50) is modified 
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by using trichloroacetic acid (cf. Lyman, A., 1917, ii, 271) instead 
0 f sodium pierate to precipitate albumins. An improved method 
of washing the precipitate of calcium oxalate by decantation is 
described. Data are given for the calcium content of entire blood, 
plasma, corpuscles, and serum for different species of animals. The 
calcium content of the blood constituents of the same animal species 
is very constant. Calcium occurs, although in small amounts, equally 
in nucleated and non-nucleated red corpuscles. The calcium content 
of plasma is practically identical with that of serum. G. W. R. 

Does Cyanic Acid Exist in the B^ood ? Maurice Nicloux 
and Georges Welter {Cornet, rend., 1922, 174, 1733 — 1735). — * 
The authors find no indication of the presence of cyanic acid cither 
in blood or lymph in the normal state. W. G. 

Blood Sugar. II. Alimentary Hyperglycaemia under 
Normal and Pathological Conditions. Max Rosenberg (Arch. 
expL Path. Pharm ., 1922, 93. 208—240). — A comparative analysis 
of the type of curves obtained by estimating the sugar of the blood 
at intervals after the oral administration of 100 grams of dextrose 
in normal individuals, in diabetes and in hyperthyroidism. 

C. R. H. 

Creatine and Creatinine Metabolism. IV. The Question 
of the Occurrence of Creatinine and Creatine in Blood. 

Jeanette Allen Behre and Stanley R. Benedict (./. Biol. 
Chem., 1922, 52, 11 — 33).— In the estimation of creatinine in 
blood filtrates by Folio’ s method (A., 1914, ii, 505) the coloration 
produced with picric acid is due to a substance which differs from 
creatinine in two respects; it is not adsorbed by kaolin from acid 
solutions, neither is it destroyed by boiling with alkalis. The 
amount of chromogenic substance present in the blood increases 
when the kidney function is impaired, and, in this case, it is to some 
extent adsorbed by kaolin and destroyed by alkalis. Nevertheless, 
it was found impossible to isolate creatinine from such bloods, 
although small quantities of added creatinine were recovered 
almost quantitatively in the form of the zinc chloride compound. 
It is thus improbable that creatinine is present in blood in more 
than minute amounts. 

The creatine content of blood is best estimated by a method 
similar to that used for urine (A., 1914, ii. 688). The preliminary 
conversion into creatinine must not be effected by heating with 
picric acid, since, under these conditions, picric acid reacts with 
blood to give a product yielding colour on addition of alkali. The 
blood of dogs with impaired kidney function showed a high 
creatine content; this suggests that blood creatine is a waste 
product which is eliminated by the kidney in the form of creatinine 
or of some other substance. E, S. 

The Relation of Salivary to Gastric Secretion. To.moichi 
Nakagawa (BiocJiem. J., 1922, 16, 390— 393).— Boiled potato 
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starch inhibits the action of the pepsin and accelerates the action 
of the rennin of the natural gastric juice, but not after being 
acted on by fresh human saliva. Saliva has a delaying action of its 
own on the clotting of milk. * W. 0. K. 

Intestinal Intoxication. I. The Presence and Significance 
of Histamine in an Obstructed Bowel. R. W. Gerard (J. Biol. 
Ghtm.y 1922, 52, 111 — 124). — The presence of histamine in the 
fluid contained in closed loops of the large and small intestine 
of dogs was indicated qualitatively by its depressant action when 
injected intravenously in dpgs, and by its action on strips of the 
intestine of a guinea pig. Estimations by the method of Hanke 
and Koessler (A., 1920, ii, 784) gave average values corresponding 
with 2 to 3 mg. of the dihydroehloride per 100 c.c, of fluid. Evi- 
dence was also obtained of the presence of a histamine derivative 
of a peptide nature. No liistamine was found in the sterile secre- 
tion of jejunum, although it was present in the sterile mucosa. 
Loop fluid and mucosa also contain histidine. E. S. 

The Oxidising Enzymes in the Phenomena of Life in its 
Normal and Pathological States. G. Marinesco (Bui. Soc. 
Chim . Romania, 1922, 4, 3 — 12). — A more detailed account of work 
already published (A., 1920, i, 130). W. G. 

Decomposition of Proteins of Organs. K. Thomas ( Festschr . 
I(. Wilhelm Ges . Ford . TtT'&s. Zeknjahrigen Jubilaum., 1921, 205 — 
207 ; from Physiol. Abstr 1922, 7, 187). — Organ protein undergoes 
in the body changes which are different from those undergone by 
protein introduced in the food. For example, arginine is regularly 
formed from organ protein during minimum nitrogen excretion, 
whereas it is not formed from food protein. The amino-acids in 
the organ protein can apparently undergo chemical changes without 
cleavage of the peptide Unking. W. O. K. 

Origin and Destiny of Cholesterol in the Animal 
Organism. XIII, The Autolysis of Liver and Spleen. John 
Addyman Gardner and William Fox (Proc. Roy. Soc., 1922, 
[R], 93, 486 — 492). — The autolysis under aseptic conditions of 
liver and spleen is not accompanied by increase in the amount of 
cholesterol present. It is unlikely therefore that either of these 
organs is concerned with the synthesis of cholesterol in the body. 

C. R.H. 

The Permeability of the Glomerulus Membrane for 
Stereoisomeric Sugars. H. J. Hamburger { Berlin Klin. Woch,, 
1922, 1, 418; from Physiol. Abstr., 1922, 7, 192). — The permea- 
bility of the membrane is not related to the size of molecule of 
the sugar, but to its configuration; thus lactose goes through 
although its molecule is twice the size of that of dextrose, which 
does not; d-galaetose consists of a- and ^-modifications, one of 
which passes; the other does not. The same is true for a- and 
(i-xylose. W .0. K. 
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The Influence of Adrenaline on the Permeability of the 
Limiting Membrane of Muscle Fibres. Hermann Lange 
(Z. 'physiol. Chem., 1922, 120, 249 — 266). — -It has been ascertained 
by chemical and physiological methods that adrenaline possesses 
the property of diminishing the permeability of the limiting 
membrane of the muscle fibres of the frog. S. S. Z. 

Continuous Current and Permeability (in Muscle). II. 
Effect of Alkaloidal Salts and Other Organic Electrolytes. 

Joseph Vorschutz (Pfluger’s Archiv , 1921, 190, 54—65; from 
Chew. Zentr 1922, i, 3). — A continuation of work on the electrical 
effect of substances on muscle. Strychnine, pilocarpine, codeine, 
and brucine salts are electrically indifferent : atropine, cocaine, and 
morphine salts react electronegatively. Quinine, optochin, and 
caffeine salts, and to a lesser degree cinchonine salts, develop a 
strong continuous current. These alkaloids, which are muscle 
poisons, probably exert their effect on muscle by means of the 
free bases liberated by hydrolysis. Salts of quaternary ammonium 
bases, sodium salts of the lower fatty acids, sodium salicylate, 
and sodium benzoate are almost without effect or react slightly 
electronegativcly. The effect is independent of the length of the 
carbon chain. G. W. R. 

The Physiology of Creatine. Otto Riesser (Z. physiol . 
Chem ., 1922, 120. 189—206). — Although the total creatine-content 
of the mixed skeletal muscles of the rabbit is always the same, 
those of the various muscles differ from one another by amounts 
depending on the rate of contraction. Parallelism exists between 
the creatine and the lactacidogen contents of the various muscles. 
This parallelism does not persist when the condition of the muscles 
is altered by various factors. The author cannot confirm R. Kahn’s 
observations (Pfluger’s Archiv , 1919, 177, 294). S. S. Z. 

The Effect of Cold Storage on the Carnosine Content 

of Muscle. Winifred Mary Clifford (Biochcm. J., 1922, 16, 
341 — 343). — Using the colorimetric method previously described 
(Clifford, A., 1921, ii, 604), it has been found that the carnosine 
content of meat decreases during cold storage. W. 0. K. 

Influence of Minute Concentrations of Acid and Alkali 
on the Blood-vessels and other Smooth Muscle. Paul 
Heymann (Arch. expl. Path . Pltarm 1922, 90, 27 — 76).— The 
existing literature dealing with the physiological action of acid 
and alkali on smooth muscle is reviewed at some length. A long 
series of experiments, performed for the most part by the per- 
fusion of the blood-vessels of frogs or of surviving rabbits’ ears, 
is described. The effect on the rate of flow of the perfusion fluid 
caused by the addition of small amounts of acid and alkali was 
investigated, and some experiments were also carried out on 
isolated strips of smooth muscle. It was found that concentrations 
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of acid or alkali of the order of Nj 1000 cause marked vaso- 
constriction ; this is antagonised by sodium nitrite and by hyper, 
tonic salt and sugar solutions. The effect was obtained both with 
Ringer’s solution and with serum as the original perfusion fluid. 
Simultaneously with the vaso -constriction, there appears marked 
cedema, the formation of which is, however, apparently dependent 
on the particular acid employed ; those acids (sulphuric and phos- 
phoric) which have the weakest vaso-constrictor effect produce 
the greatest oedema. 

The constrictor effect of adrenaline is abolished or reversed 
during perfusion with acid fluids ; it is unaffected by alkalis. 

In physiological salt solution (free from calcium), lactic acid and 
carbon dioxide cause vaso-dilatation. Isolated smooth muscle is 
stimulated by small and inhibited by large concentrations of acid 
and alkali. Alkalis act directly on the muscle alone; acids also 
act on the nervous apparatus, which they first stimulate and then 
inhibit. C. R. H. 

Action of Muscle Tissue on Fumaric, Maleic, Glutaconic, 
and Malic Acids. H. D. Dakin (J. Biol. Chem 1922, 52, 183 — 
189). — By the action of muscle enzymes, fumaric acid is converted 
into /-malic acid and not into i-malic acid, as stated by Einbeek 
(A., 1919, i, 467). Maleic acid, under the same conditions, gives 
no trace of malic acid; glutaconic acid, however, is to a small 
extent converted into p-hydroxyglutamic acid. When i-malic 
acid is submitted to the action of muscle tissue, the las vo-component 
is preferentially consumed and is converted, to some extent, into 
fumaric acid. The bisphenylhydrazide of i-malic acid, colourless 
prisms, m. p. 221 — 224° (uncorr.), has been prepared. E. S. 

Spontaneous Reducing Effect of Muscle on Methylene- 
blue. Physiology of Dehydrogenases. Gtjnnar Ahlgren 
(8kand, Arch . Physiol ., 1921, 41, 1 — 30; from Chem. Zentr ., 1922, 
i, 58; cf. Widmark, A., i, 600). — By the agency of dehydrogenases 
occurring in muscle, hydrogen is abstracted from certain sub- 
stances, called hydrogen “ donators,” and added to methylene- 
blue, whieh is changed thereby to the leuco-base. Methylene-blue, 
acting as hydrogen acceptor, thus plays the same physiological 
role as oxygen. Substances which can act as hydrogen donators 
have specific dehydrogenases. The reducing power of muscle is 
estimated by determining the time required for decolorisation 
of known amounts of methylene -blue. The red muscle of rabbits 
and doves has greater reducing power than white muscle. Heart 
muscle has greater reducing power than skeletal muscle. Seasonal 
variation in reducing power of frog muscle was observed with a 
summer maximum and a winter minimum. Reducing power is 
greatest in mammalian muscle. The lowest reducing power is 
shown by the muscle of worms. G. W. R. 

Alligator and Crocodile Oils. ShAmei Kobayashi 
(J. Chem. Ind.y Japan , 1922, 25, 691 — 703). — An alligator oil 
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obtained from Alligator mississipiensis from North America is a 
light yellow liquid of peculiar fishy odour {d[ B 0'9285 and ft*’ 1-4795). 
Arachidonic, clupanodonic, oleic, and palmitic acids, and a new 
acid of the C n H 2n _ 8 0 2 series were detected in the saponification 
product of the oil. The new acid, C 22 H 3s 0 2 , has n 20 1*4888 and 
iodine value 308 0, and on hydrogenation gives an acid of 
m. p. 76 — 76*5°. A crocodile oil obtained from Crocodilus niloticus 
from Africa is a solid fat at room temperature (df 0*8989, n w 1 -4602, 
iodine value 60‘3). It is mainly composed of almost equal amounts 
of oleic and stearic esters, a small amount of highly unsaturated 
acid esters being also present, K. K. 

The Dyes from Purpura apertu and Purpura lapillus. P. 

Friedlander ( Ber ., 1922,55, [B], 1655 — 1658), — The dye obtained 
from Purpura aperta appears to be identical with 6 : 6'-dibromo- 
indigotin in so far as elementary analysis, solubility, dyeing 
capacity, and absorption spectrum allow a judgment to be formed. 
A more complete comparison of the natural and synthetic products 
was impossible by reason of the limited amount of dye available. 
The dye from Purpura lapillus appears to be identical with dibromo- 
indigotin, but the amount of material was too small to permit an 
elementary analysis. H. W. 

Comparative Spectroscopic Study of the Green Pigment 
of the Chetoptera and of the Chlorophyll of the Vim, 

Marc Romieu and Fernand Obaton (Compt. rend., 1922, 175, 
51 — 54). — The spectra of chetopterin, the green pigment of 
Chetoptera and of the chlorophyll of Ulva coincide almost exactly, 
and thus indicate the relationship of the two pigments. Chetop- 
terin is thus a pigment of extrinsic origin, which must be placed 
in the group of enterochlorophylls. W. G. 

The Origin of Creatine and Creatinine. H. Stetjdel and 
R. Freise ( Z . physiol. Chem., 1922, 120, 244 -248). — The intra- 
venous injection of the sodium salt of nucleic acid and of histidine 
in the dog did not alter the creatinine content of the urine. It 
was, however, observed in some of these experiments that the 
injection influenced the metabolic process. S. S. Z. 

Sulphohaemoglobinaemia. A. A. Hijmans van den Bergh 

[Proc. K. A had. Welensch. Amsterdam, 1922, 23, 1392 — 1398). — 
In the blood of a certain percentage of healthy rabbits and in that 
of human beings suffering from intestinal stasis, spectroscopic 
evidence is obtained of the presence of sulphohaemoglobin. Com- 
bined estimations of the available haemoglobin by Barcroft’s 
method and of the iron-content by the titanium method show 
that as much as 20% of the total haemoglobin may be in the form 
of the sulphur compound. Sulphohaemoglobinaemia is not associated 
with the presence of demonstrable amounts of hydrogen sulphide 
in the blood serum. C. R. H. 
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The Composition of the Scales in Psoriasis. Emil 
Arderhatden and Bernhard Zorn (Z. physiol Chem 1922, 
120, 214—219). — On extracting 9*2742 grams of the dry scales 
with carbon tetrachloride in a Soxhlet apparatus 0*6894 gram 
was obtained of a fraction containing 0*00075 of phosphorus. The 
extracted residue contained 0*0233 of phosphorus. The moisture 
varied from 7*45 to 9*5%. The average ash content of dry scales was 
found to be 1*185%. The following amino-acids were established 
in the substance : — Alanine 4*5%, serine 0*78%, cystine 1*85%, 
valine 3*25%, leucine 5*25%, glutamic acid 6-5%, phenylalanine 
2*32%, tyrosine 3*25%, and proline 3*05%. S. S. Z. 

The [Physiological] Action of Mercury. William Salant 
and Nathaniel Kleitman (,/. Pharr, i. Expt. Ther., 1922, 19, 
315 — 330). — Mercury salts produce in animals a sudden fall of 
blood -pressure and depression and paralysis of respiration, and 
in some cases profound cardiac disturbances. W. O. K. 

Pharmacological Studies on Acetone. William Salant 
and Nathaniel Kleitman [J. Pharm, Expt. Ther 1922, 19, 293— 
306).— The pharmacological action of acetone is considerable, 
especially in inhibiting the respiration and heart-beat, and in pro- 
ducing fall of blood-pressure. It is particularly potent when a 
number of just active doses are given. W. 0. K. 

Toxicity of Scatole. William Salant and Nathaniel 
Kleitman {J. Pharm. Expt . Ther., 1922, 19, 307—313). — Scatole 
is a toxic substance, causing depression of the circulation and of 
the central nervous system. W. 0. K, 


Chemistry of Vegetable Physiology and Agriculture. 


Effect of Sugar on the Production of Indole. It. 

Appelmaxs (Comfit, rend. Soc. Biol., 1921, 85, 725 — 727; from 
Chem. Zentr., 1922, i, 52 — 53). — The production of indole was 
studied in media with and without sugars ; the sugars used being 
dextrose, maltose, sucrose, lactose, and mannitol. With Bacillus 
coli there is a general parallelism between the inhibition of indole 
production and gas formation; two exceptions were observed 
in the presence of sucrose. Similar results were obtained with 
Proteus vulgaris , Bacillus pseudodysentericus, cholera vibrio, and 
Vibrio septiens. the production of indole can occur when the 
fermentable material is used up. G. W. R. 
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Effect of Manganous Chloride on the Formation of 
Diphtheria Toxin. L. E. Walbum (Compt. rend. Soc. Biol, 
1921 , 85, 619—620; from Chem. Zentr 1922, i, 51).— Diphtheria 
bacilli are cultivated in bouillon with 1*5% Witte peptone, 0-5% 
sodium chloride, and 0*2% invert-sugar. The formation of toxin 
is increased six-fold by the addition of 0*01 c.c. of JV-manganous 
chloride to 1000 c.c. of the medium. Larger additions of manganous 
chloride decrease the formation of toxin. G. \V. R. 

Effect of Different Metallic Salts on the Formation of 
Staphylolysin. L. E. Walbum (Compt, rend. Soc. Biol, 1921, 
85, 376—377; from Chem. Zentr., 1922, i, 51).— The addition of 
equivalent amounts of salts of magnesium, manganese, nickel, 
cadmium, gold, or platinum causes a decrease in the formation 
of staphylolysin ; salts of other metals, particularly calcium, exert 
an inhibitory effect. v G. W. R. 

Nitrogen Nutrition of Yeast. Frederick K. Swoboda 
(J. Biol. Chem,, 1922, 52, 91 — 109). — The effect of various sub- 
stances on the nitrogen nutrition of yeast was studied, the special 
feature of the experiments being the addition to the synthetic 
media employed of a constant quantity of growth-promoting 
vitamin (“ bios ”). In a medium containing asparagine, succin- 
amide, succinimide, or aspartic acid, the growth is better in the 
presence than in the absence of ammonium sulphate. Of the 
nitrogen contained in asparagine, the a-amino-group appears to 
stimulate nitrogen assimilation; the amide-group, however, in 
the presence of ammonium sulphate, also stimulates cell repro- 
duction. The nutrient value of edestin is increased by mild acid 
hydrolysis, but is decreased by continued acid hydrolysis and by 
alkaline hydrolysis. In the latter case, subsequent acid hydrolysis 
again improves its nutrient value. The effect of various amino- 
acids both in the presence and absence of hydrolysed edestin was 
also studied. E. S. 

The Conditions Influencing the Formation of Fat by the 
Yeast-cell. Ida Smedley Maclean (Biochem. J ., 1922, 16, 
370 — 379). — Ether extracts considerably more fat from yeast if 
the latter is first boiled with A 7 -hydrochloric acid for two hours. 
This is because a large part of the fat is in some form of combina- 
tion in the plasma of the cell. Yeast grown under unfavourable 
conditions shows a large increase in the fat content (up to 9%). 
Aeration, and a non-nitrogenous medium rich in carbohydrate 
result likewise in increased fat-content, the increase being in the 
combined fat. W. 0. K. 

The Capacity of Yeast to Degrade Acid Amides. Walter 
Dieter (Z. physiol. Chem., 1922, 120, 281 — 291). — Sterile experi- 
ments with a top fermentation pure culture yeast show that it 
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does not remove the amide nitrogen from asparagine and other 
acid amides under conditions such that it ferments but does not 
grow. S. S. Z. 

The Destruction of Lactic Acid by u Yeast-cells. Fritz 
Lieben ( Oesterr . Chem. Zeit., 1922, 25, 87 — 90). — Lactic acid is 
one of the products of the degradation of carbohydrates in muscle, 
and experiments were made in vitro to determine the ultimate 
fate of this substance under the influence of the ferments of the 
yeast-cell, which appear to be similar, at least, to the muscle en- 
zymes. It was found that the lactic acid disappeared to within 
3 — 5% in seven to eight hours under suitable conditions, and 
that about two-thirds of its carbon content appeared in the pro- 
ducts as carbon dioxide, either liberated, or remaining combined 
with sodium ; the remainder of the carbon was represented by an 
increase in weight of the yeast substance, and if calculated as 
C 6 H 10 O 5 , practically accounted, with the carbon dioxide, for the 
whole of the lactic acid which had disappeared. It appears there- 
fore that both synthesis and degradation had occurred simul- 
taneously. No degradation products other than carbon dioxide 
could be detected. Similar experiments were made with vegetable 
acids and with amino-acids ; the former were not attacked, the latter 
were in part consumed by the yeast, but no degradation to carbon 
dioxide could be detected. G. h . M. 

Influence of Substances obtained from Yeast-cells and 
Organs on the Time Course of the Fission of Substrates 
by Polypeptidases, Carbohydrases, and Esterases. Emil 
ARDERHALDE isr and Ernst Wertheimer (Fermentforsch., 1922, 6, 

1 — 26).— The substances obtained from yeast by extraction with 
alcohol or by autolysis accelerate the fission of dipeptides by 
pancreas extract ; this action requires both the dialysed and non- 
dialysed portions of the yeast extract and is annulled by boiling 
the latter. Certain of the optones behave similarly. Neither 
animal charcoal, nor kaolin, nor kieselguhr, nor talc adsorbs the 
peptolytic enzyme from yeast maceration juice, but the charcoal 
greatly retards the hydrolysis of dMeucylglycine probably by 
adsorbiBg the dipeptide. The action of sucrase is retarded by 
alcoholic yeast extract; the retarding agent is non-dialysable, 
the dialysate being without effect. Diastatic action is not appre- 
ciably influenced by yeast extract or by various optones, and yeast 
extracts made in different ways are without influence on the action 
of lipase. T. H. P. 

Influence of Hydrogen-ion Concentration on the Action 
of the Amylase of Aspergillus niger. G. L. Funke ( Proc . K. 
Akad. Welensch ., Amsterdam, 1922, 25, 6 — 8).— Aspergillus niger 
produces large quantities of amylase which diffuses into the sur- 
rounding nutritive medium ; at the same time, the fungus produces 
acids which give the medium a high hydrogen-ion concentration. 
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This appears to have no unfavourable action on the behaviour of 
the amylase, and in consequence it is concluded that the optimum 
action of amylase could not be at the same hydrogen-ion concen- 
tration as that of the ptyalin, which works best in a neutral or 
faintly acid solution. To test this point, the rate of hydrolysis of 
starch by amylase in the presence of buffer solutions has been 
investigated, and it is shown that there is no optimum concentra- 
tion of hydrogen-ions, but a region where the action is at a maxi- 
mum which lies between P H =3*5 and P H =5*5. The results con- 
firm MichaeJis’s view (A., 1911, i, 1052; ii, 577) that enzymes are 
ampholytes, and on this basis the dissociation constants of the acid 
and base are determined as jfc a =6-3~|-10“* and Jc 0 =2*884 xlO ’ 2 . 
Similar determinations with the amylase of malt yield a similar 
optimum region ; the values being Jc b =5*76 X 10" 11 and lc a =6*3 X 10~\ 

J. F. S. 

Biological Signification of Alkaloids in Plants. G. 

Ciamicia n and C. Ravenna (Biochem. temp, sperm*, 1922, 9, 
3— 29). — A summary of the work carried out by the authors on 
this subject since 1908. T. H. P. 

The Distribution of Anthocyanidins in the Coloured 
Organs of Plants. St. Jonesco [Compt, rend., 1922, 174, 1635 — - 
1637; cf. ibid., 1921, 173, 168, 426).— The anthocyanidins, either 
as a coloured pigment or in the free state, do not exist in all coloured 
tissues which contain anthocyanin. They appear to be character- 
istic of pure red organs, whilst in the blue, violet, or rcddish-purple 
organs there occurs, in their place, a very intense, yellow pigment, 
and the anthocyanidins are entirely absent. This" is shown to he 
the case for the violet-red leaves of beetroot, the violet flowers of 
Gladwlvs and Ctibcca scan dens, the reddish -purple flowers of Canna 
and of a cultured rose, and the blue flowers of Centavrca cyarns. 
This yellow pigment is not coloured rod by warming with 20 ° ' 0 
hydrochloric acid. IV, G. 

Saponin from Agave lechuguilla , Torrey. Carl 0. 
Johns, Lewis H, Chernofe, and Arno Viehoever (./. Biol. 
Ckem ., 1922, 52, 335 — 347).— A saponin , occurs in the 

cell-sap of Agave lechigvilla. It has been isolated in the form of 
an almost wiiite, amorphous substance by extracting the air- 
dried rootstocks with 95°/ n alcohol. It possesses haemolytic action 
and is toxic towards fishes. On partial hydrolysis it yields dex- 
trose and an amorphous pro-sapogenin, tiie latter being further 
hydrolysed to galactose and a sapogenin, C 15 H 21 0.>, acieular crystals 
or prisms, m. p. 183*5°, which is identical with that obtained from 
the saponin of Yucca filamentosa (A., 1917. i, 191). E. S. 

Comparative Plant Chemistry. III. Campanula 
rotundifolia, L. Friedrich Springer (Momfsft., 1922, 43, 
13 — 20). — The stems and leaves of the plant were examined. The 
portion of the dried material soluble in light petroleum, including 
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fats, chlorophyll, phytosterol, lecithin, and resinic acids, amounted 
to 6-09%. The crude fats gave an acid number 78*1, saponifica- 
tion number 130*8, iodine number 88*0, unsaponifiable 48-3%. 
The free fatty acids had m. p. 60—70°, but we^e insufficient in 
quantity for further examination. The ether-soluble resins in the 
dried material amounted to 2*01% and the alcohol -soluble portion 
to 17*39%. From the alcohol extract was extracted with ether a 
substance which, after purification, including reduction with zinc 
and hydrochloric acid, had m. p. 214—215° and a composition and 
molecular weight corresponding with C 22 H 40 O 2 . The substance 
is serai -crystal line, shows Liebermann’s cholestol reaction, and is 
dextrorotatory, [«H-37*7 (mean). By oxidation with aqueous per- 
manganate it gives a product, m. p. 232°, showing Liebermamu 
phytosterol reaction. There is a marked resemblance between 
the substance and Zellner’s resin alcohol, polyporo!, obtained from 
funm (A., 1913, i, 573). The alcoholic extract of the plant con- 
tained a considerable amount of tannin, and when this had been 
precipitated with lead acetate, the filtrate contained invert-sugar 
in which lsevulose predominated, indicating the presence of inulin. 
The water-soluble portion of the dried plant, 24*87%, contained 
a small amount of inulin. The insoluble portion contained 12*89% 
of pentosans and 35*5% of fibre ; total ash 4*43%. The milky sap 
is probably responsible for the rather high resin content of the 
plant. E H * R - 

The Fatty Acids of Colza Oil. E. Raymond (Bull Soc . 
chim,, 1922, [iv], 31, 414 — 419). — In the mixture of fatty acids 
obtained from the saponification of a sample of Indian colza oil, 
the author has identified the following fatty acids : erucic, linoleic, 
or linolenic giving soluble bromides, palmitic, oleic, stearic, and 
small amounts of linoleic or linolenic giving insoluble bromides. 

tV. G. 

Efiect of Cocaine on the Growth of Lupinusalbus . David 
I. Macht and M arguerite B. Livingston {J. Gvn ; Physiol , 1922, 
4, 573 — 584). — Experiments were made on the inhibiting effect 
of cocaine and its products of hydrolysis (eegonine, methyl alcohol, 
and benzoic acid) on the growth of the young roots of Lvpinus 
albus. The results show that cocaine and eegonine are relatively 
very much less toxic to the plant than to animals, whilst sodium 
benzoate, which is practically non-toxic to animals, is highly toxic 
to the plant. C. R. H. 

Effect of Nitrogenous Fertilisers on the Alkaloid Content 
of Lupines. Vogel and E. Weber (Z. Pflanz. Dung., 1922, 
M] } 1, 85— 95).— The alkaloid content of blue and yellow lupines 
respectively varies according as the plants receive their nitrogen 
through the medium of nitrogen fixing bacteria in root nodules, 
or from nitrogenous fertilisers. Smaller contents of alkaloid were 
observed in the fatter than in the former type of nitrogen nutrition. 
The effect of certain materials for artificial inoculation was examined. 
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“Azotogen” and “ nitragin 55 gave satisfactory results. “ Azo- 
nutrin ” was less satisfactory, whilst “ legumin ” was quite in- 
effective. A method for the estimation of alkaloids in lupines is 
described (cf. Mach and Lederle, A., 1921, ii, 718). G. W. R. 

Comparative Plant Chemistry. I. Lythrum Salicaria, L, 

Juijus Zellner (Monatsk., 1721, 42, 453—458).— The stems and 
leaves without the flowers were examined, and their composition 
showed nothing of special interest. The dried plant contained 
3-69% soluble in light petroleum, 1*73% in ether, and 16*36% in 
95% alcohol ; phlobaphen 1*86%, tannin 5*65%, dextrose 4*55%, 
total water-soluble 31*27%, water-soluble mineral matter 5*18%, 
mucus 8*08% (giving mucic acid when oxidised with nitric acid), 
free acid 3*55% (estimated by titration), total nitrogen 2*15%, 
ash 7*62%. No alkaloids or glucosidcs were found. As charac- 
teristic of the plant may be mentioned tannin, giving a blue colour 
with iron, a carbohydrate of the pectin type and a relatively large 
proportion of calcium sulphate. In the petals, besides anthocyanin 
was found an amorphous polysaccharide containing dextrose or 
invert-sugar. E. H. R. 

The Presence of Melampyritol and Aucubin in the 
Foliated Stems of Melampyrum arvense , L . Marc Bridel and 
(Mlle) Marie Bkaecke [J. Pharm. Chim 1922, 25, 449 — 457 ; cf. 
A., 1921, i, 840 ; this vol, i, 209). — From the entire plant of Melam- 
pyrum arvense the authors have extracted the glucoside aucuhin, 
and a hexahydric alcohol, melampyritol or dulcitol. In examining 
the amount of glucoside present at different stages of the plant's 
growth, more than 2% of the glucoside was found in the plant after 
it had completed its Jife -cycle, when the stems w r ere devoid of 
leaves. W. G. 

The Carbohydrate Content of Navy Beans. Marietta 
Eichelberger (J. Amcr. Chern. Soc., 1922, 44, 1407 — 1408). — The 
author directs attention to results obtained by herself in 1919 which 
are in fairly close accord with those of Peterson and Churchill (A., 

1921, i, 643), for the composition of navy beans. W. G. 

The Constituents of the Pollen Grain of Pinas sylvestris . 

Alexander Kiesel (Z. physiol . Chern., 1922, 120, 85— 90).— The 
ripe pollen contains potassium >0*59%, calcium >0*12%, trace 
of guanine, adenine, 0*02%, little histidine, arginine 0*52%, choline 
0*21%, little colamine, and sucrose. The unripe pollen yielded 
very little in the nuclein bases fraction, and traces of histidine, 
arginine, and choline. S. S. Z. 

The Presence of a Glucoside in the Stems and Roots of 
Sedum Telephium, L. Marc Bridel {Bull. Soc. Chim. Biol., 

1922, 4 , 242 — 250). — The stems and roots of Sedum Telephium , L., 
contain a glucoside w hich has been isolated in an amorphous form. 
It reduces Fehling’s solution slightly, has [aj n — 28-57°, and is 
hydrolysed by'sulphuric acid to dextrose and a substance possessing 
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an odour similar to that of terpineol. When hydrolysed % omul- 
sin, a rose-like odour is produced. From these facts it is suggested 
that the first product of hydrolysis is an olefinic terpene which 
under the influence of acids, isomerises to a cyclic terpene. 

E. 9/ 

The Proteins of the Seed of the Tomato, Solanmn 
esc ulentum. Carl 0. Johns and Charles E. F. Gersdorff 
(J. Biol. Chevi. y 1922, 51, 439—452). — The meal which remains 
after extracting ground tomato seeds with ether contains 37*28% 
of protein (nitrogen x 6*25). By extraction with salt solution 
followed by fractional precipitation of the extract with ammonium 
sulphate, an a- and a p-globulin have been isolated. Analysis 
by Van Slyke’s method gave the following values for the basic 
amino-acids : a-globulin — cystine 128, arginine 13*97, histidine 
116, lysine 4*89%; [5-globulin — cystine 114, arginine 10*65, hist- 
idine, 3*80, lysine 6*35%. Qualitative tests were obtained for 
tryptophan and tyrosine in each case. Albumin and glutelin are 
absent from the seed. E. S. 

Relationship between Precipitation, Adsorption, and 
Charge on the Particles with particular reference to the 
Hydroxyl Ions. Sante Emil Mattson (Roll. Ghem. Beihcfte , , 
1922, 14, 227 — 316).— Using suspensions of quartz, clay, and humi- 
fied spagnum peat with particles of various sizes, the author has 
investigated the precipitating power of calcium salts in the presence 
of various concentrations of hydroxyl ions. The adsorpton and 
charge on the particles during the precipitation of soil constituents 
by calcium salts in the presence of hydroxyl ions has also been 
investigated. The results are considered in connexion with the 
fertilisation of arable land by calcium compounds. It is shown that 
the hydroxyl ions are strongly adsorbed by soil and effect a dis- 
charging of the particles ; in the presence of kations which have a 
weak or only moderately strong discharging effect they increase 
the action, since they facilitate the adsorption of the discharging 
kations. Precipitation is not only occasioned by the fact that 
the charge is reduced, since relatively strongly charged particles 
can be made to precipitate if the number of adsorbed ions is very 
large. The adsorbed ions appear to act as connecting links between 
the particles, and this is visualised by assuming that the positive 
ion attaches itself to tw r o negative particles and so brings them 
together. Hydroxyl ions are not, of themselves, injurious to soil, 
but their action depends on the nature of the predominant kation 
in the soil. The hydroxides and oxides of iron and aluminium are 
negatively charged in aqueous suspensions, and only become 
positively charged by the adsorption of positive ions during the 
preparation. The power of soil to adsorb hydroxyl ions influences 
the solubility of various compounds and explains the acidity of 
many kinds of soil. J. F. S. 
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Composition of Paraffin Wax. II. Francis Francis, 
Cyril Mercer Watkins, and Reginald Wilfred Wallington 
(T., 1922, 121, 1529— 1535). 

Formation of Hydrocarbons from Carbon Monoxide and 
from Formates. M. G. Levi ( Giorn . Chim. Ind. Appl. , 1922, 

4, 302). — Tropseh and Sehellenberg’s criticisms ( Brennstoff-Chemie, 
Feb., 1922) of Vignon’s statements concerning the formation of 
methane in the water-gas process (A., 1921, i, 217) are in agree- 
ment with the results of Levi and Piva (A., 1914, i, 480; 1916, ii, 
525). T. H. P. 

preparation of Ethylene by Reduction of Acetylene. 
Joseph-Marie-Alphonse Chevalier and Paul Bouhcet (F.P. 
526129 ; from Chtm. Zenlr ., 1922, ii, 142). — Purified acetylene is passed 
through a solution of chromous sulphate (obtained by electrolytic 
reduction of chrome alum) in the presence or absence of electro- 
lytically prepared hydrogen. The acetylene is rapidly absorbed 
with formation of ethylene which can be purified by repeated 
passage through chromous sulphate solution. G. W. R. 

The Action of Sodammonium on Hydrocarbons. P. 

JjEBEAU and M. Picon (Compt. rend., 1922, 175, 223 — 225).— 
Sodammonium has no action on aliphatic hydrocarbons excepting 
on the true acetylenes, which are partly converted into sodium 
compounds and the remainder is reduced by the hydrogen thereby 
liberated. Benzene and its homologues are also unattacked except 
in so far as the side chain, if containing a :0H group, reacts like 
an open chain acetylene, or if containing a double bond adjacent 
to the nucleus it undergoes reduction, for example, styrene is 
converted into ethylbenzene. Terpinene, terpinolene, carvene, 
terebene, a-pinene, and menthene are not attacked. Polycyclic 
hydrocarbons react in various ways. St il bene and anthracene 
give dihydro -derivatives, the two benzene nuclei in each case 
remaining intact. Hydrocarbons the nuclei of which have tw’o 
atoms of carbon in common have one nucleus only reduced by 
sodammonium, naphthalene, phenanthrene, etc., giving tetrahydro- 
derivatives. Diphenyl and dimethylfiuorene also give tetrahydro- 
derivatives. Certain hydrocarbons having ail acidic methylene 
group, for example, fluorene and indene, give sodium derivatives. 
The mechanism of the reduction is apparently complex, although 
the result may be expressed by the equation (for example, with 
naphthalene) C 14 H 10 -f-2NH 3 Na— C u H 12 -f2XH 2 Xa. Sodamide does 
not separate at low temperatures, however, but a red solution is 
formed, miscible with ether, which probably contains a sodammonium 
derivative of the hydrocarbon; this decomposes above —10° into 
sodamide and the reduction product. G. F. M. 

vol. cxxn. i. 



i. 802 


ABSTRACTS OF CHEMICAL PAPERS. 


The Mobility and Valency Demand of the Ethyl Group 
in the Pinacolin Transformation. Bertil Nybergh (Ber., 
1922, 55, [B], 1 960 — 1 966). — Previous investigations have led 
Meerwein’ (A./ 1919, i, 162) to the conclusion that the various 
alkyl groups exhibit little regularity in their mobility in the pinacolin 
transformation. An examination of the behaviour of &- and as- 
dimethyldiethylethylene glycols [yS-dimethylhexane^S-diol and 
p-methyl-y-ethylpentane-py-diol] shows that both alkyl groups are 
mobile ; the former substance, however, yields mainly y-methyl-y- 
ethylpentane- [i-one, whereas the latter gives chiefly ethyl terl.- 
amyl ketone. It follows therefore that the ethyl group is actually 
much more mobile than the methyl radicle ; but, on the other hand, 
the valency demand of the ethyl group does not appear to be so 
much less than that of the methyl group as Meerwein has sup- 
posed. The position of the ethyl group in comparison with that 
of other aliphatic residues is no longer unique ; Meerwein’s view 
of the periodicity of the valency demand of aliphatic residues 
remains unaffected, as- and s-Dimethyldiethylethylene glycol are 
converted by concentrated sulphuric acid at —10° into a mixture 
of ethyl /erf. -amyl ketone, b. p. 150*5 — 152°, d® 0*8298, and y -methyl- 
y .cthy)penUuui-£onr. t b. p. 153*5—154°, df 0*8389, which are 
separated in the form of their semicarbazon.es, m. p. 98° and 168°, 
respectively. The constitution of y*methyl-y-ethylpentane-{i-one 
is deduced from the observation that it is oxidised by bromine 
and sodium hydroxide solution to bromoform, acetic acid, a-methyl- 
a- ethyl -n- butyric acid, and a crystalline acid, m. p. 82°, which in 
all probability is a-hydroxy-P-methyl-p-ethylpentoic acid. 

H . W . 

ap'-Dichlorodiethyl Ether. V. Gkignard and A. C. Purdy 
(Compt. rend., 1922, 175, 200—203 )—xp-Dichlorodielkyl dim 
was prepared by the condensation, at 0 — 10°, of ethylene chloio- 
hyclrin (1 mol.) and pa meet aldehyde (J mol.) by means of dry 
hydrogen chloride. After separating the aqueous layer which is 
formed, the dried product is recti lied, and the ether, which is a 
colourless, fuming liquid, distils at 55 — 57 /IV mm. It is lapidly 
decomposed by water and also on distillation under ordinary 
pressures, and "decomposes slowly on keeping. It has d Vi 1*1823, 
and idf 1*4497. A small amount of the corresponding acetal, 
VV'-dkhhrodidhjlmM, 0H 3 -CH(O*CH 2 -CH ? Cl) 2 , is also produced 
in the above reaction, and it may be obtained in 36% yield by 
condensing acetaldehyde (t mol.) with ethylene chlorohydrin 
(2 mols.). It is a colourless liquid, distilling with partial decom- 
position at 190—198° under ordinary pressures, and at 106— 
108°/17 mm. It has d l 0 1*1712, and n$' 2 1*4532. On treatment 
with phosphorus pentachloriile, it is converted into a mixture of 
ap'-dichlorodiethyl ether and ethylene dichloride. G. F. M. 

Catalytic Decomposition of Formic Acid on Surfaces of 
Platinum and Silver. Harold Calvert Tingey and Cyril 
Norman Hinshelwood (T., 1922, 121, 1668—1676). 
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The Catalytic Decomposition of the Lower Acids. 

Alphonse Mailhe [Bull 8oc . chim 1922, [iv], 33, 681—687 ; cf. A.* 
1909, , i, 452).— The gaseous products obtained by heating acetic 
acid in the presence of copper-aluminium at about 600° are carbon 
monoxide, carbon dioxide, methane, and hydrogen. The same 
substances with the addition of other paraffins and of olefines 
are obtained from isobutyric, butyric, wo valeric, and R-nonoic 
acids. There appears to be little relation between the acids and 
their decomposition products, except in the case of isobutyric 
and isovaleric acids. Equations are given showing the mechanism 
of formation of the products from the original material and the 
conclusion is drawn that ketones are formed as intermediate 
products. This is found to occur under the conditions of experi- 
ment and acetone, iso buty rone, butyrone, isovalerone, and nonylonc 
liave themselves been treated in a similar manner to the acids in 
order to verify the author’s inferences. With increasing molecular 
weight of the acid, decomposition products of higher molecular 
weight are obtained ; this is marked in the case of n-nonoic acid 
which yields liquid unsaturated hydrocarbons. The latter, after 
hydrogenation , possess the properties of 1 ight petroleum . H . J . E . 

The Oxidation of Potassium Acetate to Potassium Oxalate. 
William Lloyd Evans and Paul R. Hines [J. Arner. C'hem, Abe., 
1922, 44, 1543 — 1546). — Potassium acetate may be oxidised to 
potassium oxalate with alkaline permanganate under certain 
definite conditions. The yield of oxalic acid is a function of the 
concentration of the reacting materials, the temperature, and the 
duration of the experiment. H. W. 

The Chromic Oxidation of the Homologues of Acetic Acid. 

L. J. Simon { Compt. rend., 1922, 175, 167— 169).— Whilst within 
certain limits of temperature acetic acid is not attacked by a 
sulphuric acid— chromic acid mixture, it is completely converted 
into carbon dioxide by silver chromate under the same conditions. 
The homologucs of acetic acid are likewise completely oxidised 
by silver chromate, but the chromic acid mixture leaves a non- 
combustcd residue which for the homologues up to C 9 corresponds 
approximately with 1 atom of carbon, and increases slightly with 
the higher members, but never reaches 2. This result is inter- 
preted by supposing that the acids are burnt atom by atom com- 
mencing with the carboxyl group, and the oxidation ceases when 
acetic acid is reached, thus : 

R-CH 2 *C0 2 H R-COC0 2 H R-C0 2 H+C0 2 , etc. 
Confirmation of this hypothesis is found in the oxidation of acetyl 
compounds and open-chain acids by lead chromate and sulphuric 
acid, where the evolution of gas accompanying the oxidation occurs 
in two well-defined stages, at a lower temperature corresponding 
with the more readily combustible part of the molecule, and at 
about 100°, the temperature at which acetic acid is oxidised by 
lead chromate. Methanesulphonic acid is not $tn intermediate 
product of chromic oxidation, as it is not oxidised even bv silver 
chromate. f (} | yj 

fri 
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Synthesis of Fats (Glycerides). C. A me erg er and K. 
Bromig { Biochem . Z., 1922, 130, 252—266).— The use of a high 
temperature is inadmissible for the preparation of mixed glycerides 
of known constitution. Fischer and Pfahlcr’s process (A., 1920, i, 
807) has therefore been employed. a.-Stearo- (3 y-dipalmitin, m. p, 
63*5°, occurs in goose fat, and was prepared from a-monostearin 
and palmityl chloride. fi-Stearo- %y -dipethnitin, m. p. 59*1 , was 
prepared from oty-dipedmitin, m, p. 69*5 . The latter is prepared 
from fiy-d ipo Invitin' a - i odohydfin , in. p. 46’2°, by the action of 
silver nitrite, a- Palmito- [iy-dixfea rin , m. p. 63*2°, was prepared 
from a-m.onopalrnit.in and stearyl chloride. The isomeric fi-palmito- 
ay-distcarin, m. p. 67 '9°, was prepared from ay-distearin. 
x-Palmito-fy-diolein, prepared from a-palmitin, was an oil. a-Olcin, 
a pale yellow oil, yields a -oleo-fiy-distcarin, m. p. 42°. H. K. 

Acids of Montan Wax. H. Tropsch and A. Kreutzer 
'( Brennstoff-Chemie , 1922, 3, 177—180, 193—198, 212— 215).— The 
small quantity of humic acids contained in montan wax can be 
extracted by treatment of the lignite with benzene or a mixture 
of benzene and alcohol. In 1852, Bruckner ^isolated, from the 
J ignite of Gcrstewitz, an acid (geocerinic acid), C 28 H5g0 2 , m. p. 82 J . 
Hell obtained this acid, m. p. 83 — 84°, by saponification of the 
refined wax with potassium hydroxide, etc., and assigned to it 
the formula C.^H^Og. Montanic acid was first so named by von 
Boyen, in 1901. The raw wax on which the authors carried out 
their investigations had a melting point of 80°, an acid value of 
34*1, and a saponification value of 82*8. It was saponified, and the 
dried soap extracted with benzene. The residue consisted of the 
potassium salts of the acids in the wax. After purification, the 
acid had m. p. 84° and an equivalent weight of 420*2. On treat- 
ment with permanganate, however, the greater part of the pro- 
duct separated out and gave an equivalent weight of 416*5 and 
m. p. 80°. The acid was esterified, and the product fractionated 
under reduced pressure. From the fraction, b. p. 265 267 *5^ 
an acid, C 27 H M 0 2 , crystallising in bunches of needles, m. p. 82°, 
was obtained, and proved to be identical with an acid prepared 
from Chinese wax by Gascard (A., 1920, i, 470). This investi- 
gator showed that the acid which he had isolated was not 
identical with cerotic acid from beeswax. The authors give the 
name carboceric acid to the now compound. From the fraction 
of esters boiling between 260° and 27 5° small quantities of an 
acid, C 25 H 50 Oo, m. p. 78°, were obtained, which is seemingly 
identical with " the. hysenie acid isolated by Carius from the fat 
of certain glands of the hyaena. True montanic acid was isolated, 
and the formula C 29 H 58 0 2 confirmed. It crystallises _in needles 
very similar to fir-tree branches, and has m. p. 86 5°. 

A. G. 

Synthesis o£ A 8 -Decenoic Acid. An. Grun and Th. Wirth 
(Ber., 1922, 55 , '?[£], 2206— 2218).— The synthesis of AMeccnoic 
acid from undecylenic acid and from suberic acid is recorded. Tht 
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substance is identical with the acid isolated by Grim and Wirth 
(following abstract) from butter fat. 

Ethyl undecenoate is reduced by sodium and ethyl alcohol 
to undecenol, CH 2 X}H*[CH 2 ] g -CH 2 -OH, b. p. 250° /atmospheric 
pressure, 122°/3 mm., m. p. —7°, which is converted by chloro- 
sulphonic acid in dry ethereal solution into undmtnyl hydrogen 
sulphate (the barium salt, colourless leaflets, is described). Oxid- 
ation of the ester (or of the corresponding acetate) with chromic 
acid or preferably with permanganate leads to the isolation of 
i-kydroxydecoic acid , 0H*CH 2 *[CH 2 ] 8 *C0 2 H 3 indistinct, transparent 
crystals, m. p. 75° (methyl ester, m. p. 34*5°, b. p. l54 Q /7 mm., 
amyl ester, b. p. 170— 180°/8 mm.), t -Acelozydecoic acid has b. p. 
^13 u /15 mm. ; at 320° /atmospheric pressure it loses acetic acid, 
but the formation of the olelinic acid proceeds only slowly. 
Methyl i-aceioxydecoale is a moderately mobile liquid, b. p. 175°/17 
mm., 295 — 300°/atmospheric pressure. Amyl L-acetoxydecoate, b. p. 
21071o mm., 310 — 312°/atmospheric pressure (when rapidly dis- 
tilled), decomposes more readily than the methyl ester into the 
unsaturated compound when it is heated. The derivatives just 
described are too stable to permit a ready transition from hydroxy- 
decoic to decenoic acid, but better results are obtained after the 
introduction of a heavier radicle. Thus, methyl 1 -stearoxydecoate, 
colourless, wax-like aggregates, m. p. 43°, decomposes readily 
when distilled under atmospheric pressure into stearic acid and 
methyl decenoate; the latter on hydrolysis gives decenoic acid, 
b. p. !43°/6 mm., whereas the product from butter fat has b. p. 
14274 mm. 

Methyl i-cklorodecoate, b. p. 153°/15 mm., could not be con- 
verted satisfactorily into methyl decenoate by loss of hydrogen 
chloride. 

The preparation of alkyl hydrogen sebacates by partial esteri- 
fication of sebacic acid cannot be satisfactorily accomplished, and 
the acid esters are obtained by partial hydrolysis of the normal 
compounds. Methyl scbacate crystallises in long, transparent 
prisms, m. p. 27 — 28° (literature, m. p. 36° and 38 5 ), whereas the 
ethyl ester is a liquid, b. p. 17277 mm. Ethyl hydrogen sebacate. 
forms colourless, indistinct crystals, 111. p. 36’, b. p. 210°/18 mm. ; 
when distilled under atmospheric pressure it is decomposed into 
sebacic acid and ethyl sebacate. Potassium ethyl sebacate is 
reduced by sodium and boiling ethyl alcohol to t-hydroxydecoic 
acid. 

The iodine and acid numbers of A^-dccenoic acid gradually 
diminish when the substance is preserved, thus indicating the 
formation of a lactone. Decenoic acid is converted by sulphuric 
acid (80%) at 90° into demlactone , C 10 H 18 O 2 , a liquid, b. p. 
153715 mm., which is saturated and neutral in character. It is 
hydrolysed by alcoholic potassium hydroxide solution with the 
production of a hydroxy-acid, leaflets, m. p. 447 which gradually 
passes when preserved into water and the lactone. In all prob- 
ability the substances are y-decalactone and y-hy/roxydeeoic acid, 
but this is not regarded as established definitely. * H. W. 



i. 806 


ABSTRACTS OF CHEMICAL PAPERS. 


A^-Decenoic Acid, a Previously Unknown Acid from Butter. 

Ad. Grun and Th. Wirth (Ber., 1922, 55, [B\ 2197—2205).^-. 
Butter fat is treated with methyl- alcoholic hydrogen chloride 
(1*5%) and the methyl esters are submitted to fractional distillation 
whereby a portion, b. p. 100— 140°/15 mm., iodine number 9-8, 
is obtained. The fraction is hydrolysed and a partial separation 
of the saturated and unsaturated acids is effected by systematic 
treatment of the corresponding lead salts in the usual manner. 
A mixture of approximately equal amounts of decenoic and decoio 
acids is thus produced which cannot be more completely separated 
by any of the ordinary methods. It is therefore esterified and the 
methyl esters are brominated in dry chloroform solution. The 
products are readily separated from one another by distillation 
under diminished pressure, whereby methyl dibromodecoate , b. p. 
185 — 186°/7 mm., is obtained. Treatment of the latter with 
5N- methyl alcoholic hydrogen chloride and zinc yields methyl 
A H -decenoate, a colourless, mobile liquid, b. p. 115— 116°/12 mm., 
which is hydrolysed to A a - decenoic add, CH 2 !CH*[CH 2 ]/C0 2 H, a 
colourless, fairly mobile liquid, b. p. 142°/4 mm, m. p. below 0°. 
The constitution of the acid is deduced from its conversion by 
ozone into azelaic and formic acids. This is the first instance 
on record of the isolation of an unsaturated acid of such low 
molecular weight or of one containing a terminal unsaturated 
bond, from a natural fat. H. W. 

China Wood Oil. K. H. Bauer and K. Herberts ( Chem . 
Umschau, 1922. 29, 229 — 232). — China wood oil occupies a special 
position among the drying oils in containing practically no saturated 
acid and very little oleic acid, elseostearic acid, Ci 8 H 32 0 2 , having 
two unsaturated double bonds, being the characteristic acid. This 
acid, which forms large, colourless crystals, m. p. 48°, is designated 
a-elceostearic acid, whilst the |3-form, to which it easily changes 
spontaneously, has m. p. 71°. Such transformation also takes 
place with the glyceride by exposure to light, or the catalytic 
influence of iodine, sulphur, etc. Since a-clceostearic acid on 
hydrogenation yields stearic acid, it is considered to be a straight 
chain fatty acid of the C 18 series. From examination of the 
decomposition products of the ozonide of a-elaoostearic acid, and 
from the results of oxidation by potassium permanganate, it is 
concluded that it has the constitution 

CH 3 *[CH 2 ] 3 *CH:CH‘0H 2 *CH a *CH:CH-[GH 2 ] 7 *CO 2 H, 
as compared with its isomeride, linolic acid, 

ch 3 -[ch 2 ] 4 -ch:ch-ch 2 *ch:ch*[ch 2 ] 7 'C0 2 h, 

the melting points of the tetrabrornides from these two acids being 
114° and 114‘5°, respectively. Nicolet has proved their separate 
identity by the considerable lowering of melting point which occurs 
when the two are mixed. This has been confirmed by the authors, 
who denominated the bromo-dcrivative of x-eloeostearic acid by 
means of zinc dust in alcohol and obtained a product free from 
bromine having\n. p. 68—70°, (3-eheostearic acid having m. p. 71°, 
thus showing a transformation of the ot-fnrm into the (3-form and 
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a distinction of the bromo-derivatives of both forms from that 
of linolic acid. By esterification of a-elaeostearic acid with methyl 
alcohol in the presence of sulphuric acid, separation of the ester 
by distillation (b. p. 220735 mm.) and subsequent saponification 
and separation of the acid, p-elaeostearic acid alone, in. p. 69 — 
70*5°, was found, the change from the a- to the [J-form being 
attributed, not to the action of the alkali used for saponification, 
but to the sulphuric acid used in esterification, a result some- 
what comparable with the observed obtainment of the p. -glyceride 
by mere extraction of the seed with carbon disulphide. By saponi- 
fying the anhydride obtained by heating a-elaeostearic acid with 
acetic anhydride and liberating the free acid, the original a-elaeo- 
stearic acid was obtained with m. p. 40°. The authors conclude 
that the transformation of a-elaeostearic acid into its p-isomeride 
is most probably not accounted for by the mere action of light, 
since exposure to light was as far as possible avoided and con- 
ditions maintained as equal as possible in the two experiments 
of esterification of a-elaeostearic acid and saponification of its 
anhydride respectively. A. i>E W, 

The Colouring Constituents of Montan Wax. J. Marcusson 
and H. Smelkus [Chem. Ztg 1922, 46, 701 — 702). — On extracting 
montan wax with ether in a Sox h let apparatus, 23% of the wax 
dissolves and the solution, on being mixed with an equal volume 
of 96% alcohol and cooled to —20°, yields 18% of low-melting 
wax which contains about 6% of hydroxy-acids. The ether- 
alcohol solution contains 9% of a resin having a dark brown colour 
and dissolving readily in benzene, chloroform, and pyridine. On 
heating with sulphuric acid the resin yields a green, insoluble 
compound containing 4% of sulphur; with fuming sulphuric acid 
a black mass containing 7*8% of sulphur and slowly soluble in 
water is formed, whilst nitric acid gives a characteristic cyclic 
nitro-compound. 

The residue of the original wax insoluble in ether contains about 
10% of a brownish- black, imsaponifiable substance soluble in 
benzene, whilst the remainder consists of esters of a mixture of 
hydroxy- acids. These acids form a dark brown, friable mass, 
which contains 3*1%) of sulphur, is soluble in benzene, chloroform, 
and amyl alcohol, has a saponification value of 94, acid value oS, 
iodine value 13, and on reduction with sodium in amyl alcohol 
solution yields a mixture of fatty acids. No humic acids could 
be detected in the mixture. The potassium salts are soluble in 
59% alcohol, benzene, and hot water. A. R. P. 

Some Derivatives of Ethyl Hydrogen Diethylmalonate. 
Philippe Dumesnil {Bull. Soc. ckim., 1922, [iv], 33, 687 — 689; of. 
A., 1921, i, 391). — The following substances have been prepared 
from ethyl hydrogen diethylmalonate. Ethyl diithylmahtuil 
chloride, COCl*0Et^*CO 2 Kt, a colourless mobile liquid, l). p. 102720 
mm., whieh gives the usual reactions of acid chlorides. Ethyl 
dkthylmalonic anhydride , G(C0*CEty00 2 Et) 2 , J colourless liquid, 
b. p. 210°/24 mm., which reacts with ammonia,* yielding the eorre- 
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sponding amide ; attempts at esterification were unsuccessful. 
Ethyl diethyimaionamide (cf. Conrad and Zart, A., 1905, i, 754), 
formed by the action of ammonia on both the acid chloride and 
the anhydride; the diethylamide , NEtyCO’CEt^COgEt, a colour, 
less liquid, b. p. 170°/28 mm., by the action of ctiethylaruine on 
the acid chloride ; benzyl ethyl diethyhnalotuiic, from the acid 
chloride and benzyl alcohol, a colourless liquid, b. p. 187°/22 mm. 

H. J. E, 

Some Derivatives of n-Butylmalonic Acid. Artiiur W, 
Dox and Lester Yoder ( J . Amer. Chem . Soc., 1922, 44, 1578— 
1581). — A number of new derivatives have been prepared from 
ethyl rc-butylmalonate. Of chief interest among these is 5-ethyl. 
5-w-butylbarbiturie acid, which is a powerful hypnotic. The 
substitution of a phenoxy-group for either of the alkyl radicles 
in this substance destroys its physiological activity. 

Ethyl n-butylmalonate is converted by concentrated aqueous 
ammonia into n-butylmalonamide, slender, hair-like needles, 
in. p. 200°, and by aqueous methylamine (33%) into n-bntyh 
NN '-dimethylmalommide, colourless, glistening needles, m. p. 
184°. n- But ylmalanan Hide , colourless needles, m. p. 193°, is pre- 
pared by heating a mixture of aniline and ethyl w-butylmalonate 
at its boiling point; the similarly prepared n-bu tylmalono - o-tdu- 
idide crystallises in colourless needles, m. p. 202°. fr-n- Butyl 
barbituric acid , m. p. 214°, is converted by bromine in methyl- 
alcoholic solution into o-bro mo ■ 5 ■ n - buiylbarb ituric acid, colourless 
needles, m. p. 114°. Ethyl bromo - n -butylm alona te . , a colourless 
liquid, b. p. 152 — 153°/20 mm., 252 — 253° (decomp.)/737 mm., 
1*238, is obtained by the addition of bromine, containing a 
trace of iodine as catalyst, to ethyl tt-butylmalonate ; it is trans- 
formed by an alcoholic solution of sodium phenoxidc into ethyl 
phenoxy-n -butyl tnaloi late, a viscous liquid, b. p. 170 — 173°/8 mm., 
d 2 ,{ 1*063. The latter ester is converted by carbamide and ethyl 
alcoholic sodium cthoxide solution at 105° into 5-pkenoxy-o-n-butyl- 
barbituric acid, small, colourless needles, m. p. 167°. Ethyl ethyl- 
butylmalonate, b. p. 243 — 245°/755 mm., is converted in a similar 
manner into i)-elhyl-5-i\-butylharbituric acid , m. p. 125°. 

Action of a-Bromo/sobutaldehyde on Sodiomalonic Ester. 

Adolf Franks and Gerald Groeger (Monatsh., 1922, 43, 56— 
60). — The reaction between ethyl sodiomalonatc and a-bromofso- 
butaldehyde takes an unexpected course, yielding the ethyl estei 
of y-isobiilylidenemalonolaclone, transparent crystals, m. p. 68° 
b. p. 177— 178°/25 mm., which, on oxidation by cold alkaline 
permanganate, gives tfj-d i hydroxy - y - isohexolactone , m. p. 97° 
Condensation of the same aldehyde with ethyl sodioacetoacetah 
gives a substance, C 10 H 16 O 4 , b. p. 135 — 140°. C. K. I. 

New Class of Active Racemic Substances. Pit. Landriei 
(Bull .a,, chim\ 1922, 33, 667—672; cf. Delepine, A., 1921 
n, 567). A compound of r/- tartaric acid with inactive tartarii 
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acid was prepared, containing one molecule of each acid with two 
molecules of water of crystallisation, the rotatory power of which 
is equal to half that of the active acid. In order to prove that 
the substance was a compound and not a mixture, its equilibrium 
with the mother-liquor from which it was crystallised was studied 
at a temperature of 13-5°, and the conditions under which either 
of the acids or the compound of the two could be deposited were 
ascertained. The equilibrium diagram is given and a similar 
curve was obtained from Z- tartaric acid and the inactive form. 
The conclusion is drawn that it should be possible to obtain a 
triple compound of these acids which should be regarded as a 
compound of racemic acid with the inactive form. The author 
considers that, in order to obtain molecular compounds of optically 
active substances, it is not necessary that the activity of those 
substances should be of opposite sign. H. J. E. 

Preparation of Methylenecitric Acid. C. Gastaldi (Boll. 
Ckim. Form 1922, 61, 353 — 357). — When 40 grams of crystallised 
citric acid and 0 grams of paraformaldehyde are heated together 
at 145° in a sealed tube of 90 c.c. capacity, methylenecitric acid 
is formed in 74% yield. T. II . P. 

Synthesis of the Polyacetic Acids of Methane. VII. 
isoButylene-ctyy'-tricaf'boxyHc Acid and Methanetetra-acetic 
Acid. Christopher Kelk Ingold and Lewis Charles 
Nickolls (T., 1922, 121, 1638— 1G48). 

Methylated Saccharic Acid and Methylated Mucic Acid. 

P. Karrer and J. Peyer (Helv. Chim. Ada , 1922, 5, 577—581).— 
Potassium saccharate was methylated first with methyl sulphate 
in alkaline solution, and when the partly methylated product had 
been freed from inorganic salts, inethyiation was completed by 
boiling with methyl iodide in presence of silver oxide. Purified 
methyl tetramdhylsac^kamte , C0 2 Me«[CH*OMc] 4 *CO 2 Mc, crystallises 
from ether in stout needles or plates, m. p. 68 V [a] 1 ,? 4-8-88° to 
10‘26°. T el ramelhykuccha rod lam id e , prepared by the action of 
ammonia on a cold concentrated aqueous solution on the above 
compound, forms colourless, apparently rhombic plates, m. p. 
237°; [a],? 412-22° in water. Mucic acid, when methylated in 
a similar manner to saccharic acid, gives methyl tdramdhjhmmte , 
crystallising in monoclinic or rhombic tablets, m. p. 103°. A second 
product, isolated in small quantity, is probably methyl Irimethyl- 
mucaie . , m. p. 165 — ICG 3 . T etramefh yhn itcodiam ide forms small, 
tabular crystals, m. p. 276°. Barium telra methyUaccharate crystal- 
lises in long needles, very soluble in water ; the silver salt forms 
a very soluble, white powder. E. H. R. 

The Alcoholic Fermentation of Formaldehyde. Hans 
Muller (Helv. Chim. Ada , 1922, 5, 627 — 62S). — To account for 
the alcoholic fermentation of formaldehyde by osmium, E. Muller 
supposed the intermediate formation of a compound, H 2 C0 2 , 
containing sexavalcnt carbon (this vol., i, 11*/). On account of 
the widespread nature of Cannizzaro’s rcactron in physiological 

m 
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change, it- is interesting that in this case also it will explain the 
observed facts. Assuming that 2 mols. of formaldehyde give 
1 mol. of methyl alcohol and 1 mol. of formic acid, the last can 
also behave as an aldehyde and by the same reaction give 0-5 mol. 
of formaldehyde and 0'5 mol. of carbon dioxide. The formalde- 
hyde thus regenerated starts the cycle again. The products of 
fermentation, methyl alcohol and carbon dioxide, are thus produced 
in the molecular ratio 2 : 1, in agreement with the experimental 
results. E. H. R. 

Asymmetric Synthesis. J. Pirak { Biochem . Z. y 1922, 130, 
76 — 79).-— The combination of sodium hydrogen sulphite and 
acetaldehyde and subsequent addition of potassium cyanide was 
carried out slowly in the circularly polarised light from a metal 
filament lamp of 250 candle power or from a mercury lamp. The 
cyanohydrin was converted into lactic acid. The latter was 
invariably inactive, even in presence of molybdic acid. H. K. 

The Preparation of Aldehydes from Tertiary Alcohols. 

R. Locquin and Sung Wouseng [Compt. rend., 1922, 175, 100— 
102). — It has previously been shown (this vol., i, 710) that tertiary 
alcohols of the type HOCRR'*CH;CH 2 are readily converted by 
acids into primary alcohols of the type ORR'ICH*CH 2 ‘OH, and it 
is now' shown that, if these tertiary alfohols are acted on by 
chromic acid mixture, they give aldehydes of the type 
CRR'ICH-CHO. 

Thus this oxidation process is not necessarily a means of differentiat- 
ing a primary from a tertiary alcohol. W. G. 

Preparation of Ketones from Secondary Alcohols. Seth 
Bliss Hunt (F.P. 523108; from Chan. Zentr 1922, ii, 142). — 
Secondary alcohols in the state of vapour are mixed with oxygen 
and an indifferent gas in the presence of metallic catalysts, pre- 
ferably copper or copper alloys, at 475—800°. Acetone is thus 
prepared from an alcoholic mixture containing principally isopropyl 
alcohol (from petroleum hydrocarbons). The alcohol, heated at 
65°, is mixed with sufficient air for its oxidation and the mixture 
is passed over a copper catalyst at 500°. The yield of acetone 
amounts to 75% of the theoretical yield. O. W. R. 

Catalysis. XVI. The Inversion of Sucrose by Hydrogen 
Ion. Thomas Moran and William Cudmore McC ullage 
Lewis (T., 1922, 121, 1613—1623). 

Methyl Ethers of Xylan. Emil He user and Wilhelm 
Ruppel (Ber., 1922, 55, [ B ], 2084 — 2088; cf. Heuser, Braden, and 
Kiirschncr [this vol., i, 113]). — The presence of two hydroxyl groups 
in xylan has been show'n by the formation of a diacctate and 
dibenzoate, and is now further confirmed by the production of a 
dimethyl ether. 

Although xylan is very readily soluble in solutions of alkali 
hydroxides, it caiVnot be converted by methyl sulphate in these 
media into methylated products containing more than 1—1-5 
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methoxyl groups for each C 5 H 8 0 4 complex. The products thus 
obtained are freely soluble in odd water, but the solutions become 
turbid when they arc warmed owing to separation of methyloxylan. 
Better results are obtained with silver oxide and methyl iodide. 
Xylan, pre-methylatcd with sodium hydroxide and methyl sulphate, 
is almost completely methylated by these reagents boiling under 
slightly increased pressure, and is completely converted into 
diinethylxylan, a brittle mass which softens at 65 — 70°, when 
similarly treated under pressure at 100°. H. W. 

Constitution of Polysaccharides. I. Xylan and its Acetyl 
Derivatives. I. Shigeru Komatsu and Kozo Kashima {Mem. 
Coll. Sci. Kyoto Imp. Vniv ., 1922, 5, 307 — 314). -The isolation of 
xylan from wheat straw and corn cobs is described in detail. It 
is noteworthy that xylan prepared from the latter source yields 
scarcely any acetyl derivative by the action of acetic anhydride 
and acetyl chloride with or without catalytic agents, whereas that 
derived from wheat straw easily yields acetyl compounds. 

Monoacetylxylan, [ajj] —202° 6' when dissolved in chloroform 
(cf. Bader, T., 1890, 70, 1335), is prepared from xylan and acetyl 
chloride, or in better yield from xylan, and glacial acetic acid and 
acetic anhydride containing chlorine and sulphur dioxide. Its 
molecular weight in boiling chloroform solution corresponds with 
the formula {C 7 H 10 O 5 ) 2 - iDiacetylxylan (cf. Bader, he. cit.) is 
prepared by treating xylan with acetyl chloride and pyridine, 
acetic anhydride, chlorine, and sulphur dioxide, or acetic anhydride 
and zinc chloride; it has -—135° 9' in chloroform solution. 

The hydrolysis of xylan and its acetates by A'/o-bcnzencsulphonio 
acid has been investigated. II. W. 

Galactosan. Am ft Pictet and Henry Vernet (Hdv. Chim. 
Ada, 1922, 5, 444 — 448). — Galactosan is difficult to separate from 
its polymerisation products. When galactose is dehydrated at 
180°/15 mm., the molecular weight of the product corresponds 
with (C 6 H 10 O 6 ) 3 ; at 145° /15 mm. the. product corresponds with 
(C 6 H 10 O 5 ) 2 , whilst at 135° /2 mm. the product, which is very hygro- 
scopic, appears to be a mixture of galactosan and digalactosan. 
The galactosan was partly purified by extraction with boiling 
alcohol, in which it is more soluble than its polymerides. In its 
chemical behaviour it is similar to glucosan, and is undoubtedly 
an anhydride of the a-series. It polymerises slowly at the ordinary 
temperature; in the hot, polymerisation is accelerated by zinc 
chloride, which brings about, at 170°, the formation of a mixture 
of tetra- and penta-galaetosan. 

With cold hydrochloric acid, galactosan forms galactosyl chloride, 
but the product is contaminated with polygalactosides, through 
the polymerising action of the acid, The impure a -galactosyl 
chloride forms a transparent, brown, amorphous residue from 
alcohol. Condensed with dextrose and sodium in alcoholic solu- 
tion, it forms a disaccharide, probably (jlucose- %-thladmide, giving 
an osazone, yellow needles, in. p. 158°. This osaz/ne is not identical 

//* 2 
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with that of glucose- p-galactoside prepared by Fischer and 
Armstrong (A., 1902, i, 746). E. H. R. 

Sublimation Experiments with Carbohydrates. P. Karre r 
and J. 0. Rosenberg (Helv. Chim . Acta , 1922, i>, 575 — 576).- — -It 
was shown by Pictet and Sarasin (A., 1918, i, 59) that when starch 
was distilled under reduced pressure, laevoglucosan could be identified 
in the distillate. The same compound has now been obtained as a 
sublimate by heating potato starch at about 220° in a very thin 
layer, having a cold condensing surface within 2 mm. of the heated 
starch, at atmospheric pressure. Lievoglucosan was obtained in a 
similar manner from a-tetra-amylose at 220°, and with rhamnosc at 
120 o /12 mm. the sugar itself was sublimed. E. II. R, 

Viscosity of Cellulose in Cuprammonium Hydroxide 
Solution. I. Determination of the Viscosity. Reginald 
Arthur Joyner (T., 1922, 121, 1511 — 1525). 

Constitution of Polysaccharides. V. The Yield of Glucose 
from Cotton Cellulose. James Colquhoun Irvine and 
Edmund Langley Hirst (T., 1922, 121, 1585 — 1591). 

Oxidation of Lignin and Lignosulphonic Methyl Ethers. 

Emil Heuser and Sigurd Samuelsen ( Celluloscchem ., 1922, 3, 
78 — 83).— Hitherto it has not been possible, by the oxidation of 
lignin or lignosulphonic acid, to obtain products intermediate 
between the original complex and oxalic acid. It was thought, by 
analogy, that the complete methoxylation of the lignin might 
stabilise the molecule and lead to oxidation products having a 
direct constitutional relationship to the original lignin. Both 
lignosulphonic acid and lignin isolated by Willstatter and Zech- 
meister’s method were completely methoxylated by six successive 
treatments with methyl sulphate and sodium hydroxide at 70°. 
The methoxyl value of the sul phonic acid was thus increased from 
13*07 to 25*43% and that of the lignin from 14*15 to 26*05%. 
These products were then oxidised by alkaline permanganate at 
90° and by alkaline peroxide, but no product other than oxalic 
acid could be isolated. The volatile acids, calculated as acetic, 
amounted only to 0*9% of the methyl-lignin oxidised. A statistical 
account of the oxidation of methyl-lignin by alkaline permanganate 
showed 44*76% of the original carbon in the form of carbon dioxide 
and 10*69% in the form of oxalic acid; thus only 55*65% of the 
total carbon oxidised has been accounted for. J. F. B. 

The Effect of Dakin’s Hypochlorite Solution on certain 
Organic Substances. N. O. Engfeldt ( Z . physiol, Chem ., 1922. 
121, 18—61). — The action of Dakin’s hypochlorite solution, con- 
taining 0*5% of sodium hypochlorite, 0*5% of sodium carbonate, 
and 0*45% of sodium hydrogen carbonate, on carbohydrates, fats, 
soaps, and glycerol, proteins, amino-acids, ammonia, and aldehydes, 
has been investigated. The general method is to treat a given 
amount of the substance with the hypochlorite solution for a given 
time at a given temperature, and to estimate the amount of hypo- 
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chlorite left by treatment with an iodide and estimation of the iodine 
set free. Fats, soaps, and glycerol react only to a small extent; 
most of the other substances investigated react much more com- 
pletely and rapidly. In particular, hippuric acid is found to be 
attacked, yielding benzoic acid, formaldehyde, and ammonia, in 
opposition to the results of Langheld (A., 1909, i, 138, 557) and 
Dakin. W. 0. K. 

Optically Active Amine Oxides. III. Jakob Meisen- 
heimer ( Anmlen , 1922, 428, 252 — 253). — A general introduction 
to the accompanying papers (cf. following abstracts, and this vol., 
j, 822). C. K. I. 

Optically Active Amine Oxides. Ill (i) . Methylethylpropyl- 
amine Oxide. J. Meisenhetmer and Hermann Bernhard 
{Annalen, 1922, 428 , 254 — 298). — The optical resolution of this 
oxide was not accomplished although the d-bromocamphorsulphon- 
ate, tartrate, and d-camphornitronate were fractionally crystallised. 

Methylethylpropylamine , prepared from propyl bromide and 
methylethylamine, has b. p. 91 — 92°, yields a hydrochloride , m, p. 
177 — 179°, a picrate , m. p. 94 — 95°, and a platinichloride, m. p. 
17C — 177°. The oxide is extremely hygroscopic, and yields a 
hydrochloride , m, p. 53 — 56°, a picrate, m. p. IOC — 107°, a platini - 
chloride, rn. p. 204 — 210°, a d - bromommphorsulphonate , m. p. 89 — 
91°, a d -tartrate, m. p. 99 — 100°, and a d’Campkornitronate, m. p. 
82—83°. C. K. I. 

Optically Active Amine Oxides. Ill (ii). Methylethylallyl- 
amine Oxide. J. Meisexhelmer and Artur Lohsner (Annalen, 
1922, 428, 269 — -278). — Mcthylcthylallylaminc oxide has been 
resolved into its optical antipodes by fractional crystallisation of 
its d-bromocamphorsiilphonate. 

M elkyldhylallylamine , prepared from methylethylamine and allyl 
bromide, has b. p, 88 — 89°, forms a picrate, in. p. 90°, and an oxide , 
which gave a dl-jp/wite, m. p. 134 — 135°. The d-bromoca rnphor- 
sulphonaie. of the /-amine oxide, which was crystallised from ethyl 
acetate, crystallises with 1H 2 0, has m. p. 66— 68°, and yields the 
1 -picrate, having in. p. 133 — 134° and [ac] D — 2'6 C . The d-6romo- 
campkorsv, Iphonate of the d - amine oxide, which was purified with 
the aid of ethyl nitrate, crystallises with 2H 2 0, has m. p. 57 — 58 s , 
and gives the d -picrate, in. p. 133 — 134°, [a] D -j-2’9 0 . C. K. I. 

Proteinogenous Amino-alcohols and Cholines. II. P. 

Karrer, M. Cisler, E. Horlacher, F. Locher, W. Mader, and 
H. Thomann (Ilelv. Chim . Acta, 1922, 5, 469 — 489). — In a previous 
paper (A., 1921, i, 228) the preparation was described of a number 
of amino-alcohols and cholines from naturally occurring amino- 
acids. On account of their close crystallographic, chemical, and 
physiological relation to one another and their possible occurrence 
in the plant and animal organism, the study of these compounds 
has been extended. In most eases the racemic '(wins only were 
prepared. • 
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Alanine-choline was prepared in the following stages cr-Bromo- 
propionic acid was condensed with dimethylamine, and the crude 
product esterified with ethyl alcohol, giving ethyl a -dmethykmm- 
propionate (N -dimethylalanim ethyl ester), a pale .yellow oil, b.p. 
150° /740 mm. This was reduced with sodium and alcohol, giving 
N -dimethylalaninol, a pale yellow oil. b. p. 140 141°/738 mm. 
With methyl iodide, this readily gives alanme-cholme. iodide, 
OH-CH *CHMe*NMe 3 I m. p. 296°. Free akinim-cholim is similar 
to the base of ordinary choline and very hygroscopic Its auri. 
chloride., C 6 H 16 ON,AuC 1 4 , has m. p. 247 . The ploiinichloride . , 

/('i xx oNYPtCL m p. 228°, crystallises in stout, rhombic prisms, 
a f 6 c =0 707 2 : * 1 : 0 5689; >1*863. The picrate of alanine, 
choline forms golden-yellow crystals, m. p. 265°. 

Valinol, CHMc 2 -CH(NH 2 )-CH 2 -OH, was prepared by the reduc- 
tion of valine etfiyl ester (ethyl a-amino^valerate) j it formsa 
colourless oil with a strong odour, b. p. 181—186 /720 mm, the 
hydrochloride, in. p. H4 J , is very hygroscopic. Valine-choline was 
synthesised as follows: a-Bromoisovalenc acid was condensed 
with dimethylamine, and the product ethylated, giving ethyl 
a-dimethyhminommlerate, b. p. about 160“. This was reduced 
with sodium and alcohol to dmethylmhrud, which with methyl 
iodide gave valine-choline in the form of its iodide, m. p. 1J*. 
The anfichloride, C 8 H 20 ()N,AuC 1 4 , forms yellow leaflets, m. p .22a , 
the pbtmichloride, browmsh-red prisms, m. p. 210— -11 . Atten- 
tionis directed to the hindering effect of the isopropyl group on 
the condensation of oc-bromowovalerie acid with dimethyUmme. 

Attempts to reduce the esters of jV-acetyl-f-tyrosine and ^-acctyl- 
O-methyl-f-tyrosine to amino-alcohols were unsuccessful. N-Acef/ 
Lrosme forms white crystals, m. p. 165“; by methylation with 
methyl sulphate it gives X-acetyl-O-methyMyrosine white : needles, 
„ ., 1 47 _i 48 ° When hydrolysed in acid solution this give* 

oJlhllliymine, white, glLming leaflets, m. p. 243“; its ethyl 
ester forms a hydrochloride, fine, white needles. *T^ine-choline 
and its O-mcthyl ether were prepared as follows . «-Bi omo-P-p-amsjl 
propionic acid was condensed with dimethylamine and the product 
esterified giving O-methyl-X-dhneAyltyrosine ethyl ester an oil of 
unp^nt 8 odour, b. p* 165“/4 mm By reduotion h.s ga 
O^mthyl-X-dimethyltyrosinol, a nearly colourless oil, b. p. \*d I* • 
The corresponding choline, O-methyUyronne.Mine, forrns a crystal- 
line iodide ^m p 137 139“; the aurichbride forms large, flat leaus 

or 'rosettes of yellow needles, m. p. 112-115“; the ptahmcMonde, 
orange-yellow leaflets, m. p. 204”. By dcmethylation of the aboie, 
ZrofnlcMinc was obtained ; its iodide forms small, white needles, 
m p 176°; the chloride, small leaflets. 

The acetyl derivatives of the synthetic cholines show simil. 
pharmacological behaviour, for instance, m their action on * 
isolated frog’s heart, to ordinary acetylcholine, but greater co ■ 
« required. Wh J injected intravenously they are 
much less active than ordinary acetylcholine. 

\-aa-Dimethyl\ucinol was obtained by the action of mag 
methyl iodide^ on Meucine ethyl ester. It is an oil of unpleasant 
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odour, b. p. 187 — 190°/720 mm. ; its hydrocMoride forms white 
needles, m. p, 166°, and its sulphate, m. p. 237°. 

The stearic and palmitic esters of tlie synthetic cholines show a 
similar haemolytic behaviour to those of ordinary choline (cf. Four- 
neau and Le Page, A,, 1914, i, 938). These esters generally show 
the phenomenon of a double melting point, first melting to oily 
drops which adhere to the walls of the tube and then becoming 
fluid at a higher temperature with decomposition. The esters 
were prepared by the action of the acid chlorides on the choline 
iodides and chlorides. \-Leucinecholim iodide stearate, fine needles, 
in. p- 108 — 110° and 138 — 140°; the corresponding chloride forms 
white needles, m. p. 100° and 120°. l-Lcucinecholine iodide 
jjalmitate, m. p. 105° and 113 — 115°; corresponding chloride, 
in. p. 100° and 110°. dl- Phenylalaninecholine iodide stearate , 
groups of needles, m. p. 124 — 125°; corresponding chloride, 
crystal aggregates, m. p. 147° and 172°. d\- Phenylalaninecholine 
iodide palmitate , m. p. 125°; corresponding chloride, m. p. 147 5 
and 172°. E. II. R. 

Direct Synthesis of Carbamide starting from Carbon 
Dioxide and Ammonia. Kenneth 0. Bailey {Compt. rend., 
1922, 175, 279 — 281). — A yield of 14% of carbamide calculated on 
carbon dioxide was obtained by passing this gas with an excess of 
ammonia through a quartz tube, heated to redness, and traversed 
by a concentric glass tube through which cold water was circulated. 
The* carbamide was deposited on the cool walls of the latter, and 
by using alumina or thoria as catalysts the yield was increased to 
19%. By recirculation of the unused carbon dioxide, the yield was 
further raised to 50% or more. Above 500°, no carbamide was 
formed, and at 450° only small quantities. As the experiments 
were conducted at atmospheric pressures and the product was 
always accompanied by a small amount of ammonium cyanate, 
ammonium carbamate cannot be considered as an intermediate 
product of the reaction, which probably takes the course represented 
by the equations following: ( 1 ) C0 o -f- XHy— II., O -J- H0*C1N ; 
(2) HOC-N ^ HN:CO; (3) HX:CO+N T K 3 -(NH,),CO; (4) 
ho-cn+nh 3 -nh 4 ocn. U f. m. 

Halogenation. XXI. Some Derivatives of Carbamic 
Esters. Chlorine as a Simultaneous Oxidising and Condens- 
ing Agent. Rasik Lai. Datta and Bibhit Charax Chatterjee 
{J. Amer . Chetn. Soc., 1922, 44, 1538 -1543). — When chlorine 
is passed into a solution of a carbamic ester in methyl alcohol, 
the latter is oxidised to formaldehyde, which then condenses with 
two molecular proportions of the ester, giving a methylencdi- 
carbamic ester. A similar reaction occurs in benzyl-alcoholic 
solution. With ethyl alcohol, simultaneous chlorination and 
oxidation of the alcohol occurs, with ultimate production of a 
dichloroethylidenecarbamic ester. With substituted urethanes 
containing an aromatic nucleus, the latter also undergoes chlorin- 
ation. Condensations of this type do not oc?ur with secondary 
alcohols. 
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The following compounds have been prepared. Ethyl methylene, 
dicarbamate, colourless, silky needles, m. p. 131°; the methyl 
ester, CH^NH-COgMe)^ slender needles, m. p. 124° {cf. Conrad 
and Hock, A., 1903, i, 607) ; th e propyl ester, colourless, silky needles, 
m. p. 113°; the iso butyl ester, slender needles, m. p. 115°; the 
isoamyl ester, a colourless, microcrystalline powder, m. p. 80°. 
Ethyl benzylidenedicarbamale , CHPh(NH*C0 2 Et) 2 , silky needles, 
m. p. 175°; ethyl dichloroethylidenedicarbamate, 
CHCl 2 «CH(NH‘C0 2 Et) 2 , 

slender needles, m. p. 122° ; meikyhnedi-p-chlorodiphenyldiurethaiie , 
CH 2 [N(C 6 H 4 Cl)*C0 2 Et] 2 , colourless needles, m. p. 87°; methylenedl 
tetrachloro - a - mpkthyldiurethane, CH 2 [N’(C 10 H 5 Cl 2 )*CO 2 EtJ 2 , colour- 
less needles, in. p. 1G0 — 161°. 

Urethane in aqueous solution is converted by chlorine into 
monochlorourethane, which is hydrolysed slowly by cold water to 
ethyl 4-chloromethylcyeZomethyIenehydrazincimide-l : 3-dicarboxyl. 

ate, OT 2 Cl.CH<^Oq> NHj co j our ] ess nee dles, m. p. 143- 

144° (cf. Datta and Gupta, A., 1915, i, 122). The constitution 
of the substance is established by the isolation of the corresponding 
acetyl derivative, colourless, granular crystals, m. p, 117 — 118° 
and imide chloride, CH 2 Cl*CH(N*C0 2 Et) 2 NCl, unstable, granular 
crystals, m. p. 75 — 76°. 

Methyl dichlorocarbamate is obtained as a yellow liquid by the 
action of chlorine on an aqueous solution of methyl carbamate. 

H. W. 

Amide Formation from Esters of Secondary Alkylmalonic 
Acids. Arthur W. Dox and Lester Yoder ( J . Amer. Chem. 
Soc., 1922, 44, 1564 — 1567). — Fischer and Dilthey’s observations 
(A., 1902, i, 169) on the difference in the rate of amide formation 
from ethyl esters of mono- and di-alkylmalonic acids and Meyer’s 
observation (A., 1906, i, 358) on the difference in rate of amide 
formation from methyl and ethyl esters of dialkylmalonic acids 
have been extended to include the methyl and ethyl esters of 
sec, -alkylmalonic acids. With respect to amide formation, the 
secondary alkylmalonic esters arc found to resemble the dialkyl- 
malonic esters. 

iso Propylmalonamide, rhombohedra, m. p. 260°, is prepared by 
agitating methyl isopropylmalonate with aqueous ammonia 
(28%) at the atmospheric temperature. Methyl sec .•butylmahnate, 
b. p. 217 — 218°/748 mm. (prepared by the action of methyl alcohol 
and a little sodium methoxide on the corresponding ethyl ester, 
b. p. 234 — 236° /'755 mm.), is transformed similarly into sec , -butyl 
malanamide, m. p. 242°. On the other hand, the ethyl esters 
of isopropyl- and sec.-butylmalonic acids only give small quantities 
of the corresponding amides after protracted treatment with a 
large excess of concentrated aqueous ammonia, the greater part 
of the esters remaining unchanged. Methyl cyclo hexylmalonate, 
b. p. 121 — 122°/6 Vnm., d* 1073 7, is prepared in poor yield by 
the action of ethyl Hlco ho lie sodium ethoxide solution on methyl 
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malonate and cyclohexy] bromide ; it is converted by concentrated 
ammonia into cyclohexylmalommide, scaly crystals, m. p. 305°, 
and a product , needles, m. p. 169°, which is probably the imide. 
Methyl phenylmalonate gives phenylmalonamide, m. p. 233°. 

The ethyl sec.-alkylmalonatcs have been transformed into the 
corresponding sec.-alkylbarbiturie acids by treatment with carb- 
amide and an excess of sodium ethoxide at about 105 D ; 5-sec. - 
butylbarbituric acid , pearly scales, m. p. 199°, 5-cyclo hexylbarbituric 
acid) m. p. 254 — 256°, and o-cychhexyl-2- thiobarbituric arid , small, 
flat, pale yellow needles, m. p. 188 — 189°, are described. H. W. 

Tautomerism of Dyads. I. Detection of Tautomeric 
Equilibria in Hydrocyanic Acid. Edith Hilda Usherwood 
(T , 1922, 121, 1604—1612). 

The Action of Organomagnesium Compounds on Nitriles. 

Franz Bajsrts (Bull. Soc. chim. Belg ., 1922, 31, 184 — 192). — A 
study of the action of Grignard’s reagent on propionitrile in order 
to determine whether the latter yields condensation products 
similar to those obtained from acetonitrile (cf. Bruylants, Bull. 
Acad. Belg.) and also ketones according to Blaise’s reaction {A., 
1901, i, 133). With magnesium ethyl bromide, after treatment 
with water, two substances are obtained from the nitrile, termole- 
cuiar cyanoethane, (EtCN) 3 , and diethyl ketone, the latter in much 
larger proportion. In addition, a considerable quantity of triethyl- 
carbinol and bimolecular cyanoethane, (EtCX) 2 , is formed in the 
reaction. The bimolecular polymeride, which is the major product 
in the case of acetonitrile, is in this ease about 25% of the total. 
The formation of the polymeridcs is explained on the hypothesis 
that the nitrile acts as a pseudo-acid and schemes are suggested 
to account for the formation of these and other products. 

II. J. E, 

Butenonitriles. P. Bruylants (Bull. Soc. chim. Belg. } 1922, 31, 
175 — 184). — The preparation of (3-butenonitrile (viuylacetonitrile) 
from allyl iodide and cuprous cyanide (Henry, A., 1916, i, 549) need 
not be carried out under pressure; the reaction takes place with 
equal ease in the case of allyl bromide, and, in addition, the yield is 
quantitative. The following physical constants for the substance are 
given : b. p. 118-4— 118*6°/7GO*5 mm.; m. p. (after solidification in 
liquid air) 84°; »5 a 1*40297; 1*40602; aft, 1*41170; dt 0*83409. 

An isomeride may be obtained by gently heating y-chlorobutyronitrile 
and also from the corresponding bromo -compound. Decomposition 
into the unsaturated nitrile and the halogen acid takes place, but 
iu the latter case p-bromobutyronitrile is formed simultaneously. 
This isomeride, crotononitrilc, may also be obtained from vinyl- 
acetonitrile by addition of gaseous hydrochloric or hydrobromic 
acid and subsequent treatment with potassium hydroxide or 
pyridine. It consists of a mixture of the two possible stereo- 
isomeridcs, which can only be separated after repeated fraction- 
ation. Physical constants have been determined as follows : — 
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Fraction b. p. 107*6-107*8°, ri$ a 1*41503; nf 141821; n » 
1*42650; df 0*8244; fraction b. p. 120*3—120*5°, %Z 1*41835; 
nf> 1*42161; nf t p 1*42985; df 0*8239; and it is on the evidence 
afforded by these that the author bases his views, as to the space 
configuration of the substances, as chemical methods of invests 
gation have not, as yet, given any trustworthy indication. 

H. J. E. 

Possible Asymmetry of Aliphatic Diazo-compounds. H, 

P. A. Levene and L. A. Mtkeska ( J . Biol. Chem 1922, 52, 485— 
494). — The diazosuccinic ester previously obtained (A., 1921, i, 233) 
was converted into malic, chlorosuccinic, and bromosuccinic esters. 
In each case the products had small rotations, thus indicating the 
existence of optically active diazosuccinic esters. Further work, 
however, is necessary completely to solve the problem (cf. also 
Marvel and Noyes, A., 1921, i, 15). E. S. 

Preparation of Allylarsinic Acid. F. Hoffman n-La Roche 
& Co., Akt.-Ges. (Swiss Pat. S9055; from Chem. Zentr.> 1922, ii, 201. 
Additional to E.P. 167157). — Allylarsinic acid , 
ch 2 :cii*ch 2 -asO(OH) 2 , 

forms colourless needles or stout prisms, m. p. 129 — 130°. The 
white silver salt is soluble in dilute nitric acid. The acid decolorises 
bromine water, and permanganate solution made alkaline with 
sodium carbonate. The primary sodium salt, which forms lustrous 
leaflets, is not hygroscopic and melts partly at 87 — 88° in its water 
of crystallisation. The aqueous solution is w r eakly acid to litmus 
and can be heated to 120° without decomposition. The hygro- 
scopic secondary sodium salt has an alkaline reaction. The acid 
is decomposed by mineral acids with the separation of arsenious 
oxide. The zinc, lead, copper, cobalt, and iron salts are insoluble, 

G. W. R. 

Preparation of Hydrocarbons. Herman Plauson and 
Georg y, Tischenko (D.R.-P. 346065; from Chem. Zentr 1922, 
ii, 442). — Carbides which on treatment with water give acetylene, 
ethylene, or methane arc treated, either singly or mixed with 
steam, at 500 — 700°. The carbides of calcium, aluminium, man- 
ganese, cerium, lanthanum, and uranium arc used. With calcium 
carbide, a mixture of hydrocarbons containing more than 60% 
of benzene is obtained. A mixture of calcium and aluminium 
carbides at 600° in a vacuum gives pentinene, whilst at higher 
pressures polymerised hydrocarbons, for example, terpenes, are 
obtained. G. W. R. 

The Role of Mercuric Nitrate in the “Catalysed” 
Nitration of Aromatic Substances. II. Nitration of 
Naphthalene. Tenney L, Davis (J. Amer. Chem . Soc., 1922, 
44, 1588 — 1591; cf. A., 1921, i, 338). — Since naphthalene is very 
easily nitrated, ebneentrated nitric acid, even in the presence of 
mercuric nitrate, ^converts it promptly into nitronaphthalenes 
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and the amount of nitronaphthols which is formed is exceedingly 
small. The best conditions for the production of the latter directly 
from naphthalene are moderately dilute acid and moderately low 
temperature. In addition to nitronaphthalenes, 2 : 4-dinitro-oc- 
naphthol and probably 2-nitro-a-naphthol are produced. The 
unexpected formation of derivatives of a-naphthol renders the 
interpretation of the course of the action a matter of considerable 
difficulty. H. W. 

Preparation of a-Chloronaphthalene Derivatives. Kalle 
& Co., Akt.-Ges. (D.R.-P. 343147 ; from Chem. Zentr 1922, 
ii, 143 — 144). — Nitronaphthalene-a-sulphonic acids or naphtha- 
siiltone-a-sulphonic acids are treated with chlorine or chlorinating 
agents. The sulphonic acid group is thereby replaced by chlorine 
and chloronitronaphthalenes or chi oronapht nasu I tones are formed. 

1- Nitronaphthalene-8-sulphonio acid gives, by the action of 
chlorine, hydrochloric acid and sodium chlorate, or a hypochlorite, 
8-chloro-l-nitronaphthalene. Similarly, from 2-nitronaphthalene- 
4 : 8-disulphonic acid, 4 : S-dichloro-2-nitronaphtkakne is obtained ; 
it forms yellow needles, m. p. 132°. By reduction, 4 : Michloto- 

2- aminonaphthalerie, is obtained; it has in, p. 133°. Chlorination 

of l-chloro-o-nitronaphthalene-4-sulphonic acid gives 1:4 -dichloro- 
ii-nitroruiphthatene. 1 : 5 - DicMoroA - nitronaphthale ne is similarly 
obtained. Sodium naphthasultone- 4 -sulphonic acid gives in the 
same way 4 -chloronaphthasultonc, rn. p. 181 — 183°. It yields 
4-ckloro- ldiydroxymphthalene-8-sulphonic acid by warming with 
dilute sodium hydroxide solution. This compound gives by hydro- 
lysis 4-chloro-l-hydroxynaphthalene. The products are used in 
the preparation of colouring matters. G. W. R. 

Preparation of Naphthasultonesulphonyl Chlorides, Kalle 
& Co., Akt.-Ges. (D.R.-P. 343056; from Chem, Zentr., 1922, 
ii, 144 — 145). — Naphthasultonc or its sulphonic acids are treated 
with chlorosulphonic acid. In the case of naphthasullone, a 
sulphonyl chloride group enters the 5-position, whilst in that of 
the sulphonic acids the sulpho-group is chlorinated. The products 
are very reactive, and may bo used in the preparation of colouring 
matters. With ammonia or aminos, the sultone ring is broken 
with formation of sulphonamides or amide -substituted sulphon- 
amide derivatives of the corresponding a-naphtlialenesulphonic 
acids. By heating sodium naphthasultone-3-sulphonate with 
chlorosulphonic acid at 40 — 100°. naphthasullone^ -sulphonyl 
chloride, is obtained; it forms crystals, m. p. 185°. The corre- 
sponding anilide has m. p. 212 — 2*1 3\ Xaphtha&ultone-o-sulphonyl 
chloride , similarly prepared, forms crystals, m. p. 194°. The 
anilide has m. p. 146 — 147°. Xaphthasultone- 3 : G-r lisulphonyl 
chloride forms noodles, m. p, 163°. 0. W. R. 

Hydrogenation of 1 : 6-Dimethylnaphthalene. Fritz 
Mayer and Therkse Schulte [Ber., 1922, 55, [B], 2164—2167).— 

1 : 6-Dimethylnaphthalene is reduced by « sodium and boiling 
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amyl alcohol to 1 : § -dimethyl- A 6, 7 -5 : 8-f Mkydronaphthulene t b. p. 
118 o /10 mm., d 16 0-9700; the ^'-position of the double bond 
in the hydrogenated nucleus is established by the observation 
that the substance yields a liquid dibromide which regenerates 
1 : 6-dimethylnaphthalcno when it is distilled in a! vacuum. If 
the dihydro -compound is reduced by hydrogen in aqueous alcoholic 
solution in the presence of palladium, 1 : 6 -dimethyls : 6 : 7 : 8- 
tetrahydronapkihalene, a colourless liquid, b. p. 110 — 111 °/10 mm., 
d 16 0-9487, is obtained which is stable towards bromine and is 
oxidised by nitric acid to benzene- 1 : 2 : 3-tricarboxylic acid. On 
the other hand, if 1 : 6-dimethyInaphthalene is reduced at 240° 
and 20 — 25 atmospheres pressure in the presence of a nickel 
catalyst, it gives a mixture (b. p. 108 — 110°/10 mm., d ll> 0'9504) 
of 1 : 6-dimethyl- 1:2:3: 4-tetrahydronaphthalene and 1 : 6-di- 
methyl-o : 6 : 7 : 8-tetrahydronaphthalene which is oxidised by 
nitric acid to a mixture of benzcnc-I : 2 : 3- and -1 : 2 : 4-tri- 
carboxylic acids. H. W. 

Constitution of Carboniuxn Dyes. Halochromism. Hugo 
K auffmann (. Ber ., 1922, 55, [5], 1907 — 1968). — In reply to 
Hantzsch (this vol., i, 24), the author maintains his priority in 
the formulation of the triphenylmethanc dyes and other halochromic 
compounds as complex salts. His formulation of carboxylic acids 
antedates that of Hantzsch by six years. II. W, 

The Nature of Carbonium Salts. A. Hantzsch (J3er., 1922, 
55, [ B ], 2043 — 2048). — A reply to the criticisms of Fierz (this vol., 
i, 445), Kehrmann (this vol., i, 331) and Diltliey (this vol., i, 668) 
(cf. Hantzsch, this vol., i, 24). H. W. 

The Fluorene Series. VII. Dibenzofulvene. A. Sieglitz 
and H. Jasso* ( Ber 1922, 55, [B], 2032-2040).— Attempt? to 
transform fluorenyl-9-methylurethane, CH(C 6 H 4 ) 2 *CH 2 , N H ■0O 2 Kt , 
into fluorenyl-9-methylaruine have met with considerable difficulty 
(cf. A., 192*1, i, 791), and the further conversion of the latter by 
Hofmann’s degradation into dibenzofulvene, C(C 6 H 4 ) 2 ICH 2 , ap- 
peared not to be realisable. Unexpectedly, it is now found that 
the urethane can be converted directly into the desired hydro- 
carbon in small yield. 

Dibenzofulvene is prepared by the distillation of fluorenvl-9- 
methylurethane with calcium oxide in a current of hydrogen under 
20 — 30 mm. pressure. It crystallises in long, colourless needles, 
m. p. 46 — 48° (51° was observed on one occasion). In substance 
and in solution it becomes rapidly converted into amorphous 
products of high melting point. It is oxidised to fiuorenonc. 
The corresponding pier ate, stable, orange-red crystals, and a 
colourless, resinous, polymeric dibenzofulvene , m. p. 290° after 
softening at 255°, are described. 

Attempts to prepare 2 : 7-dibromodibcnzofulvene by an analogous 
method were unsuccessful; the following series of substances was 
incidentally prepare!!. Ethyl 2 : l-dibromo-Q- hydroxy ft uore n e - 9 - 
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acetate’ (annexed, formula), from 2 : 7-dibromofluorenone, ethyl 
/v v bromoacetate, and zinc, colourless leaflets, 

f m - p 106—107°, which is reduced by zinc 
Brl J \ A JBt and hydrochloric acid to 2 : 7-dibromofluor- 
v/ , ene-9-acetic acid. 2 : 7-Hibromo-9-/h/dnm/- 

HO CH,*CO-»Et fl v ' 0 ™ne-$-accticacid, small, colourless needles, 
m. p. 205 — 206°. Ethyl 2 : 7-dibroraodi- 
benzofulvene-w-earboxylatc, from the hydroxy-ester at 100°/18 ram., 
iu. p. 172—173°. 2 : 7 -Dibromofluomie-^-acethydrazide , colourless 
needles, m. p. 247 — 248°, and the corresponding acdonehydrazant, 
colourless needles, m. p. 234—235°, and benzaldehydehydrazone, 
colourless needles, m. p. 256—257°. 2 : l~D\bromoftuonnyl-§- 
meihylurethane, colourless needles, in. p. 191 — 192°. The latter 


when distilled with calcium oxide did not appear to yield the 
corresponding amine or unsatu rated hydrocarbon. 

In a further series of experiments, 2 : 7-dibromofluorenone was 


converted by magnesium and methyl iodide in the presence 
of ether into 2 : l-dibrom-ti-hydroxy-Q-metliylftuorene, colourless 
prisms, m. p. 162 — 163°, which was transformed by concentrated 
hydrochloric acid in the presence of glacial acetic acicl into 9 -chloro- 
2 ; l-dibromo-Q-methylfluorene, slender, colourless needles, m. p. 
182 — 183°. The latter gave 2 : 7-dibromo«9-niethylfluorene when 
distilled under diminished pressure, but was rapidly converted in 
boiling glacial acetic acid into 2 : 7 -dibromod then zof u Ivcne, slender, 
colourless needles, m. p. 205 — 206°, which may be preserved 
unchanged for some days in a vacuum. It did not appear to 
yield a picrate. In a similar manner, 2 : I’dibromo-Q-hydroxy-ty- 
f'lbjlfiuorene, colourless rodlets or coarse prisms, m. p. 133 — 134°, 
was transformed successively into d-chhro-2 : 1-dibromo-d-elhyl- 
jluorene , colourless, lustrous needles, m. p. 171°, and 2 : 7 -dibronio- 
w- rwthyldibenzofukaie , C(C 6 H 3 Br) 2 !0ILMc, colourless, woolly needles, 
m. p. 130 — 131°, which can be preserved indefinitely. 2 : 7- 
Dibrom-Q-hydroxy-fan-propylfliiorenc crystallises in small, colourless 
plates, m. p. 150 — 151°. 


2 : 1-Dibromo-^-hydroxyftiiorcnc , colourless needles, m. p. 168°, is 
prepared by the reduction of 2 : 7-dibromoftuorcnone by aluminium 
amalgam in the presence of moist ether. 


2 : 7-Dihromofluorene, which lias been shown previously (Sieglitz, 
A., 1920, i, 605) to be an excellent reagent for a series of aromatic 
acids, can also condense readily with aldehyde acids. Thus, with 
o-phthalaldehydic acid it yields 2 : 1-dibro m o-\)-be n z yl idanefl uore n e- 
'1‘ -carboxylic add, small, yellow needles, m. p. 224° after softening 
at 218° (ethyl ester, matted, yellow needles, m. p. 140°), and with 
opianic acid it gives 2 : 1 -dibromo-ty : 3' : V-dimethoxybenzyUdene- 
fl m re ne-2 ' - carboxyl ic acid , dull yellow, microscopic rodlets, m. p. 
249 — 250° after previous softening (ethyl ester, large, dark yellow' 
crystals, m. p. 135° ; corresponding dihydro-estor, colourless needles, 
m - P- 90°). H. W. 


Chlorination of p-Iododimethylaniline. , Georg Sachs and 
Ludwig Leopold (Monatsh., 43, 1922, 49 — 53).— Direct chlorination 
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of p-iododimethylaniline in chloroform solution at —12° yields 
O’CMorodimdhyfaniline-p'iodtidicldoride hydrochloride, a yellow, 
amorphous powder, decomp. 78 — 85°, which, on reduction by 
hydrogen sulphide, gives o-chtoro-p-iododimelhylanilipe , b. p. 159— 
161°/18 mm., 276 — 278°/760 mm. (partial decomposition). More 
vigorous reduction of the iododichloride with zinc dust and hydro- 
chloric acid gives o-chlorodimethylaniline. C. K. I. 

Preparation of A T -Nitroso-derivatives of Secondary Amines. 

Erich Schmidt and Heinrich Fischer (D.R.-P. 343249; from 
Okem. Zenlr ., 1922, ii, 202; cf. A., 1920, i, 727— 728).— Tetra- 
nitro me thane is allowed to react with a boiling alcoholic solution 
of pyridine and a tertiary amine, o -Tolylmdhylnitrosoamine is 
prepared from o-tolyldimethylamine, dielhylnitrosoamine from 
triethylamine, and dipke nylnitrosoa mine from diphenylmethyl- 
amine. Diphenylnitrosoamine forms light yellow crystals, m. p. 
66*5°. Nitroform, obtained as a by-product, may be reconverted 
into tetranitromethane. G. W. R. 


Optically Active Amine Oxides. Ill (iii). Benzylmethyl- 
ethylamine Oxide. J. Meisenheimer and Artitr Lohsner 
(Annalen, 1922, 428, 278 — 285). — Benzylmethylethylamine oxide 
has been resolved by means of its d-bromocamphorsulphonates. 

Bcnzylmethylethy famine , prepared from methylethylamin,e and 
benzyl chloride, has b. p. 85 — 87 D /10 mm., forms a picrate , m. p. 
1 13°, and an oxide, which gives a dl ■ picrate, m. p. 106 — 107°. 
1 •Benzylmethyletkylhjfdroxylammmiium d-bro mocampkorsulphovMe 
has m. p. 149 — 151°, and yields a 1 -picrate, in. p. 100 — 1 01°, 
[a] D — 0'25 o . d - Be nzylmdhyletkylkyd rvxylammon ium d -bromocam- 
phorsidphonatp has m. p. ill — 143°, and gives a d- picrate, m. p. 
101—103°, [«]„ +0*25° (cf. this vol., i, 813). 0. K. L 


1 : 8-Naphthasultam-4-sulphonic Acid and certain of its 
Derivatives. YV. Konig and J. Kkil (Ber., 1922, 55, [B], 
2149 — 2155). — The preparation of 1 : 8-naphthasultam-4-sulphonic 
acid and several of its derivatives is described. The sulphonic 
acid and its anilide are much less reactive towards diazo-compounds 
than the unsubstituted naphthasultam or a-iiaphthol*4*sulphonie 
acid. The tendency towards the formation of o-sulphaniino- 
dyes is considerably less than towards the formation of the 
analogous p- derivatives and very much less than towards the 
production of o-hydroxyazo-dyes. 

1 : &- Naphthasultam Asulphonic acid, pale pink needles which 
are very freely soluble in water, is obtained by the action of 
phosphoryl chloride on potassium a-naphthylaraine-4 : 8-disul- 
phonate at 145° or by the action of sulphuric acid monohydrate 
on 1 : 8 -naphthasultam alone or in the presence of glacial acetic 


acid. The primary potassium salt, 8O 3 K*C 10 H 5 <CtJ ) tj : j, almost 
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intensely yellow crystals with green fluorescence (+H L ,0) ; secondary 
barium salt, C 10 H 5 O 5 NS 2 Ba,4H 2 O, and secondary calcium salt, 
, 2 ^’ a^e described. 1 : 8 - A aphtkfixullam - 4 -sulphonyl 
chloride crystallises in small, almost colourless leaflets, decomp, 
above 185°. The corresponding anilide forms colourless plates, 
decomp, above 230°, whilst the a -naphikalide crystallises in pale 
brown leaflets, m. p. about 240° (decomp.). Secondary potassium 
naph thasultam - 4 - sulph o n ate couples very slowly with /j-nitro- 
benzenediazo hydroxide solution with the formation of 2~p'-nilro- 
benzeneazo-l : 8 - rtaphtkasultwn-4: - sn Iphonic acid , long needles, decomp. 
280° (the potassium salt is described). 2-{)'-AIdhoxybenzencazo- 
1 : S-naphlhasidtamA-sulphonic acid crystallises in dark violet leaflets 
which have no distinct- melting point (the potassium salt is described). 

H. W. 

K-l-Naphthylethylamine. E. Samuelssox {Svenslc Kern . 
Tidshr ., 1922, 34, 7 — 9). — Naphthyl methyl ketones were prepared 
in 75% yield by the Friedel-Crafts’ reaction; from 50 to 70% of 
the substance consisted of the a-isomeride, regardless of the tem- 
perature of preparation (0 — 50°). In no case was the product 
the pure a -compound, but when the reaction took place in nitro- 
benzene, the pure (3-form was obtained. a-Naphthyl methyl 
kotoxime has m. p. 135°, and appears to exist in isomeric forms 
(cf. Betti and Poccianti, A., 1914, i, 550). a-Naphthylethylamine 
ia a colourless liquid, b. p. 153°, d 19 1*003; the (3-isomeride is a 
colourless liquid, b. p. 157°. Resolution of the a-isomeride was 
effected by means of camphoric acid. The d-form was not 
obtained pure ; the /-form had OJff —80-8° ; and in ethyl alcohol 
[ a ]n —62*5°. The hydrochloride and oxalate were prepared. 

Chemical Abstracts. 

The 2-Hydroxy-l-arylnaphthylamines. A. Wahl and R. 
Lantz (Coinpt. rend., 1922, 175, 1 71 — 174). — The halogen atoms 
in a-chloro- and a-bromo-p-naphthol react readily with aromatic 
amines with the formation of hydroxyarylnaphthylamines. These 
are crystalline substances, insoluble in water, soluble in alkali 
hydroxides, and forming crystalline hydrochlorides, which are 
dissociated by water. (3- // yd ro.rtfphen i/l - a- naph thyla m i ne was 
obtained by boiling a-chloro- or a-bromo-^-naphthol with aniline. 
It forms white needles, m. p. 155 — 150°. [3- //yd rary- x-o-lolyl- 
Mpktkylaitiinc, m. p. 114 — 115°, [3 - hj/d ro.ty- a- p -tohjln aphthyla m ine, 
white prisms, m. p. 138 — 139°, {i-hydroxy-x-o-anisifhiaphthijlaminc, 
whlte needles, m. p. 110°, and 3-A?/dra.ry-a-(o-«i^/yo^-m-^/y/)- 
ftaphthylarriine , white needles, m, p. 118°, were also prepared in 
a t, iIar wa ^’ ^ ie ethers of hydroxyphenykiaphthylamine 
and hydroxy-p-tolylnaphthylamine arc also described. The former 
forms white prisms, m. p. 82 — 83°, and the latter, needles, m. p. 
94 ■ G.F.M. 

Preparation of l-Arylammo-4~hydroxynaphthalenes. 

valle & Co., Akt.-Ges. (D.R.-P. 343057; bpm Chem. Zentr ., 
19^, ii, 145).— I : 4-Dihydroxy- or l-aniino-4-hydroxy naphthalene 
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js heated with aromatic amino-compounds. l-Amino-4-hydroxy. 
naphthalene or its hydrochloride, heated at 180° with aniline 
gives l^anilinoA-hydroxynaphthalene ; this forms colourless crystals 
m. p. 92°. When dissolved in dilute sodium hydroxide solution 
and exposed to air naphthaquinoneanil (Euler, A., 1906, i, 3 ( 59 ) 
separates. The hjdrockloride forms colourless prisms. The methyl 
ether, C 10 H 16 (OMe)*NHPh, crystallises in platelets, m. p. I 39 0 
l-o\h DickloroanilinoA-hydroxynaphthahne, prepared from l: 4 -di. 
hydroxynaphthalene and 2 : 4-dichloro-l-aminobenzene, forms 
colourless needles, m. p. 73°. l-p-Chloroanilino-A-hydroxynaphtkakne 
(from p-ehloroaniline) has in. p. 96°. 1 - p - Toluuiino - 4 - hydroxy, 

naphthalene, in. p. 109°, is prepared from p-toluidine. 1 -Anilino- 
4- hydroxy naphthalen e-2-carboxylic acid (from anthranilic acid) has 
m. p. 247 — 249°. When benzidine is heated with 1 : 4-dihydroxy, 
naphthalene, it gives 4-amino-\ : I'-hydrozymphthyUiminodiphenyl 
The products are used in the preparation of colouring matters. 
By the oxidation of their alkaline solutions coloured compounds 
of the quinoneanil type are formed. G. W. R. 

Preparation of a Derivative of 2-Amino-5-hydroxynaphth- 
alene-7-sulphonic Acid. Kalle & Co., Axt.-Ges. (D.R.-P. 
342733; from Chon. Zentr., 1922, ii, 202 — 203). — 2-Amino-o* 
hydroxynaphthalene-7-sul phonic acid (2 mols.) is heated with 
p-phenylenediamine (1 mol.) in the presence of sodium hydrogen 
sulphite. For example, by heating at 105° in the presence of sodium 
hydrogen sulphite and sodium hydroxide for twelve hours and 
cooling, crystalline condensation products separate which are freed 
from sodium hydrogen sulphite by heating with hydrochloric acid. 
1 : 4-Di(5' -hydroxy-T -sulpho-2'-naphthylamino)benzene is formed with 
elimination of ammonia. This compound differs from 2-4'- 
aminophenylamino-o-hydroxynaphthalene-7-sulphonic acid in that 
it does not form a crystalline sodium salt or give a coloration with 
a nitrite and alkaline resorcinol solution. G. W. R. 

Auto-oxidation. Anti-oxygens, and Various Phenomena 
Related Thereto. II. Charles Moureu and Charles 
Dufraisse ( Compt . rend., 1922, 175, 127 — 132). — As previously 
recorded (this vol., i, 250), the auto-oxidation of many substances 
is checked by the presence of traces of certain compounds, notably 
phenols, to which the name anti-oxygens was given. Quantitative 
experiments have now been made to compare the inhibitive effect 
of proportions of phenols varying from I in 10 to 1 in 1 , 000,000 
on the rate of the absorption of oxygen by acraldehyde. The 
measurements were made by observing the rate of the ascension 
of the mercury column in barometer tubes charged with the 
reagents, and comparing with a control containing only acr- 
aldehyde and oxygen. Quinol was the most effective phenol in 
suppressing auto-oxidation, as little as 1 in 100,000 having a 
very marked effect. Slightly less active were pyrogallol and 
catechol, followed by resorcinol and 1:3: 4 -trihydroxybenzene. 
At a concentration of 1 in 400, phloroglucinol has a maximum 
retarding effect, hilt at certain concentrations it actually accelerates 
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oxidation. Attention is directed to various well-known phenomena 
which may be attributed to anti-oxygens, for example, to the 
action of sulphurous gases in preventing the luminescence of 
phosphorus in dilute oxygen, the action of benzyl alcohol, glycerol, 
phenol, etc., in retarding the oxidation of sulphite solutions, the 
prevention of the oxidation of synthetic caoutchouc by phenols, 
the improved keeping property of essential oils as such, compared 
with that of the auto-oxidisable substances they contain, when 
isolated in a pure condition, etc. G. F. M. 

Chemistry of Terpenes, Phytosterols, and Resins. I. 
Extraction of Amyrin. K. Alb. Vesterberg ( Anmlen, 1922, 
428, 243 — 246). — Historical and bibliographical. C. K. 1. 

Chemistry of Terpenes, Phytosterols, and Resins. II. 
Separation of a- and fi-Amyrin. Preparation of a-Amyrilene. 

K. Alb. Vesterberg and »S. Westerlix d (Amwlen, 1922, 428, 
247 — 251). — Details arc given for the preparation of crude amyrin, 
C 30 H 49 *OH, for its separation into a- and 8- amyrin by fractional 
crystallisation of the benzoates, and for the preparation of 
x-amyrilene, C 30 IJ 48 , by the action of phosphorus pentachloride 
on a-amyrin. C. K. I. 

The Reduction of some Aromatic Compounds by means 
of Sodium and Absolute Alcohol. Hery£ de Po mm ere At 

{Bull Soc. chim ., 1922, 33, 689 -697; cf. A., 1921, i, 567; 
Bouveault and Blanc, A., 1903, i, 673). — As a result of the reduc- 
tion of ethyl benzoate, benzyl alcohol, benzaldehyde, nitrobenzene, 
ethyl a-naphthoate and a-naphthylcarbinol in order to study the 
effect of substituents in the ring on the reaction, the author shows 
that the benzene ring is easily reduced to hexahydrogenated de- 
rivatives when it is directly united to a carboxyl group, and that 
when that group is estcrilied the reduction is incomplete, some 
tetrahydrogenated compounds being produced. On the other 
hand, reduction of naphthalene derivatives takes place readily, as 
does that of a primary alcohol group directly attached to the 
aromatic nucleus. The following have been prepared : tetra- 
hjdrobtnzyl alcohol is a colourless liquid, b. p. 18S' ; 760 mm.: 
a-naphthyl acetate has b. p. 17f>\'lS mm.; di-x-naphthyl ether 
forms small, white crystals, in. p. 118°. H.\j. E. 

The Decomposition of Proteinogenous Cholines into 
Alcohols of the Cinnamyl Alcohol Type. P. K \rrer and 
E. Horlacher [Hefv. Chim. Acta, 1922, 5, 571— 575).— The de- 
composition of the protei nogen ous cholines containing an aromatic 
nucleus in the 3- position to the ammonium group (cf A., 1921, 
i, 228, and this vol., i, 813) proceeds with formation of an alcohol 
of the cinnamyl type and triniethvlamine. The course of the 
reaction is different, therefore, from the decomposition of ordinary 
choline (Meyer and Hopff, A., 1921, i. 851). Thus phenyl a ianine- 
chohne gives, by simply shaking in aqueous solution with silver 
oxide, cinnamyl alcohol, whilst j;Muethoxyphcnylalaninccholine 
gives p ‘mdhoxytinwamyl alcohol, a pleasant -smelling substance, 
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m. p. 73°. The reaction takes place by merely warming the aqueous 
solution of the choline, the instability of which is probably due to 
the aromatic nucleus in the ^-position to the ammonium group, jj- 
is significant that the naturally occurring alcohols of the type, such 
as cinnamyl alcohol itself, coniferyl alcohol, and syrengenin, are 
all closely related to the naturally occurring amino-acids, from 
which they may be formed through the cholines. Fresh support 
is thus given to the hypothesis of choline formation in the plant 
organism. E. H. R. 

Identity of Xanthosterol with Lupeol. A. J. Ultee (Bull 
Jardin Bot. Buitenzorg, 1922, [iii], 4, 315; cf. Dictcrle, this voi. ( 
i, 652). — The phytosterol isolated by Dieterle (A., 1920, i, 42) 
from Xanthoxylon Budrunga has been re-obtained, and proves to 
be identical with lupeol as already suggested by Goodson (A., 1921, 
i, 488). 

Oestling’s phytostcrol {Ber. Dent. Pharm. Ges., 1914, 24, 308) 
from Fagara xanthoxylouks, Lam. (X. wnegahnsc, DC.) is also 
lupeol. 

Bromotrinitromethane. L Ericii Schmidt, Walter 
Bartholome, and Alfred Ludke (Ber., 1922, 55, [B] t 2099— 
2107). — The bromine atom can be introduced into the aromatic 
nucleus of certain compounds, for example, dimethyl-o(or >»-). 
toluidine by the action of an alcoholic solution of bromotrinitro- 
methane. Addition of alkyl hypobromite at the olefin ic bond i* 
effected by the action of bromotrinitromethane on a series oi 
unsaturated substances in the presence of the requisite alcohol 
N*OBr 

— CH:CH— +R-OH 1 0< £ = — CH(D R)*CHBr— + CII(N 0 2 ) 3 

In general, the solution of one molecular proportion of bromotri 
nitroraethane is added gradually to a molecular proportion of th< 
unsaturated compound dissolved in the same solvent; the niixtun 
is preserved in ice water or if necessary heated under a reflu: 
condenser until the smell of bromotrinitromethane disappears 
after which it is poured into water and extracted with ether afte 
addition of saturated sodium chloride solution. The ethorca 
solution is subjected to protracted mechanical agitation wit I 
sodium hydroxide solution (15%) and twice subsequently will 
potassium hydroxide solution (15%), to which ultimately a yellov 
colour must not be imparted ; it is then washed with water, an< 
dried over sodium sulphate, after which the desired product- i 
isolated by distillation under diminished pressure. (A sccon< 
method of operating in the presence of pyridine will be describe) 
subsequently.) 

The following compounds have been prepared. In so far as the; 
have been described previously their constitution is known, bu 
otherwise more attention has been directed to the applicability c 
the reaction than to the precise constitution of the products 
P-Bromo- a-met h oxy propyl benzene (from propenylbenzene), a coloui 
less liquid, b. p. 1 lt>— 1 11°/12 mm. fi-Bromo- a- ethoxypropylbenzeib 
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a colourless liquid, b. p. 119 — 120°/13 mm. o- M ethoxy -$-bromo- 
ot- metfmypropylbenzene , OMc*C 6 H 4 *CH{OMe)*CHBrMe, an almost 
colourless liquid, b. p. 10070*2 mm. o-Methoxy-$-bromo-%-aUyl- 
oucypropylbenzfne, ^ 0Me , C 6 H 4 *CH(0*C 3 H 5 )-CHBrMe, a pale yellow 
liquid, b. ]>. 1 13°/0*33 mm. p’Mdkoxy-^.hromo-ct-methoxypropjl- 
benzene, an almost colourless liquid, b. p. 10570*21 mm. ; 108°/0*31 
mm. ' p-Methoxy-fi-bromo-'x-ethoxypropylbenzene, b. p. 110 — 
1 1270‘21 mm. p - M ethoxy - (1 - b romo - ct-ally loxyp ropylbenzene, a pale 
yellow liquid, b. p. 126 — 127°/0'3 mm. 3 : 4 -Metkylenedioxy- 
pbromo-x-methoxypropylbenzene, a pale yellow liquid, b. p. 108 — 
110°/0*14 mm. 3 : 4 - Methylenedioxy- ft - bromo - a -ethoxypropy Ibertzene, 
b. p. HO — 12070'2 mm. (if light petroleum or glacial acetic acid is 
used as solvent, an unstable additive product , C u H J0 O 8 N 3 Br, of 
isosafrole and broraotrinitromethane is obtained; it has decomp. 
100—101°). Bromocychhexyl methyl ether (from eyefohexene), a 
colourless liquid, b. p. 78—79° /1 2 mm.; < 1*4910, df 1*3400. 
Bromocychhexyl ethyl ether , a colourless liquid, b. p. 84— 85°/10 111m., 

1*4818, d\* 1-2751. Broimcyclohexyl atlyl ether , a colourless 
liquid, b. p. 100 — 101°/ll nun. Bromojnethoxy-p-mentkan -$-ol 
(from terpineol), an almost colourless liquid, b. p. 110 — lll°/0*42 
mm. Dibromadimethoxy-p-mentMne (from Mimoncne), an almost 
colourless liquid, b. p. 136°/0*3 mm. Methyl brontomethoxy stearate, 
b. p- 192 o /0*37 mm. Bra mo m ethoxy tHrahydronapht ha Ime (from 
Abdihydronaphthalene), a colourless iiquid, h. p. 101 70*31 mm. 
Bromometfu)xytetrahydromphthalene (from A 2 -dihydronaphthalene), 
a colourless liquid, b. p. 11570*8 mm. H. W. 

Reaction of Carbonyl Chloride with Benzene and m-Xylene 
in the Presence of Aluminium Chloride. Robert E. Wtlson 
and Everett W. Fuller (J. Ind. Eng. Chern ., 1922, 14, 406— 
409) —Carbonyl chloride reacts with benzene in the presence of 
anhydrous aluminium chloride, yielding benzoyl chloride and 
benzophenone, but no trace of anthraquinone is produced. The 
reaction takes place in two stages with the intermediate formation 
of the compound C 6 H 5 *C0C1,A1C1 5> which can be hydrolysed to 
give benzoic add ; this compound then reacts rapidly with a further 
quantity of benzene, and the final product is almost entirely ben 7.0- 
phenone, irrespective of change of temperature, method of mixing, 
ratio of reactive substances, etc. When carbon disulphide is used 
as a diluent a large proportion of the product can be obtained as 
benzoic acid; this seems to be due to the slight solubility of the 
intermediate compound in the carbon disulphide, so that it is 
removed before it can react with more benzene. Reaction between 
carbonyl chloride and w -xylene yields a dixylyl ketone having at 
least two of the methyl groups in the ortho -posit ion to the carbon vl 
group ; attempts to convert this ketone by oxidation into a deriv- 
ative of anthraquinone have, so far, not been successful. 

W. P. S. 

Preparation of n-Butyl p-Aminobenzoate. Societe 
Chimtque des Ustnes hit Rhone (Swiss Pat-. 90590; from Ohm. 
Zentr., 1922, ii, 202). — p*Aminohcn£oic acid is esterified with 
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n-butyl alcohol, for example in the presence of hydrogen chloride, 
and heated. On cooling, the hydrochloride of the ester crystallises. 
By addition of alkali hydroxide to an aqueous solution, the free 
n-butyl p -aminobenzoate is precipitated. It has m. p. 59°, b. p. 
173— 174°/8 mm. (cf. A., 1921, i, 26). ' 0. W. R. 

y-Dibutylaminopropyl p-Aminobenzoate. 0. Kamm and 
R. Adams (Can. Pat, 217486).— p-Nitrobenzoyl chloride dissolved 
in benzene and y-dibutylaminopropyl alcohol are heated and the 
reaction mixture is shaken with excess of tin and hydrochloric 
acid at a temperature maintained at 50°. The mixture is diluted 
and the tin removed with hydrogen sulphide. When the aqueous 
layer is made alkaline, y-dibutylarmnopropyi p-aminobenzoate (a 
local anaesthetic) is precipitated. Chemical Abstracts. 

Preparation of Benzyl p- Aminobenzoate. Society for 
Chemical Industry in Basle (Swiss Pat. 90587 ; from Chem. 
Zentr 1922, ii, 202). — Compounds containing a p-nitrobcnzovl 
group" are benzylated and the resulting benzyl p-nitrobenzoate is 
reduced. For example, dry hydrogen chloride is passed into a 
benzyl alcoholic solution of p-nitrobenzoic acid, or p-nitrobenzoates 
are warmed with benzyl chloride in aqueous solution, or p-nitro- 
benzoyl chloride is heated with benzyl alcohol under a reflux con- 
denser. Benzyl p-nitrobenzoate is crystalline. It gives, by reduc- 
tion with iron and dilute hydrochloric acid, benzyl p-aminobenzoatc 
(cf. Shonle and Row, A., 1921, i, 341), which forms white needles, 
m. p. 90°, and acts as a local anaesthetic. G. W. R. 

The Reduction of Ethyl a-Naphthylacetate and the 
a-Naphthylethanols by Sodium and Absolute Alcohol. Herve 
de Pommereau ( Compt . rend., 1922, 175, 105 — 106). — Ethyl 
a-naphthylacetate on reduction with sodium in absolute alcohol 
yielded two products, namely, tctrahydromphthykthanol , 

C 10 H j i'C H 2 -OH 2 ‘OH , 

b. p. 187°/25 mm., giving a phenylurethane, m. p. 91°, and ethyl 
tetrakydronaphthiflacetate , from which the free acid , m. p. 131°, 
was prepared. Primary a-naphthylethanol, when similarly re- 
duced, gave a dihydromphthylelhanol, C^Hg'CHyCHyOH, b. p. 
190° /22 mm., giving a phenylurethane, m. p. 100°, and secondary 
a-naphthylethanol gave ethyldihydronaphthalene, b. p. 240° /7 60 mm. 

Fission of ax-Diphenylethyl-p-urethane. A. Sieglitz (Ber. t 
1922, 55, [B], 2040 — 2042). — The unexpected, direct conversion 
of fluorenyl-9-methvlurcthane into dibcnzofulvene (Sieglitz and 
Jassoy, this vo!., i, 820) has led the author to investigate the 
behaviour of the closely similar aa-diphcnylethyl- [3-urethane under 
analogous conditions. This substance gives the corresponding 
amine in the usual manner, the unsaturated hydrocarbon not 
appearing to be produced. 

[With Hans Spitzer.}— E thyl fifi-diphcnylpropionate is com 
verted by hydrazine hydrate into the corresponding kydrazide, 
colourless, lustrous leaflets, m. p. 127—128° (avisylidene compound, 
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colourless needles, m. p. 196°) which is transformed further into 
the azide. The latter is converted by boiling absolute ethyl alcohol 
into oLct-diphenyleihyl-$-ureihane , CHPh 2 *CH 2 *NH‘C0 2 Et, colourless 
needles, m. p. $9° (if aqueous alcohol is used diphenyhthjkarhamide, 
slender, colourless needles, m. p. 198°, is also obtained). The 
urethane is decomposed by distillation with calcium oxide under 
12 mm. pressure in an atmosphere of hydrogen into ^-diphenyl- 
ethylamine (hydrochloride, m. p. 253°; picratc , m. p. 212—213°); 
the" presence of the hydrocarbon, CPh 2 !CH 2 , in the non- basic 
portion of the distillate coulcl not be established. H. W. 

Effect of Attached Groups on the Ease of Formation of 
the cycfoPentane Ring. Juan Peuice Charles Chand- 
rasena and Christopher Kelk Ingold (T., 1922, 121, 1552— 
1555). 

A New Example of Hemihedral Forms not Conforming 
to the Sign of the Optical Activity. A. Duffour ( Compt . 
rend., 1922, 175, 109 — 112). — The author records the case of a 
sample of abietic acid recently isolated by Dupont from the Aleppo 
pine {of. A., 1921, i, 510) the goniometric measurements of which 
conform with those of an abictic acid obtained by Mach from rosin. 
The specimen was, however, an enantiomorphic form, but did not 
show opposite optical activity. W. G. 

Abietic Acid. A. Madinaveitia (Anal. Fis. Quim ., 1922, 20. 
183—189; cf. Sureda Blancs, A., 1915, i, 493). — The author’s 
analyses lend support to the formula C l9 H 28 0 2 for abietic acid. 
The nucleus of the molecule must be retene, since it is obtained 
by the catalytic dehydrogenation of abietene. The result of 
hydrogenation of the ethylene linkings by the Willstatter method 
renders it probable that the carboxyl group in abietic acid is linked 
to a tertiary carbon atom, and the formula 

CHMo 2 *C--CHv CH-CHXJH- CH-CH 2 -CHMe- >CH 

CH‘CII*'CH C(C0 2 I1)--CH 2 2 

is suggested. G. W. B. 

Higher Terpene Compounds, V. Conversion of Abietic 

Acid into Methylretene. L, Ruzicka and Jules Meyer (Heh\ 
Chim. Acta, 1922, 5, 581 — 593). — When abietic acid, C 20 H 30 O 2 , 
is heated with sulphur it is converted into retene (I-methyi-7- 
i-sopropylphenanthrcne), C 18 H 18 , dehydrogenation being accom- 

panied by loss of a carboxyl group and another carbon atom, 
Abietic acid is probably therefore a mcthyklecahydrorctenecarb* 
oxylic acid, and experiments have been made with the object 
of determining the orientation of the two groups removable by 
sulphur. The position of the double linking in abietic acid is 
unknown, but it is found that dihydroabietic acid also gives retene 
when heated with sulphur. This practically excludes the possi- 

bility of the grouping £p>CH— CH 2 in .abietic ^acid, the alternative 
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combination for a mobile carbon atom being C-^C CH 3 . The 

methyl ester of abietic acid and the corresponding alcohol, abietmol, 
likewise give retcne when heated with sulphur. When abietmol 
is treated with phosphorus pentachloride, a new hydrocarbon, 
C H which may be called methylabietin, is obtained which, 
w hen °deh y dr ogenated with sulphur, gives a methylretene. Since 
the methyl group which has replaced the carboxyl group in abietic 
acid is no longer removable, it is argued that the carboxyl group 
is not attached to a tertiary carbon atom of the phenanthrenc 
nucleus Methylretene is oxidised by chromic acid to methyl- 
retenequinone. Assuming that the abictic acid skeleton consists, 
like all known mono- and sesqui-terpene compounds, of isoprene 
residues (cf. this vol., i, 560, 562), and taking into account the 
above facts, the only possible positions for the carboxyl and methyl 
groups under discussion in the phenanthrenc nucleus of abietic 
acid arc 2 : 12, 3:11, and 4 :11. 

Alndinol, C*H a O, prepared by reduction of methyl abietatc 
with sodium and alcohol, has b. p. 169-172°/0'2 mm. dj' l'030a, 
l-5487. Dikydroalmtinol , by reduction of abietmol with 
hydrogen in presence of platinum black, forms a colourless, viscous 
mass, b. p. 169-l71°/0-5 mm. Methylabietin, is a viscous, 

cotourless oil, b. p. 147-lo2>8 mm., d? 0-9750 »i( MMfe 
a -4-56*2°. It does not form a picratc. Methylretene, 
forms colourless leaflets, in. p. 79°, and gives an unstable picratc. 
ilethylretenequimm, C ls ,H I8 0 2 , crystallises in red leaflets, m. p. 
147°, and with o-phcnylenediaminc it gives a qmnoxalme, m. p. 
165°. j Helene styphmte has m. p. 142°. E. n. h. 

Preparation of o-, m-, and p-Nitrophenoxyacetic Acids 
and Various Nitrotolyloxyacetic Acids and their Derivatives. 

Thomas Hoskek Minton and Henry Stephen (1., in, 

1591—1598). 

The Nitro- and Amino-derivatives of o- and p-Methoxy- 
benzoic Acids and of oc- and p-Methoxynaphthoic Acids . Victor 
Froelicher and Julius Berend Cohen (T., 192^, 121, 1 o- 
1660). 

Configuration of the Truxinic and Truxillic Acids. VI. 

R Stoermer and F. Bacher (Ber., 1922, 55, [B], I860— lb8i) 

Of the six theoretically possible truxinic acids, four (P-, b- t , a™ 
nco-) have actually been isolated. The constitution IV ha* 
definitely been assigned to ^-truxinic acid, since this is the only 
cis - acid of the series which is resolvable into its optical antipodes. 
The 3-acid must have the configuration 1 or II, of which I is the 
more probable. Both formula* represent meso-forms and, up tc 
the present, it has not been found possible to resolve the p-acit: 
bv alkaloids. The configurations III, V, and \I are available 
for neo- and S-truxinic acids, all of which represent resolvable 
racemic forms. Both acidb have now been resolved mto thSu 
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►ptical antipodes. The 8-acid is closely related to the £-acid 
conversion of S-acid into the anhydride or irnide of £-auid; trans- 
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formation of £- into S-aeid in the presence of pyridine), so that 
the phenyl groups must be in the trails -posit ion to one another 
jn it, thus limiting the choice of the configuration to V or VI. 
Similarly, neotruxinic acid is related closely to the fi-acid, and 
for it, as a trans-&c\d, only the configuration III is available. The 
same configurations have been assigned to fi-, 8-, and £-truxinic 
acids from considerations based on their formation by the poly- 
merisation of the cinnamic acids on exposure to light. In the 
authors’ opinion, the coincidence is accidental, and de Jongs 
arguments are not founded on a sufficiently firm theoretical basis. 

It is remarkable that 8- and neo-truxinic acids occur in the 
optically inactive forms in the crude mixture of acids in which 
they are united to the optically active eegonine. The technical 
treatment of the products is not such as would be likely to cause 
racemisation of the (actually very stable) optically active acids. 

In a modified form, the possibility of fission into optically active 
components can be utilised in elucidating the configuration of the 
tmxillic acids, for which the following formulae are possible : 



All these are forms which cannot be resolved into optical anti- 
podes. If dissimilarity is introduced into the carboxyl groups 
(by conversion of one of them into the ester, amide, anilide, etc.), 
the Jprms 1 and 2 become racemic and resolvable, whereas 3, 
d, aft 5 remain non -resolvable. «- and ' y-Truxillie acid anilides 
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have actually been resolved iixto their active forms, and therefore 
must have the configurations 1 and 2. To the y-acid, which alone 
yields its proper, stable anhydride, the constitution 2 must be 
assigned, thus leaving constitution 1 for the a-acid., 

Since c-truxillic acid is converted by magnesium phenyl bromide 
into a ditertiary alcohol, OH*OPh 2 'C 4 H 4 Ph 2 *CPlyOH, which j s 
readily converted into an oxide and by hydrogen bromide into a 
dibromide which can also be formed from the oxide, it is probable 
that it is a cis-form and not, as previously assumed, a trans-ml 

The theoretical portion concludes with a lengthy reply to (b 
Jong (this voi., i, 3311) with regard to the nomenclature of the 
truxillic and truxinie acids. 

A more convenient process for the conversion of (i- into noo- 
truxinie acid than that used previously consists in heating the fi-acid 
with concentrated ammonia solution at 170 — 190°, with water at 
215°, or alone at 215°. 2*1835 Grams of the acid are soluble in 

l. 00 grams of glacial acetic acid at 20°, It is converted quanti- 
tatively by molten potassium hydroxide into the 8-acid and by 
acetic anhydride at 100° into the p-acid. The latter is conveniently 
identified as the arnidic acid, m. p. 194°. The chloride, , m. p. 83-1 
84°, and dianilide , m. p. 220—227°, of the neo-acid are described. 
Neotruxinie acid can be resolved by cinchonine in alcoholic solution: 
the alkaloidal salt of the d- acid fm. p. 216 — 217° (decomp.)] bi'in? 
the more sparingly soluble, d- Neotruxinie acid has m. p. 236 - 
237°, [a]* +52*63° in acetone. [■ Neotruxinie acid, m. p. 230— 
237°, [aji^ —53*95° in acetone is obtained by treating the arid 
residues from the resolution of the r-acid by cinchonine with 
quinine in alcoholic solution ; quinine, 1 -neotruximte has m. p. 138 '. 
The following derivatives of d-neo truxinie acid are described: 
chloride , m. p. 103 — 104°, [ot]V, —15*98° in acetone solution; di- 
anilide, m. p. 226—227°, [a]}; -53*23° in acetone; amide , m, p. 
260 — 261°; ethyl ester, slender needles, m. p. 53°, [a]“ -fl8 35 : 
in acetone; methyl ester, in. p. 100°, [a]f,’ +48*11° in acetone. 
i-Neotruxinic acid yields the following derivatives : methyl ester, 

m. p. 100 — 101°, [x]$ —51*99° in acetone; ethylamde , in. p. 17+ 
[a] 1 /] +30*30° in acetone; meihylamide, slender, matted needles, 
m. p. 126 — 127°. 

Ammonium 6-iruximfe, long, transparent prisms, m. p. 206— 208' 
(decomp.) is converted at 215° into {-truxinimide, m. p. l(iS°. 
which is further identified by its transformation into the {-arnidic 
acid, m. p. 222° ; the latter is re-converted by alcoholic puta.ssiuffl 
hydroxide into the 8-acid. 8-Truxinic acid can be resolved by 
means of cinchonine in alcoholic solution ; cinchonine l-B-truximk 
has m. p. 192°. 1-8 -Truxinie acid, slender needles, m. p. 158 — 159 ; 
[+] L ij —8*3° in acetone, dissolves in glacial acetic acid to the extent 
of 17*89 parts in 100 at 20°, whereas only 10*38 parts of the r-acid 
dissolve under the same conditions. d-8-Truxinic acid is obtained 
from the residues of the above resolution by means of quinine. 
Quinine d-b-truxinate , m. p. 135° (decomp.), is described, d-4- 
Truxinie acid , m. p. 157—158°, has [ag +8*06° in acetone. The 
following derivatives of 'dJ-8-truxmie acid are described : cMorik 
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m . p. 78°; diamide, colourless crystals, m. p. 224°; dianilide,, 
m . p, 283°; Uruximlic acid , m. p. 225°. IVl'ruxindiamidt has 
tn. p. 206°, [a] i) +33'5° iu acetone. 

£.Truxiiric acid is converted by pyridine and water at 195—205° 
into o-truxinic ^cid, ra. p. 175°. H. W. 

o-4 / -Hydroxybenzoylbenzoic Acid and some of its Deriv- 
atives. W. K. Ornjdoref and Louise Kelley (,/. Amr. Ohm, 
Sue 1922, 44, 1518 — 1527). — o-4'-Hydroxybenzoylbenzoic acid, 
which in the free condition probably has the lactonic constitution, 

H0‘C 6 H 4 9(OH)9.H 4} crystallises in colourless plates, in. p. 213° 

(gas evolution). One hundred c.c. of water, ethyl alcohol (95%), 
methyl alcohol, and benzene dissolve, respectively, 0*0032, 36*00, 
11*58, and 0 0121 grains of the acid at 21°. The acid exhibits an 
abnormal absorptive power towards dry gaseous ammonia, of 
which it takes up 2*5 molecular proportions; when placed in an 
evacuated desiccator over concentrated sulphuric acid, the product 
loses ammonia slowly and reaches a constant weight when only 
one molecular proportion of the gas remains. The ammonium 
salt, sodium salt, 0 14 H tJ 0 4 N<i, colourless needles (also 1-lEtOH), 
the barium salt, large, six-sided, greenish -yellow crystals, m. p. 259° 
(decomp.) after softening at 24 5° (dihydrate and anhydrous), 
calcium salt, small, pale yellow, glistening needles, in. p. 262—263° 
(decomp.) after softening at 252° (dihydrate and anhydrous), 
and zinc salt, colourless crystals, in. p. 80—81° (anhydrous and 

-j-T ofLO), are described. The d iacetate, ?A^ C ) V A 

prepared by boiling the acid with acetic* anhydride and sodium 
acetate, has m. p. 162 — 163°. Ethyl Q-4'.kydroxybenzoylbenzoatc, 
0H'C 6 H 4 ’OO‘C 6 H 4 *CO 2 hJt, colourless needles, m. p. 114— 115°, is 
converted by dry gaseous ammonia into the substance, 

ON H 4 *C 6 H 4 *C0 , CgH 4 *C0 2 Et , 

which, however, is not stable, since it loses a part of its ammonia 
when preserved in a vacuum over sulphuric acid. Methyl o-4'- 
hi/droxybenzoylbenzoate, triclinic crystals, in. p. 149 — 150", similarly 
absorbs between 1 and L*5 molecular proportions of ammonia, 
forming a greenish -yellow semi-liquid mass. 

o-3' ; ^-Dibromo-i 'di ydroxybenzoylbcnzoic acid , colourless crystals, 
m. p. 250°, is prepared by the hromination of the parent acid in 
glacial acetic acid solution or (m. p. 246 -248’) by the action 
of boiling dilute sulphuric add on tetrabromophenolphthaleinoxime. 
oA'-H ydroxybenzoylbcnzoic acid phenylhgdmzonc, 

OH-C 6 H 4 -fi 

N-NPh-CO ’ 

small, colourless needles, m. p. 267 — 268°, is obtained by heating 
the acid with an excess of phenylliydrazine at 160°. 

Hydroxyphenylpht halide (of' Bistrzycki and Oehlert, A., 1894, 
L 600; Meyer, A., 1899, i, 707) crystallises in small, colourless 
needles, m. p. 164 — 165°; the corresponding acetate, small, colour- 
VOL. CXXrt- i. g g 
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less needles, which probably belong to the triclimo system, has m.p 
125—126°. 

o-4'-Methoxybenzoylbenzoic acid is prepared from phthalic 
anhydride and anisole (m. p. 141 '5 — 142°) or from o-4 -hydroxy, 
benzoylbenzoic acid, sodium hydroxide, and methyl sulphate 
(m. p, 144—145°) (cf. Nourrisson, A., 1886, 1029; Meyer and 
Turnau, A., 1909, i, 710). The acid absorbs one and a halt mole, 
cular proportions of dry ammonia gas ; the product when pre. 
served in a vacuum over concentrated sulphuric acid ultimately 
retains one molecular porportion. The sodium salt, small, colour- 
less needles, and the potassium salt, long, colourless needles 
(+0‘5EtOH), are described. Methyl o-4'-methoxybenzoylbenzoate, 
prepared by the action of sodium hydroxide solution and methyl 
sulphate on o - 4 ' -hydr oxybenzoylbenz oic acid, has in. p. 80 — 81*5° 
(cf. Meyer and Turnau, loc. cit.). W. 

The Constitution and Tautomeric Equilibrium of the 
Two Phthalic Acid Tetrachlorides. Erwin Ott (J5er., 1922, 
55, [B], 2108— 2125).— The action of phosphorus pentachloride 
on’ ordinary phthalyl chloride at a high temperature has been 
shown by Vongerichten (A., 1880, 473) to lead to the formation 
of tw ? o crystalline chlorides, CgH 4 0Cl 4 , which he designated phthalic 

acid tetrachlorides ; the formulae C 6 H 4 <qqJOO and CCI 3 *C 6 H 4 *C0C1 

w r ere proposed for the compounds, but these were not allocated 
to the individual substances. Subsequently, Claus and Hoch (A., 
1886, 705) could only isolate the isomcridc of higher melting point 
(88°) from phosphorus pentachloride and phthalic anhydride; a 
similar result was obtained by Anschutz and his pupils in the 
investigation of the action of phosphorus pentachloride on phthalyl 
chloride or phthalide. On account of its behaviour in the presence 
of aluminium chloride and by reason of the intermediate products 
from phosphorus pentachloride and phthalide, the constitution 
CCl 3 *C 6 H 4 *COCl has been assigned to the variety, m. p. 88°, by 
Haller and Guyot (A., 1895, i, 376) and by Anschutz, respectively. 
This is now shown to be incorrect. The isomeride of lower melting 
point reacts instantaneously with aniline in suitably concentrated 
benzene solution with separation of aniline hydrochloride and 
benzetrichloridc-o-carboxyanilide : (CC1 3 *C 6 H 4 *C0C1 + 2PhNH 2 = 

CCI 3 ’C 6 H 4 ‘CO*NHPh+NH 2 Ph,HCl), whereas the substance, m. p. 
88°, reacts extremely slowly and in a different manner ; 

< 'e H 4<Ca>° + 6XH 2 Ph=C 6 H 4<CO— ) -> NPh + 4NH 2 Ph ’ HCL 

The difference in the rates of reaction is so great that the process 
can be utilised for the estimation of the chloride of lower melting 
point in mixtures containing the other isomeride also. For this 
purpose, the almost quantitatively precipitated mixture of aniline 
hydrochloride and benzotrichloride-o-carboxyanilide is collected, 
washed with benzene and ether, and weighed ; the aniline hydro- 
chloride is removed by water and the residual anilide again weighec . 

Towards methyl -alcohol. the two chlorides do not exhibit such 
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marked difference in their behaviour as towards aniline The 
isomeride of lower. melting point reacts quantitatively in NI2- 
solution w about six hours, in accordance with the eouation 

C c l.CsH 4 -CO0 1 + MeO H =CCVC 6 H 4 .C° 3 Me + HCl. Under ’simZ 

conditions, the reaction with the lactone is complete in about 
twenty-four hours according to the scheme C 6 H 4 <^!{0>0+4Mc0H 

=C 6 H 4 (C0 2 Me) a +0Me 2 H-4HCl. 2 

Confirmation of the constitutions assigned to the respective 
chlorides is found in their absorption spectra in the ultra-violet, 
Benzotricmonde-o-carboxyl chloride reacts much less readily 
with aniline or methyl alcohol than any 1 : 2-dicarboxyl chloride 
hitherto investigated. The behaviour of benzoyl, toluoyl 
and mono- and di-chlorotoluoyl chlorides in this respect have 
therefore been subjected to a comparative examination. Benzoyl 
chloride reacts far less readily than an aliphatic acid chloride or 
a true I : 2-dicarboxyl chloride (s-o-phthalyl chloride). The 
presence of a methyl group in the ortho-position causes a some- 
what unexpected ana considerable increase in reactivity. The 
ntroduction of one or two chlorine atoms into the methyl radicle 
to not diminish the reactivity, which, however, falls far below 
hat of benzoyl chloride when a third chlorine atom is introduced 
A tautomeric equilibrium between the two chlorides tends to 
lecome established if one of them is molten. The position of the 

fiZZoc a Toon « th , R tem Pf rature i ^ has been measured 
it 1-0 , -20 , and 286 o . It is thus established that the two 
ptcrconvertiblc by alteration of temperature,, 
jia that the Iactomc cannot be converted into the acyclic form 
o an extent greater than 80%. The velocity of establishment of 
quihbnum is readily measurable at the high temperatures and 
ery slow at lower temperatures, and the wandering of the heavier 
lilorine atom appears therefore to be a much slower process than 
hat of the hydrogen atom. The nature of the equilibrium curve 
ldicates that the acyclic chloride is incapable of existence at 
imperatives below 70°. This is confirmed to some extent by the 
bservation that, whereas the solid, crystalline material appears 
fr 7 e ’>o the m? olte ? su i ,stance gradually undergoes transformation 
J : lbe rate of conversion of the acyclic into the lactonic 
inety is, however, very small and proceeds much more slowly 

fluences) 6 ^ 1,86 Pr ° CeSS (th * Utter is P robabl y subject to catalytic 

chlorides are prepared in the following manner, 
titnahde is heated with phosphorus pentachloride at 100° until 
action is complete and the phosphorus trichloride and phosphoryl 
iondc are removed by distillation. The residue is fractionated 
The ° hlorid * of higher melting point 
tt fie f T + the d fS ateS a ? d is removed - The liquid portions 
the distillates and the residues from the crystallisation of the 

nlL W °^ de - a V ni ^ d and di8tilled fictionally in a high 
Tu a \ fraC L tl0 , m Contain the lac tonic chloride, 
was those of highest boiling point -are composed of almost 

99 2 
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homogeneous acyclic chloride. Benzotrichloride-o-carboxyl chloride 
has m. p. 43° (Vongerichten 47°), b. p. {not definite) 115 120°/0’2 
mm., whereas the lactonie form has m. p. 85 — 86® (Vongerichten 
88°), b. p. 90—10570*2 mm. Methyl benzotrichloride-o-carboxyku 
has b. p. 125° (corr.)/l mm. Benzotrichloride-o-dirboxyanilide has 
m. p. 165—170° (decomp.). H. W. 


Preparation of Phthalimide. British Dyestuffs Corpora, 
tjon Ltd., Arthur George Green, and Stanley Joseph Grjsk x 
(Brit. Pat. 183044). — a-Nitronaphthalene is directly oxidised by air 
or oxygen in the presence of a suitable catalyst such as pumice 
impregnated with an oxide of molybdenum or vanadium and 
heated at 300 — 400°, the main product of the oxidation being 
phthalimide in a yield of upwards of 50% of that theoretically 
possible. The operation may be carried out by passing a^ large 
excess of hot air over nitronaphthalene heated at 120— 130°, and 
thence through a heated iron tube containing the catalyst. Phthal- 
imide condenses in small, colourless needles in a large, well cooled 
receiver, and a small quantity of phthalic anhydride which is 
formed, being more volatile, may be collected in a second receiver. 


Conditions of Formation of Rings attached to the o-, m*, 
and p-Positions of the Benzene Nucleus. I. The Action 
of Sodium on o-Phenylenediacetic Ester. William Henry 
Perkin, iun., and Alan Francis Title y (T., 1922, 121, 1562- 
1571). 

Chemistry of Polycyclic Structures in Relation to their 
Homocyclic Unsaturated Isomerides. III. Intra-annular 
Tautomerism of a-Campholytic Acid. J uan Pedige Charles 
Chandrasena, Christopher Kelk Ingold, and Jocelyn Field 
Thorpe (T., 1922, 121, 1542 — 1551). 

The Dicarboxylic Acid which is Formed by Heating 
1 : 5-Dihydroxynaphthalene with Potassium Hydrogen 
Carbonate under Pressure. Franz Hemmelmayr [Mouatsk,, 
1922, 43, 61— 65).— This acid (cf. A., 1917, i, 227) is probably 
1 : 5-dihydroxynaphthalcnc-2 : 6-dicarboxyl ic acid, because on 
nitration it gives a dbii/ro-derivative in which the mtro-groups 
probably occupy a-positions. The substance forms yellow crystals 
which decompose on heating alone, with water, or with alkalis, 
and gives characteristic barium salts, O 12 H 4 O 10 N 2 Ba,5H 3 0, and 
Ci 2 H 4 O 10 N 2 Ba,2'5H 2 O. Bromine displaces both carboxyl groups 
and one nitro-group, giving a bromonitro- 1 : b-di hydroxynapktbi h h c, 
whilst acetic anhydride and sodium acetate yield a dinifro- 1 : a- 
diacetoxynaphlkalene, m. p. 205°. Acetic anhydride and sodium 
acetate convert 1 : 5 -diliydroxynaphthaIenedicarboxylic acid into 
1 : ii-diacetoxynaphthalene , m. p. 158 — 159°. C. K. I. 

Formation and Stability of sp»o- Compounds. VIII. 
The Dieckmann-Komppa Reaction. Frank Dickens, George 
Armand Robert Kon, and Jocelyn Field Thorpe (T., 19--> 
121, 1496 — 1506)1, 
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Mellitic Acid, Pyromellitic Acid, and their Production 
from Carbon by Oxidation. Ernst Philippi (Annalen, 1022, 
428, 286 — 287). — A general introduction to the accompanying 
papers (cf. following abstracts). 0. K. I. 

Mellitic Acid, Pyromellitic Acid, and their Production 
from Carbon by Oxidation. I. Oxidation of Carbon by 
Nitric Acid. Ernst Philippi and Gertrud Rie (Anmlm, 
1922, 428, 287 — 295). — A detailed study of this reaction and of 
the different methods which have been proposed for purifying 
the product. The preparation of pure mellitic acid by this means 
j s a difficult matter, and the chief value of the method lies in the 
fact that pyromellitic acid can be obtained in 30% yield from the 
crude product by heating with sulphuric acid and sodium hydrogen 
sulphate. C. K. I. 

Mellitic Acid, Pyromellitic Acid, and their Production 
from Carbon by Oxidation. II. Oxidation of Carbon by 
Sulphuric Acid. Ernst Phtlippi and Richard Thelen 
[Annalen, 1922, 428, 296— 300).— Directions are given for the 
preparation of pyromellitic acid from wood charcoal by oxidation 
with sulphuric acid in the presence of mercury as catalyst. The 
yield is 6 — 7% of the weight of charcoal used [cf. J. Soc. Chtm. 
Ini, 1922, Sept.]. C. K. I. 

Mellitic Acid, Pyromellitic Acid, and their Production 
from Carbon by Oxidation. III. Synthesis of Pyromellitic 
Acid from Commercial Xylene. Ernst Philippi, Rein hard 
Sjska, and Norbert FroeSCIIL (Annalen, 1922, 428, 300—306).— 
4-Ethyl-m-xyiene, which is obtained by acetylating m- xylene by 
the Friedel -Crafts' method and reducing the product, gives 
fi-acdylA-etkyUrn-xylene, m. p. 27°, on treatment with acetyl 
chloride and aluminium chloride. The reduction product, 4 : 6- 
diethyUm-xykne, b. p. 105°/15 mm., yields pyromellitic acid on 
oxidation with nitric acid, m- Xylene may be replaced by com- 
mercial xylene in this scries of processes. C. K. T. 

Mellitic Acid, Pyromellitic Acid, and their Production 
from Carbon by Oxidation. IV. Synthesis of Substituted 
Pyromellitic Acids. Ernst Philippi, Reinhart) Seka. and 
Lilly Robinson (Annalen, 1922, 428. 306 -313).— A. Nitro- 
pyroinellitic acids. Pure nitration products of 5 -acetyl -2 -ethyl - 
p-xylcne could not be isolated, but by nitration, followed by 
oxidation by nitric acid, mono- and di-nitropyroinellitic acids 
were obtained. Nitration of 2 : 5-diet liyl-p-xylene gives a small 
yield of its 3 : 6-dt m/ro-der iva live , in. p. about 100°, which can 
bo oxidised to dinitropyromellitic acid. 

B. Broinopyromellitic acids. 2 : 5-Diethyl-p-xylene can be 
brominated by sulphur bromide and nitric acid. The product, 
3 : fi-dibmmo-2 : S-diethyl-p-xylcne, m. p. 81 — 82% on oxidation 
by nitric acid (d 1*35) at 140°, gives 3 : Mibromo-^-xylyhne- 
2 : 5 -diacelic acid, m. p. about 180° (decomp.), 3 : {\-dibromo-\h 
zylylene-'2 ; 5-diglyoxylic acid, m. p. 232% and dibromopyromdlitic 
aci d, decomp, above 170°. * d K. 1. 



i. 838 


ABSTRACTS OF CHEMICAL PAPERS. 


Bile Acids. XII. Ciloidanic Acid. Heinrich Wieland 
and Opto Schlichting (Z. physiol. Ckem., 1922, 120, 227 — 231). — 
Cilianic acid (I), although said to be very resistant to oxidising 


U 2 / V<>C 10 H 18 ’CO 2 H 
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agents (Schenck, A., 1921, i, 179), is attacked by nitric acid to 
form the expected ciloidanic acid , C 24 H M 0 13 , large prisms with a 
vitreous lustre, m. p. 248°, [a]j> +34-55° in alcohol, to which 
formula (II) is ascribed. W. 0. K. 


Bile Acids. XIII. The Formula of isoDeoxybilianic Acid. 
A Contribution to Orientation. Heinrich Wi eland and 
Franz Adickes ( Z . physiol. Chem., 1922, 120, 232 — 243; cf. A., 
1921, i, 112). — Pyrotsodeoxybilianic acid (I), formed from deoxy- 
bilianic acid by distillation in a high vacuum (loc. cit .), is oxidised 
by permanganate to a Icetotricarboxylic acid, C^H-^Of, prisms, 
m. p. 232 — 233°, [a]o +114*5° in alcohol, which on heating at 
270° loses carbon dioxide to only a small extent. To it has been 
assigned the formula (11). On further oxidation with nitric acid, 
norcholoidanic acid , C^H^O^, colourless, fine needles, m. p. 246— 
247° (decomp.), [«■][* + 17*7° in alcohol, is formed. It gives off carbon 
dioxide only slowly at 290° and so is not a derivative of malonic acid. 
To it has been assigned the formula (III). If the oxygen in ring 
II of isodeoxy bilianic acid were attached in position 6 instead of 7, 
norcholoidanic acid could not be other than a derivative of malonic 
acid. This possibility is therefore excluded. Norcholoidanic 
acid can be obtained directly from pyrowodeoxybilianic acid by 
oxidation with nitric acid. It forms a dimethyl ester, C 25 H 38 O 10 f- 
H„0 ? m. p. 118 — 119° (frothing), voluminous, fine, colourless 
needles, which on distillation changes into a more stable stereo- 
isomeric form, m. p. 194°. 
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preparation of Piperonaldehyde from iaoSafrole by the 
Action of Ozone. Sh6ichir6 Nagai (J. Ohem, Ind. Japan, 
1922, 25, 631 — 652). — When ozonised air containing 2—3*5% 
ozone is introduced into a solution of wosafrole (10 grams) in a 
perfectly dry solvent (100 — 150 grams), such as carbon tetra- 
chloride, tetrachloroethane, chloroform, glacial acetic acid, toluene, 
or xylene, iso safrole ozonide is easily produced. If two to three 
times the volume of light petroleum, having about the same 
boiling point as the solvent, is added, the ozonide produced is 
precipitated; the preparation can therefore be made continuous 
by adding iso safrole from time to time. The ozonide is a deep 
reddish-brown, viscous, oily substance having a characteristic 
odour ; it decomposes spontaneously at the room temperature, and 
its solution is also decomposed by water or by heating at 40—50°. 
When the ozonide solution is stirred with excess of 35—36% sodium 
hydrogen sulphite solution, it is decomposed and piperonaldehyde 
separates as a crystalline additive product in 85% yield. 

K. K. 

6-Aminoveratraldehyde and its Derivatives. Auguste 
Rilliet (ffelv. Chim. Acta, 1922, 5, 547— 552).— The preparation 
of 6-ammoveratraIdehyde was accomplished by the same method 
as that of 6-aminopiperonaldehyde (A., 1921, i, 567), by the 
reduction of the condensation k product of nitroveratraldehyde 
with an aromatic amine with subsequent hydrolysis. It was 
not possible, however, thus to reduce 2-nitroveratraldehyde, 
probably on account of stcric hindrance. 

0- A 7 itroveratrylidenmniline, N0 2 *C 6 H 2 (0Me) 2 *CH:NPh, small, 
brilliant yellow spangles, m. p. 121°, which redden in air, is obtained 
by condensing molecular proportions of 6-nitroveratraldehyde and 
aniline; the corresponding o -toluidine compound has in. p. 123°, 
yellow needles; p-toluid'me compound, 131°, p -anmdine com- 
pound, 133°. The yields on reduction of these nitro-compounds 
with sodium sulphide are from 70 — 80%. G-Aminovercitrylidene- 
aniline forms yellow spangles, m. p. 119°; of the others, the 
o .toluidine compound has in. p. 109°, p -toluidine compound, 115°, 
and p-anisidine compound, 114°. The hydrolysis of the anilino- 
compounds is somewhat difficult and the conditions have not 
yet been satisfactorily studied. 6 -Aminoveratraldehyde crystallises 
from a mixture of benzene and light petroleum in long, yellow 
needles, m. p. 86° ; it is immediately coloured red by acids. The 
acetyl derivative forms white needles, m. p, 176°; benzoyl derivative, 
yellow needles, m. p. 170°; oxime, colourless spangles, m. p. 148°; 
pfimylhydrazone is greyish- white, m. p. 190°, 

By diazotisation, etc., of the amino-aldehyde the following 
were prepared : 6 -(Moroveratraldehyde, white needles, m. p. 144°; 
wromoveratraldehyde, small needles, m. p. 147°; G-iodoveratralde- 
hyde, white needles, in. p. 128°. 

Hhen condensed with acetone, 6-aminoveratraldehydc gives 
■ i-dmetftozyquimldine, yellow crystals, m. p. 103° ( hydro - 
e> . sma ^ "white needles, m. p. 232°, memmchloride, in. p. 
j prerate, m. p. 217°, platinichloride, m. p. 224°, methiodide. 
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m. p. 241°). Condensation with methyl ethyl ketone gives 6:7. 
dimethoxy-2 : 3-dimethylquinoline, small, colourless, cubic crystals 
m. p. 112° (mercurichloride , m. p. 241°, pier ate, m. p. 244°, platini. 
chloride , m. p. 226°, methiodide , m. p. 239°). Wit^h acetophenone 
6 : 7 -dimethoxy-2-phenylquinoline is obtained, colourless needles* 
m. p. 131*5° ( hydrochloride , m. p. 229°; mercurichloride ) m. n’ 
231 — 232°; platinichloride , m. p. 208°, methiodide , m. p. 214°). 

By heating 6-acetyhminovemtraldehyde with ammonia in a sealed 
p-g tube at 100° for five hours, a substance was 
+ obtained, probably 6 : 7 -dimethoxy- 2 -methyl. 

MeO| qvinazoline (annexed formula), m. p. I6 f >° 

MeO^ ,1 x-OMe {pi crate, m. p. 230°). From Q-benzoylamino- 
veratraldehyde was obtained in the same way 
6 : 7dimethoxy-2-phenyl'jv.iria.zoline , long, white, 
silky needles, m. p. 175°; {pier ate, m. p. 190°; platinichloride 
m. p. 207°). E. H. R. 


The Influence of Constitution on the Rotatory Power of 
Optically Active Substances. XIV. Ketonic Derivatives of 
1:2:2: 3-Tetramethylciycfopentane and 1:2: 2-Trimethyl- 
c//cfopentane-3-carboxylic Acid. H. Rupe and A. Jaggi 
(Annalen, 1922, 428, 104 — 188). — A number of optically active 
ketonic and other compounds are prepared from carnpholic and 
camphoric acids and their optical constants determined. 

1:2:2: 3-Tetrametkylcyc\opentyl phenyl Jcetone , obtained by 
the action of magnesium phenyl bromide on campholyl chloride, 
is a colourless, odourless, strongly refracting oil, b. p. 16o°/14 mm. 
It has df 1-0050: [aft +5-72°, [a]?? -1-21°, [aft,** -12-42°, 
[a]? -50-54°; n a 1-52440, ?i D 1-52744, n* 1-53799, n y 1-54706; 
a 10% solution in benzene has df 0-8889, [ajr —2-70°, [ajjj —11-47°, 
[alngMtw —23-96°, [ajp —66-49°; and a 10% solution in alcohol 
has df 0-8051, [a]? +21-74°, [*B +21-68°, [a]g gwo +17-51°, 
[ a ]r — 3-73 n . It does not react, with semicarbazide, phenylhydrazine, 
or p-nitrophenylhydrazine. On reduction by sodium and alcohol, 
it yields, in addition to a hydrocarbon , C 16 H 22 , b. y>. 136 — 137°/12 
mm., which has not yet been completely investigated, phenyl- 
1:2:2: 3-tetramethylcydopcntylcarbinol (Rupe and Lauger, A., 
1920, i, 383). 1:2:2: 3-TetrametJiylcyefopentyl benzyl ketone is 
obtained in an analogous way, using magnesium benzyl chloride, 
and has b. p. 175°/12 mm., df 0-9999, [xf! +26-46°, [x]f +32-16°, 
Olffi, +36-40°, [aJB +42-56°, tu 1-51649, « D 1-51923, n p 1-52915, n y 
1-53706; a 10% solution in benzene has df 0-8878, («]“ +21-51°, 
[«]5 +25-91°, [afft +28-05°, [a]? +33-34°. 1:2:2: Z-Tetramdhjl- 
cycl opentyl ( l-phenyleihyl ketone has b. p. 182°/13 mm., df 0-9681, 
[«]? +18-96°, [*B +23-71°, [aJS, +27-68°, [*]? +35-43°; a 10% 
solution in benzene has df 0-8870, [ajf? +14-32°, [xjj? +18-15°, 
[a ]f H +20-86°, [xjf +27-40°. 1:2:2: 3-Tetramethyteydopenhjl 

x-naphthyl ketone has m. p. 78°, b. p. 229°/l4 mm. ; a 10% solution 
in benzene has df 0-8939, [a]*? 41-95°, [a]j? —60-52°, [a]j“ K — 80-21 % 

[a]? —132-25° ; a 5% solution in alcohol has df 0-8012, [ocjf? —12-23 , 
[xjf, -19-97°, [*]& *-29-45% [«]? -58-16°. 
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Methyl l-acetyl-l : 2 : 24rimethylcydopentane-3-carboxylate is ob- 
tained from a-methyl camphoryl ^-chloride [C 8 H H {C0Cl)*C0 2 Me] 
and zinc methyl or methyl iodide and magnesium. It has b. p. 
130-131712 mm., df 1-0430, [a] 1 2 * * ? -10-53°, [«]» - 14-02°, 
-14-08°, [«R„« -17-39°, [*]? -24-99°; «. 1-46729, n D 
146857} np 1*47554, n y 1 '48039; a 10% solution in benzene has 
df 0-8919, MS -14-46°, [*g —19-17°, [«]f* -20-18°, M?.*t 
—23-43°, [ajf —33-41°. The semicarbazone cystallises in white 
leaflets, m. p. 194°. On attempting to condense the ketonic ester 
by Dieckmann’s method, a substance, C 22 H 82 0 4 , in. p. 221 — 222°, 
giving a silver salt, C^H^OjAg^ was obtained; on treating the 
ketonic ester with dry hydrogen chloride, a substance, 
was obtained as a mobile oil, b. p. 139 — 141°, which solidified to 
needles, m. p. 85°; definite structures are not assigned to these 
substances. 1- Acetyl-1 : 2 : 24rimethyleyc\opentane^-carboxylic acid, 
m. p. 90°, b. p. 17779 mm., is obtained by hydrolysis of the ester; 
a 5% solution in benzene has df 0-8874, [*]*' +84-29°, [a]‘j> 
+109-98°, [aft +116-07°, [a]? e +133-20°, [a]? +185-71°. The 
semicarbazone forms minute nodules, m. p. 224°, and the oxime , 
needles, m. p. 165 — 166°. C. K. I. 


Transformation Products of 1-Methyl-l-trichloromethyl- 
A’ -c//ch>hexadiene-4-one. K. von Auwjers and W. Julicher 
(. Ber ., 1922, 55, [J3], 2167 — 2191). — 1 -Methyl* 1 -trichloromethyl- 

A" :s -cycfohexadiene-4-one, 0!<^ +<^Q+l » ^ as been prepared by 

Zincko and Suhl (A., 1907, i, 37), and its properties have 
been investigated further by Zincke and Schwabe (A., 1908, 
i, 337). In structure, it is closely similar to 1 -methyl- 1-dichloro- 
methyl- A 2 ' 5 -q/ck>hexadiene-4-one, described by von Auwers (A., 
1907, i, 399). The investigation of the former substance has been 
extended so as to permit an exact comparison of the two products. 
In their general behaviour, the trichlorokctone and dichloroketone 
are very closely similar, differences being observed only in minor 
points. Each substance exhibits a very pronounced tendency to 
pass directly or indirectly into aromatic compounds, whereby 
either the chloromethyl or the methyl group wanders, depending 
on the particular reagent used and the substance under investigation. 

1 -Methyl- 1-trichloromethyl- A 2 : 5 -cyc/ohexadienc-4-one yields a 
semicarbazone, colourless, lustrous needles, m. p. 197 — 198°, and 


a p -nilropheriylhydrazone, yellow plates, m. p. 159 — 160°. The 
oxime is remarkably stable towards acids and, probably for this 
reason, its transformation could not be effected. The trichloro- 


ketone is converted by phosphorus pentachloride into 4-chloro-o- 
methylbenzotrichloridc, which is identified by converting it into 
p-chloro-o-toluic acid, m. p. 169 -167°. 


1 : 4-Dimethyl- l-triehlorom ethyl- A 2 5 -rycfohexadiene-4-ol, m. p. 

131 — 132° (the stability of the substance when preserved appears 
to depend largely on the freedom of the atmosphere from acid 

vapours), is smoothly converted at 35° in light petroleum solution 

in an atmosphere of hydrogen into ‘l-methiJ.-1-tri chloro methyl A- 

9 9* 
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methylene- A 2i5 -cycloAeaairfienc, CII 2 I(^ a pale yellow 

liquid which decomposes rapidly on exposure to air, d 1 / 5 1*2022, 
df 1*202, n r 1*55171, <• 1*55710, nj* 1-56986, 1*5569. 

MethyI-p-jJ{3(3-trichloroethylbenzene is conveniently obtained by 
heating the carbinol in boiling glacial acetic acid solution. The 
carbinol is converted by ice-cold concentrated sulphuric acid into 
2 : 4-dimethylbenzoic acid. 

4-Phenyl- 1 ■ methyl - 1 - trichloromethyl - A 2 : 5 -cycZohexadiene - 4 - ol, 
m. p. 120 — 121°, loses water when dissolved in ice-cold formic 
acid and yields a viscous, yellow liquid from which hydrogen 
chloride is continuously evolved at the atmospheric temperature; 
if the liquid is distilled under diminished pressure, it gives 4 -ethyl, 
diphenyl, unotuous plates, m. p. 46 — 47°, b. p. 140°/15 mm. in 
small quantity (the constitution of the substance follows from its 
preparation by the reduction of 4-acetyldiphenyl with zinc and 
hydrochloric acid). The carbinol is converted by sulphuric and 
glacial acetic acids into 4-phenyl-2-methylbenzoie acid, m. p, 
168—169°, the calcium salt of which is converted by distillation 
with lime into 3-methyldiphcnyl, a pale yellow liquid, b. p. 272 — 
274°, dr 1*0182, df 1*015, 1*59747, ng 7 1*60443, nj 1 1*62386, 

rift 1*6029. 4-Phenyl-2-mcthylbenzoic acid is oxidised by per- 
manganate to diphenyl-3 : 4-dicarboxylic acid, m. p. 194° ( anhydride , 
colourless needles, m. p. 135 — 136°). 

The trichloro- ketone is transformed by ethyl bromoacetate and 
zinc in the presence of benzene (which must be freed from sulphur 
compounds by protracted treatment with aluminium chloride) 
into ethyl 1 -methyl - 1 -trichloromethyl- A z : 6 -cyc\ohexadiene-4:-ol-4-axetate i 

CC1 /^CH -CO Et* a ^ark-coloured liquid containing 

considerable amounts of unattaeked ketone, which is hydrolysed 
to l-metkyl-l-trichlorometkyl- tf*-cyc\ohexadiene4-ol4-acetic acid, 
colourless, slender needles, m. p. 125 — 126° (decomp.). The ester 
loses water under the influence of ice-cold formic acid, but the 
residual hydroaromatic ester could not be purified satisfactorily. 
The acid is converted by being heated in xylene solution or on 
the water-bath into fififi-trichloro-cL-p-tolylpropionic acid, small, 
colourless plates, m. p. 168*5 — -169*5°. The hydroxy-acid is con- 
verted by energetic treatment with alcoholic potassium hydroxide 
solution into $$-dichloro-ip-methylatropic acid, CCl 2 !C(C 6 H 4 Me)-C0 2 H, 
slender, colourless needles, m. p. 118*5 — 120°. The action of 
concentrated sulphuric acid on the hydroxy- acid leads to the 
formation of k-carboxy-Z-methylphenylacetic acid , colourless leaflets, 


m. p. 198*5 — 199*5°. 

The trichloro-ketone reacts less readily than the dichloro -ketone 
with chlorine. If, however, a slow stream of chlorine is passed 
into a solution of the former in carbon tetrachloride containing 
iodine, an unstable dichloride is produced which passes slowly 
when preserved, rapidly when boiled with acetic acid and potassium 
acetate, into 3 -chloro - 1 -methyl - 1 -trichloromethyl- A 2 ' 6 -cyclo hexadiene- 
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4 -owc, small, colourless needles, m. p. 99° (oxime, colourless needles, 
m p. 162 — 164°, p -nitrophenylhydrazone, yellow needles, m. p. 

146 148°). When dissolved in carbon disulphide and treated 

^th chlorine in direct sunlight, the trich loro-ketone is trans- 
formed into 2:3:5: ft-tdracMoro- 1 -methyl- 1 -trichloromcthylcyclo- 
jiexane^-one, small, colourless needles, in. p. 134—136°, which is 
converted by cautious treatment with sodium hydroxide solution 
into 3 : &-dicktoro-\-melhyl-\-trichloromelhyl-k? 5 -cyc\ohexadieneA- 
one small, lustrous plates, m. p. 161 — 162°. 

3 : 5-Dibromo- 1-methyl- 1-trichloromethyl- A 2 ;5 -c?/ctohexadiene - 4 - 
one (cf. Schwabe, loc. cit .), m. p. 172°, is prepared conveniently by 
exposing a solution of the trichloro-ketone in an excess of bromine 
to bright sunlight and subsequently evaporating the solution to 
dryness. When dissolved in benzene and treated with an ethereal 
solution of ’magnesium methyl bromide, it is converted into 
3 ; 5-dibromo-l : ^dimethyl- 1 -trichlorometkyl-A? :5 -cyc\ohexadiene-4-ol, 
colourless needles, m. p. 88 — 95°, which probably consists of a 
mixture of stcreoisomeric forms. The carbinol loses water with 


Me CC1 3 

\/ 

Me CC1 3 

\/ 

Me 

some difficulty, and passes 
into 3 : o-dibromo-l-methyl- 

/\ 

/\ 

/\ 

1 - trichloromethyl * 4 -methyl - 

\\ II 

II II 

1 1 

ene- A 2 : * -cy vlohexadiene, m. p. 

\/ 

\/ 

\/ 

(indefinite) 83 — 400°. The 

Br 3 C Br 

A 

CBrj-CCl, 

dissimilarity of the latter 

Br 2 HC Br 


substance and the dibromo- 

(10 

(II.) 

(HI.) 

compound obtained by 


Zincke and his co- workers by the hromination of the methyl - 
carbinol indicates that bromine is not present in the nucleus of the 
latter substances. Zincke’s tetra-, tri-, and di-bromo-compounds 
receive the formulae I, II, and ITT, respectively. H. W. 

The Action of Alcohols on a-Bromobenzylideneaceto- 
phenone. Ch. Dufraisse and P. Gerald (Compt. rend., 1922, 
174, 1631 — 1632). — It has previously been shown (this vol., i, 39) 
that ethyl alcohol condenses with a-bromobenzylideneacetophenone 
to give a saturated compound, which with an alkali hydroxide loses 
hydrogen bromide to give an ethylenic compound . This is now shown 
to occur with other alcohols, and new compounds described are : 
V‘bromo-x-benzoyl- (J- methoxy- ft-phenylethane, CHBzBr-CHPh-OMe, 
in. p. 76 — 77°; <x-bromo-x-benzoyl-$-propoxy-$-phenylethane, m. p. 
95 — 96°; a-bromo-x-benzoyl-$- butoxy- ^-phenylethane, m. p. 81 — 82°; 
z-broma-oi-benzoyl-$-isobutoxy’$’ph€nykthme, m. p. 110 — 111 0 ; 
I'bmzoyl- ^-methoxy- $-phcnylethylene, CHBz.‘CPh*OMe, m. p. 65 — 
66°; K-benzoyl-fy-propoxy-Q-phenylethylnie, m. p. 59 — 60°; x-benzoyl- 
§-bv,toxy-$-phenylethylene ; %-ben zoyl- ,3-is obit toxy- p -phen yl eth ylen e , 

m. p. 55 — 56°, and vi-benzoyl-$-\$Qpropoxy-$-phei}yklhjlene, m. p. 

49-50°. W. G. 

The Grignard Reaction, G. J. Ostling (Hyllningsdrift 
tilldgnad Ossian Aschan , 1920, 92— 97).— An attempt was made to 
prepare ketones by means of the Grigmlrd reaction. Magnesium 

9 9* 2 
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phenyl bromide reacted with benzyl chloride, giving a trace of 
benzophenonc. All other experiments gave negative results. 

Chemical Abstracts. 

Imino-aryl Ethers. I. iV-Phenylbenzrmino-m-hydroxy. 
phenyl Ether and the Synthesis of 2 : 4-Dihydroxybenzo- 
phenone. Arthur William Chapman (T., 1922, 121, 1676 — - 
1681). 

Dinitrobenzil. E. de Barry Barnett and L. J. Kay ( Ch. m. 
News, 1922, 125, 57—58). — Dinitrobenzil may be obtained in almost 
theoretical yield and very pure by nitration of benzil with a mixture 
of sulphuric and nitric acids. Details of the preparation arc given 
Although dinitrobenzil has two carbonyl groups, it only forms a 
mon op he n ylhyd razone , m. p. 159° (decomp.), under ordinary 
conditions. Attempts to prepare a tetranitro- derivative from 
dinitrobenzil by further nitration were unsuccessful. G. W. R. 

A Double Decomposition Catalysed by Copper. Eduard 
Kopetschni and Herta Wiesler (Monaish., 1922, 43, 89 92).^ 
When l-ehIoro-2-aminoanthraquinone is boiled with excess of 
dimethylaniline with the addition of a small amount of copper 
powder or cupric acetate, a good yield of 2 - am i n oanthr aqu inone is 
produced. The chlorine is presumed to re-enter into combination 
as p-chlorodimethylaniline, which may undergo subsequent reduc- 
tion to tetramethylbenzi dine. If potassium carbonate is added in 
addition to copper powder or cupric acetate, or if the dimethyl- 
aniline is replaced by methylaniline, 2-aminoanthraquinone is not 
obtained, although mdanthrene and flavanthrene can be recognised 
amongst the products. I. 

Homologues of Menthol. Akira Ogata and Chuji 
Miyashtta (J. Pham. Soc. Japan, 1922, 4/3— -482). By the 
action of magnesium methyl iodide, menthonc is converted 
into met hi/l menthol (1 : o-diwietk)fl-’2 -iso propylcyclohexanol), b. p. 
83°/6 mm., d\« 0>8991, [*] D +9-74°. When boiled under atmo- 
spheric pressure or warmed with zinc chloride, it loses the elements 
of water and changes into 5- melhyl-2-isopropyl - 1 - indhylenecych- 
hexane, b. p. 181—182°, d ? 0-8273, [*] B +87-25°. By the same 
method, ethyl- and propvl-menthols have been prepared from 
menthonc. When distilled under atmospheric pressure, einjjl- 
mentkol (5- meth ijl- l-eth i/l-2-kopropylcyc\ohexanol ) , b. p. 84 — 8o ;4 
mm,, d? 0-9040,' [ot] n 1-10°, was partly decomposed into menthonc 
(semicarbazone, m. p. 186°). By warming with zinc chloride : 
it gave 5 -m,etkyl- 2 -isopropyl-\-ethylidenecyc\ohexam, b. p. oh 

59°/4 mm., rfi 6 0-8304, [*] D +34-79°. Propylmenthol {5-mdhijl - 1 
propyl-2-\nopropylcyclohexanol) gave, on warming with zinc chloride 
two isomeric hydrocarbons (l-inethylA-isopropyl-S-propyUdenecye o 
hexane), which are differentiated by the position of the douwi 
bond : one, with an odour like that of an ethylidene derivative 
has b. p. 46-5076 mm., df 0-8)24, [«], +3-097 whi tot 
other, which is almost odourless, has b. p. 91 — 9--o /“ 1 
d', 6t 0-8318, [«] D + 32-437 K - h ‘ 
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Hydration o! CaryophyUene. Yoshihiko Asahina and 
Takeo Tsukamoto (J. Pharm. Soc. Japan, 1922, 4()3— 473). — 
A mixture of absolute ether and sulphuric acid monohydrate has 
been used for the hydration of some hydrocarbons by Aschan 
(Schimmel & Co. Rep., 1919, 130), and is now found to effect hydr- 
ation of caryophyllene more easily and quickly than Bertram’s 
method ( Annalen , 1892, 271, 288). One hundred c.c*. of caryophyll- 
ene were added drop by drop to a mixture of 80 c.c. of absolute ether 
and 30 c.c. of sulphuric acid monohydrate eroded to 0°, the tem- 
perature of the reaction mixture being maintained below 10°. 
After remaining for one to two hours at the room temperature, 
it was poured into a mixture of ice and sodium carbonate and the 
alkaline solution subjected to distillation with steam, when a 30% 
yield of caryophyllene alcohol, m. p. 94 — 95°, was obtained. The 
alcohol has always been regarded as optically inactive, but it is 
now found to be active, [aj D - 5*8° in alcohol. The phcnylurcthane, 
ni. p. 135°, has [a] D +50-5° in alcohol. Au oily by-product which 
distilled with the alcohol was separated into two fractions : 

(a) b. p. 93—98°/3 mm., d 18 0-9237, a 1 , 8 -31-76°, ng 1-5037, and 
(&) b. p. 98— 105° /3 mm., d'* 0-9283, [a]] 8 —33-68°, n\* 1-4997. 

The alkaline-aqueous solution remaining in the flask in the 
above distillation was freed from resinous matter by shaking with 
ether, acidified with dilute sulphuric acid, and distilled with steam, 
when a substance passed over, crystallising in plates, m. p. 117°, 
soluble in the ordinary organic solvents, and stable towards per- 
manganate, etc. It proved to be an isomer id? of caryophyllene 
alcohol, and is optically inactive, as also is its phenylurethane , 
m. p. 180°. It is therefore regarded as the a-compound and the 
active one as the p-compound. Clovene was prepared from the 
Q -compound by Wallaeh’s method and found also to be optically 
active, b. p. 259—260°, d'* 0-9241, ag 1-49985, and a D +2-84°. 

Iv. K. 

Essential Oils. Roure- Bertrand Ktt.s (Hull. Sci. h\d 1920, 
[iv], 1 , 1—38, and 2, 1—37 ; from Chern . Zentr., 1922, i, 359—360).— 
Scheih oil, from Artemisia herba-alba var. genuina of Algerian origin, 
has d 15 0-9432; [ajj, +2° O'; acid number, 3-5; saponification 
number, 57-4; ester number, 53-9; acetyl number, 147; com- 
bined alcohols, 14-80%; free alcohols, 30-64%. A sample kept 
for six years gave a greater acid number and on distillation with 
steam yielded 70% of an oil with properties different from those of 
the fresh oil. Camphor, cineole, and /-camphor were found as con- 
stituents, also, from the odour, meuthol (ef. Orinial, A., 1904, 
i s 605). Gouft oil, from Artemisia cam peslris, L., var. odoratissima, 
has d 15 0-8727 ; [a] D — 16° 20' ; acid number, 0-94; saponification 
number, 30-81 ; ester number, 29-87 ; acetyl number, 41 -07 ; 
combined alcohols, 8-21%; free alcohols, 3-44%. It does not 
change appreciably on keeping. The constituents found were 
^-pinene, nopincnc ( ?), and geraniol (ef. Jeancard and Satie, 
A > 1904, j, 516). Pagoda corn oil from Annani of unknown 
botanical origin has d 2{i 0-9182, [a ] B -J-o8° 40" ;* ag 1-4870; acid 
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number, 1-87; saponification number, 11-20; ester number 9-33; 
acetyl number, 130*67; total alcohol (CjqHj 8 0), 39*83 /(j, coni, 
bined alcohols, 2-56%. The constituents are d-limonene, geraniol 
( ?), and cuminaldehyde. Rhododendron oil froip if. jerrugumm 
has d 15 0-840; acid number, 0-0; saponification number, 63*47 
(cf. Haensel, A., 1906, i, 524). Pichurim bean oil, from the seeds 
of Nectandria Puchury major , is yellowish -green in colour and 
has d 17 1-0396; [a] D —4° 54' ; n'£ 1-5180; acid number, 2*8; 
saponification number, 2*8; acetyl number, 33-47. It contains 
8°/ of phenols, including isoeugenol. Safrole and cineole are 
present. The oil obtained by extraction of the distillation water 
has d 15 1-0237; [oc] D — 9° 28' ; acid number, 9*33; saponification 
number 9-33. * Cistus Uidaniferus , L., and C. Monspelimsis give 
an oil with d 175 0-9033; [«| D -12° 10'; 1-4800; acid number, 

3*7; saponification number, 22*37. The distillation water yields 
on extraction with light petroleum an oil having d 175 0-9755, 

r a i 2° 40' ; acid number, 18*67; saponification number, 41*07. 

The essential oil from Chenopodhm ambrosmdes (Dutch Indies) 
has d 15 0-9763 ; acid number, 0-93 ; saponification number, 7*47, 
The corresponding oil from the distillation water has d 15 0-9843; 
acid number, 0-93; saponification number, 13-98. It has been 
found specific against ankylostomiasis. The essential oil from 
Skimmia laureokt is light green in colour and has d 0-8931; 
r a p0 _i_4° 28' ' saponification number, 82-13. Cinnamon oil 
Annam) ha-s k 15 1-051; < 1-690; [«] D -0° 8'; add number, 
2*8; aldehydes, 95%. w - 


Two Indo-Chinese Oils. Roure-Bertrand Fils {La Par- 
fumerie Modem, 1921, 14, 151; from Ckem. Zentr., 1922, i 

3601 Pagoda com oil has a similar odour to geranium and 

bergamot It has d*° 0-920; [a] D +56° 8'; ^ !*4870; saponific- 
ation number, 13-25 ; acetyl number 139-13 ; free a cohol, 38-20%. 
Limonene and geraniol arc present (cf. precedmg abstract). Annam 
brier oil has an odour like cajuput oil. It has d* 0-886 ; [a] D -0-b , 
1-4772- ester number, 10-45; acetyl number, 50-21; free 
alcohols, 11*27%. It is probably obtained from Cathetus Jasckulata, 
r ’ G. W. R. 

Lour. 


Essential Oils. Roure-Bertrand Fils {Bull. Sci. Ini 
Roure- Bertrand Fils., 1921, [iv], No. 3, 14-19 ; from Chem. Zentr 
iQ 0 . 2 i; 483b— Boldo leaf oil, the essential oil from the leaves ol 
Peumus Boldus , Mol., has d 17 0*9318, d 15 0-9334; [a] D 0*14 
acid number, 1-87; saponification number, 14-87 : it contain* 
30°/ of cineole. The oil from the distillation water has d ia QW* 
acid number, 3-73 ; saponification number, 26-13; acetyl number 
14‘>.18 It has a different odour from that of the first oil and con 
tains 15% of phenols. Patchouli oil (Sumatra) from the leaves ha: 
d 15 0-9689 —52° 4' ; acid number, 1*2 ; saponification number 

7-9- acetyl number, 26-13. Patchouli oil from the stems to 
d 1 '- ’ 0-9739 ; [«]„ -54° 8'; acid number, 8-7; sapomfica i 
number, 10-0. * VV ' 
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Essential Oils. Roure-Bertrand Fils (Set. Ind. Bull 
192lj [iv], No. 4; cf. A., 1921, i, 797, 798). — An oil distilled from 
LavavMa stoechas resembled that ascribed by Scbimmel & Co. 
(1905) to L. dentata. It had d 15 0*945—0*962, a [ 35° 30' to +47°, 
acid number, 0*93 — 5*16; saponification number, 18*26 — 18*67; 
ester number, 13*1 — 17*74; acetyl ester number, 47*14, The chief 
constituents (80%) are d-camphor and d-fenchone, probably also 
fenchyl alcohol, terpineol, and a phenol compound. d-Fenchone 
has d 20 0*9443, d 26 0*9402, a 23 +54° 34', nl 1*4625, in. p. 3—5°. 
Oil of angelica root, obtained by distilling the fresh root with water, 
had d m 0*8887, d 15 (corr.) 0*8907, a 18 +6° 42' (normally 16° to 
+ 41°), acid number, 7*20 (usually 1 to 4) ; saponification number, 
52*27 (13 to 44) ; ester number, 45*07 (12 to 40). Madagascar 
cinnamon bark oil (a) from pounded bark, (6) from the separated 
water by extraction with light petroleum, (c) a mixture of both, 
had respectively d 17 0*9715, 1*0281, 1*0075; d 15 0*9731, 1*0297, 
1-0091; a 17 —5° 49', a 16 —2° 2', a 17 —3° 23'; acid number, 2*49; 
2*49, 2*49; aldehyde content, 48%, 82%, 70%. The composition 
and analytical characters of French oil of lavender are discussed. 
Oil of Tagetes anisata , Lillo, which has an odour of anise, has 
d 15 0*9862, b. p. 214—218°, f. p, -6°, n D 1*5432, a -1°10', 
saponification number, 3*1. 

The table of structural formulae, physical constants, and charac- 
teristic derivatives of essential oil constituents is continued. 

Chemical Abstracts. 

Oil of Bystropogon Canus. Julia Whelan ( J . Amer, 
Pharm, Assoc., 1922, 11 , 337 — 338). — The total oil obtained by 
distillation in steam was 0*3%. The colour is green, somewhat 
like that of bergamot oil, and the odour more like that of fatty 
acid esters than of menthol; d 20 0*910; [x] D —0*59°; 1*563. 

Tests for pulegone, menthol, thymol, and carvacrol were negative. 

Chemical Abstracts. 

Essential Oil of the Leaves of Doryphora sassafras. A. R. 

Penfold ( Perf . Essent. Oil Bee., 1922, 13, 273 — 275). — The leaves 
of Doryphora sassafras, the New South Wales variety of the sassa- 
fras tree, yield, according to season, 0*1 — 1*05% of essential oil, 
the former quantity being obtained in May and the latter in 
November. The oil varies considerably in composition according 
to the districts from which it is obtained. Leaves from the Monga 
district gave an oil having the following constants : d 1*01 — 1*02; 
n 1*506 — 1*509; a +16*2° to 4-22*2°; ester value, 4*6 (after 
acetylation, 32*97) ; solubility in 70% alcohol, 1 in 8. The principal 
constituents so far identified are safrole, 60—65%; camphor. 
10—15%; d-oc-pinene, 10%; sesquiterpenes, 10%; eugenol, 1%. 
Another sample of oil from the Currowan district was lighter than 
water (d 0*9808) and contained about 30% only of safrole, together 
with a considerable quantity of a substance which was apparently 
eugenol methyl ether, but whicli has not yet been satisfactorily 
separated from admixed sesquiterpenes and *aleoholic substances. 
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The proportion of camphor in this oil was also greater, amountino 
to about 30%. 0. F.M. b 

The Volatile Oil of Mentha aquatlca , Linne, and a Note 
on the Occurrence of Pulegone. Roland E? Kremers (./ 
Biol Chem ., 1922, 52, 439-^43).— The distilled oil of Mentfo 
aquatica , Linne, has d 24 0-916; n Zi 1*4582; [a]5f —7*48°; acid 
number, 7*84; ester number, 210-93; ester number after acetyl, 
ation, 224*0; and contains 73-82% of ester, 61*6% of total alcohol, 
3-6% of free alcohol. The ester consists mainly of linalool acetate. 
There are also present small quantities of another ester, free linalool, 
a free acid, and an unstable aldehyde. 

Pulegone is a constituent of the cohobated oil of peppermint 
(cf. this vol., i, 357). E. S. 

Essential Oil of Violet Roots. A. Goris and Ch. Visciinfac 
(Bull. Sci . Ind. Roure* Bertrand Fils , 1921, [iv], 3, 1 — 8; from 
Chem. Zentr 1922, i, 360). — The roots of violet ( Viola odorata) 
contain an essential oil and a glucoside. The ethereal oil is a 
salicylic ester. The amount of glucoside is small. It is acted 
on by an enzyme contained in the root with the formation of an 
essential oil of strong odour. G. W. R. 

The Vulcanisation of Caoutchouc in Solution. F. Botrv 
( Corrupt . rend., 1922, 175, 102— 104).— If caoutchouc is heated, 
in colloidal solution, with sulphur at 120° the product depends 
on the concentration of the solution and the nature of the solvent. 
With dilute solutions (1—2%), and with solvents such as nitro- 
benzene, petrol, phenetole, etc., a gelatinous deposit is obtained 
which, when dried, is a hard, elastic mass with a black fracture. 
After extraction with acetone, it contains 15 — 30% of “ combined ” 
sulphur. With solvents such as aniline, xylene, thymol, etc., 
no precipitate is obtained even after several weeks’ boiling. With 
10% solutions in solvents of the first group, the viscosity of the 
solution at first diminishes on heating, then reaches a minimum, 
and increases rapidly until the liquid forms a gel. These gels 
show the phenomenon of syneresis. The sulphur content of the 
products obtained, after extracting the gels with acetone, varies 
between 20 and 30%. W. G. 

The Glucosides. I. The Constitution of Indican. Alex- 
ander Killen Macbeth and John Pryde (T., 1922, 121, 1660 — 
1668). 

Digitonin and its Derivatives. A. Windaus and K. Weil 
(Z. physiol. Chem., 1922, 121, 62—79; cf. Kiliani, A., 1890, i, 996; 
1891, i, 576; 1919, i, 90) —Digitonin has the formula 
On hydrolysis by alkali, the products are (i) digitogenin, C 26 H 42 0 5 , 
a neutral material containing three hydroxyl groups, and forming 
a triacetyl derivative, C 26 H 39 0 5 Ac 3 , needles, m. p. 190°, (ii) a hexose, 
(iii) a pentose, according to the equation 
C s# H 4t O,+4C,H u O i +C 8 H M O s . Digitogenin, which dots not 
possess lactone, metboxyl, aldehyde, or ketone groups, is oxidised 
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by chromic acid to digitogenic acid, which is now shown to have 
the formula C 26 H 33 0 7 , to yield a dimethyl ester, C 26 H 36 0 7 Me 2 , 
m. p. 146° > aR d a diethyl ester, C 26 H 30 O 7 Et 2 . Gitonic acid, deoxy- 
digitogenic acid, and hydrodigitoic acid, described by Kiliani, 
a re all really impure forms of digitogenic acid. Digitoic acid 
and S-digitogenic acid, isomeric with digitogenic acid, from which 
they are formed on warming with alkali, both yield the same 
dimethyl ester, C 28 H 42 0 7 , m. p. 140°. On boiling with potassium 
hydroxide solution, the dimethyl esters of digitoic acid, digitogenic 
acid and ^-digitogenic acid all yield digitoic acid. Oxydigitogenic 
acid, from the oxidation of digitoic acid, digitogenic acid, or 
^-digitogenic acid, has the formula C 26 H 38 0 9 ( trimethyl ester, 
C.y H 44 O 9 , in. p. 153°). It loses carbon dioxide easily on boiling 
with acetic acid and some mineral acid, indicating a p-ketonic 
acid or a derivative of malonic acid. Further oxidation yields 
digitic acid, C 28 H 3 M O 10 (dimethyl ester, O 29 H 44 O 10 , m. p. 1 37 — - 
138°). This ester differs from the previously described esters in 
that it contains a hydroxyl group. On treatment with acetic 
acid and hydrogen chloride at 0 °, it loses I molecule each of carbon 
dioxide and of water to form anhydrodigitic acid, which presum- 
ably has the formula C 25 H 36 0 7 . W. 0. K. 

Hyssopin. 0. A. Oesterle (Schweiz, Apoth. Ztg., 1921, 59, 548— 
553; from Chm. Zentr 1922, i, 579).— Hyssopin, C 50 H 66 O 30 ,3H 2 O, 
which occurs as crystals in hyssop plants attacked by fungi, is 
a rhamnoglucosidc similar to hesperidin; it forms spherulitic 
crystals, m. p. 275 — 276 c \ Hysso p i ugly con a , C 16 H 14 0 6 , forms 
bright ochre-yellow platelets, in. p. 262 — 263°. Hyssopinglycone 
acetate, C 16 H n O fi Ac 3 or C 1 G II 10 O 6 Ae 4 , forms white needles. 

G. W-R. 

The Use of Rhodanine in Organic Syntheses. I. Furyl- 
alanine. Ch. Granacher (Hdv. Chim. Acta , 1922, 5. 610 — 
(}24). — The condensation products of rhodanine with aldehydes 
are readily decomposed by alkalis, and a study of their decom- 
position has shown that by this means many organic compounds 
not otherwise readily accessible may be synthesised. It has been 
previously observed by several authors that the condensation 
product of rhodanine with benzaldehyde breaks up, forming 
a-thioleinnamie acid. This reaction is found to occur readily 
on warming with 10 — 15% sodium hydroxide solution, a -Thiol - 
cinnamic acid is found to behave in many respects as the a-thio- 
keto-carboxylic acid, CH 2 Ph*CS*CO.,H, and is therefore to be 
considered a tautomeric substance. It gives phenylpyruvic acid 
oxime, which melts with decomposition at 173 — 174°. not at 159 — 
100°, as has been stated. It also reacts with other amines, giving 
derivatives of pyruvic acid with loss of sulphur. The oxime can 
be readily hydrolysed to pyruvic acid or reduced to an a-amino- 
acid. It is thus possible to pass from benzaldehyde directly to 
pyruvic acid or phenylalanine, and in the same way from furfur- 
aldehyde to furylalaninc. 'Flip a-thin- tectonic acids may also be 
converted into the a-ketonic acids by simply b (filing with ammonia. 



l, 850 ABSTRACTS QF CHEMICAL PAPERS. 

The oxime can also be reduced to give a nitrile containing one 
carbon atom more than the original aldehyde. Further, a -thiol- 
cinnamic acid can be reduced to p-phenylpropionic acid, a saturated 
acid containing two carbon atoms more than the original aldehyde, 
By reduction of a-thiolcinnamic acid in alkaline solution with 
sodium amalgam, a 4hiol-$-phenylpropionic acid , 
GH 2 PlrCH(SH)*C0 2 H, 

was obtained. It forms a thick syrup with an unpleasant odour, 
cannot be distilled, and gives with ferric chloride and a trace of 
ammonia a fugitive blue coloration. 

a - Thiol- (3 - 2 - f u ry lacrylic acid (Andreasch, A., 1919, i, 97) forms 
with hydroxylaminc <x-oximino~ fi-2~furylpyruvic acid, white needles, 

m. p. 145°. By reduction with sodium amalgam in alcohol in 
presence of lactic acid to give the necessary acidity, this is reduced 
to 2-furylalanine , a coarse, crystalline powder decomposing at 
252°. With phenylcarbimide in alkaline solution, this is condensed 
to a-phenvlcarbamido-[}-2-fury]propionic acid, m. p. 177 — 178°, 
not 162 — 163° as given by Sasaki (A., 1921, i, 808). E. H. R. 

A Synthesis of Pyrylium Salts of Anthocyanidin Type, 
David Doia Pratt and Robert Robinson (T., 1922, 121, 1577 — 
1585). 

The Coumaranone Series. II. The Preparation of 4* 
and 6-Chlorocoumaran-2-ones and their Conversion into 

2- and 4-Chloroflavonols respectively, and some Derivatives 
of o- and p-Chlorophenoxyacetic Acids. Thomas Hoskeb 
Minton and Henry Stephen (T., 1922, 121, 1598—1603). 

The Thiophen Series. XIII. The Action of Acetylene on 
Pyrites. Wiehelm Steinkopf and Julius Herold (Annalen, 
1922, 428, 123—153; cf. A., 1914, i, 425). -The product of the 
action of acetylene on finely divided pyrites at 300° contains the 
following substances : carbon, hydrogen, carbon disulphide, 
methane, butadiene, acetaldehyde, hydrogen sulphide, acetone, 
benzene, thiophen (about 40%), 2-thiotolen, 3-thiotolen, 2 :3- 
thioxen, 2-ethylthiophen, and 3-ethylthiophen, and probably, in 
addition, butane, A“-butinene, toluene, and xylene, as well as 
higher homologues of acetylene. 

The thiophen homologues were identified for the most part 
by means of their mercury compounds, many of which had pre- 
viously been prepared from synthetic specimens of the alkyl- 
thiophens (A., 1921, i, 630). 2- and 3-Ethylthiophen, however, 
had not been fully characterised previously and the following 
facts relating to these substances had to be ascertained in order 
to establish their presence in the mixture. 

3-Ethylthiophen, on treatment with mercuric chloride, yields 

3- ethylthiophen~2(oT o)-mercurichloride , which forms colourless 
crystals, m. p. 67 — 68°, and 3-eihylthiophen-2 : o-dimcrcurickloridt, 
microscopic, filamental needles, m. p. 295 — 297° (decomp.), lhe 
former, on treatment with 2 molecules of sodium thiocyanate, 
gives mercury 3 : 3’ -didhyldithicnyl, needles, m, p. 68 , but no 
mercuri thiocyanate * 
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2-Ethyl'5-thienyl methyl ketone, prepared from 2-ethylthiophen 
by the phosphoric oxide method (A., 1921, i, 579), gives a semi- 
carbazone which crystallises from alcohol in leaflets, m. p. 215°, 
with previous sintering. C. K. I. 

Thiophen Series. XIV. The Condensation of Diazoacetic 
Ester with Thiophen. Wilhelm Stein rote and Halvaijd 
Aegestad-Jensen (Annalen, 1922, 428, 154 — 163) —Condensation 
between ethyl diazoacetate and thiophen takes place at 127°, 
riving a poor yield of an ester, b. p. 113*5— 114'5°/13 mm., which 
is believed to be ethyl dicyclo-A 2 -ot -penthiophcn-o-carboxylate, 

V^'>CH*COoEt, rather than any of the possible monocyclic 
GK&CBT 2 . 

isomerides, because the ease with which it forms an amide , long 
needles, m. p. 165°, on treatment with ammonia, suggests that the 
carbethoxy-group is not attached to a quaternary carbon atom. 
Both the ester and the amide yield an acid, 0 6 H 6 0 2 S, on hydrolysis 
with sodium hydroxide, but, as it is not clear whether or no 
isomerisation occurs during hydrolysis, a definite structure is not 
assigned to this substance. C. K, I. 

preparation of the Alkaloidal Mercuri-iodides in Crystal- 
line Form. Maurice Francois and Louis Gaston Blanc 
(Cwnpt. rend,, 1922, 175, 169— 171).— The amorphous precipitate 
obtained by adding potassium mercuric iodide to a solution of an 
alkaloidal salt can be brought into solution by warming it in 
suspension in the mother-liquor with a large excess of hydrochloric 
acid, and on allowing to cool slowly it is usually redeposited in a 
crystalline form. In the actual preparation of these crystals the 
initial precipitation may be avoided by slowly mixing equal volumes 
of warm solutions of the alkaloidal salt containing a large amount 
of hydrochloric acid, and of potassium mercuric iodide, of suitable 
concentrations. Clear solutions are thus obtained from which the 
alkaloidal mercuri-iodides are deposited in crystals on slowly 
cooling. In this way, the mercuri-iodides of caffeine, theobromine, 
quinine, morphine, codeine, cocaine, strychnine, pilocarpine, and 
sparteine, and also of quinoline, were prepared. They form 
brilliant yellow crystals, containing neither chlorine nor water of 
crystallisation. They show a tendency, well marked in. the case 
of the caffeine compound but scarcely perceptible with the less 
soluble compounds such as that of quinine, to be decomposed by 
water into mercuric iodide and the alkaloidal hydriodide. 

G. F. M. 

Preparation of the Alkaloidal Bismuthic Iodides in a 
Crystalline Form. Maurice Francois and Louis Gaston 
Blanc (Compt. rend ., 1922, 175, 273— 274).— Crystalline bismuthic 
iodides of caffeine, theobromine, morphine, codeine, quinine, 
atropine, arecoline, pilocarpine, sparteine, nicotine, aniline, pyridine, 
and quinoline were prepared from potassium bismuthic iodide and 
acid solutions of the hydrochlorides of the bases by methods pre- 
cisely analogous to those employed for th*e preparation of the 
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double mercuric iodides (preceding abstract). These compounds 
form extremely well-defined microscopic crystals, and in the bulk 
are considerably darker in colour than the corresponding amorphous 
substances. They contain no water of crystallisation, and have 
the general formula (BiI 3 h(AlkHI) r They appear to be adapted 
for the microchemical characterisation of the alkaloids. 

G. F. M. 

Anhalonium Alkaloids. IV. Synthesis of Anhalamine. 

Ernst Sfath and Hans Roder (Monatsh., 1922, 43, 93 — 111) — 
6-Hydroxy-7 : 8-dimethoxy- 1 : 2 : 3 : 4-tetrahydrofsoquinoline has 
been prepared synthetically, and shown to be identical with 
anhalamine. 

At the outset it was supposed that, anhalamine might be 7-hydroxy. 
6 : 8-dimethoxy- 1 : 2 : 3 : 4-tetrahydrmsoquinoline, and therefore 
this substance was synthesised. It was necessary, in the first 
place, to prepare [3-4-ethylearbonato-3 : 5-dimethoxyphenylethyl- 
amine, and two methods were attempted. The starting point of 
the first was carbethoxysinapic acid (4-ethylcarbonato-3 : 5-di- 
methoxycinnaraic acid), which was reduced by hydrogen in the 
presence of palladium and platinum to carbdhoxydihydrosimpic 
acid ($-4-etkylcarbonato-3 : o-dimethoxyphenylpropionic acid), ni. p. 
167 — 169°. The same end-product was obtained by reducing 
earbethoxysyringylirlenenialonic acid (4-ethylcarbonato-3 : 5-di- 
methoxybenzylidenemalonic acid) under similar conditions to 
4-ethylcarbomtoA : 5 - dim c thoxyb mzyhnalonic acid, m. p. 122 — 123° 
(decomp.), and effecting the elimination of a carboxyl group from 
this substance by heating. The carbcthoxydihydrosinapic acid 
was converted into its chloride, and thence into its amide, m, p. 
122 — 123°, from which it was hoped to obtain the required ethyl- 
amine by the action of bromine and alkali. The sole isolable 
product, however, was $-4 -hydroxy -Z : o-di melhoxyphe nylpropion- 
amide, in. p. 153 — 154°, hydrolysis of the earbonato-group having 
taken place. 

Carbcthoxysyringaldchyde (4-cthylcarbonato-3 : 5-dimcthoxy- 
benzaldehyde) was therefore condensed with nitrome thane to 
give m-n i tro-4-ethylca rbonuto - 3 : o-dimethoxyslyreue, yellow crystals, 
in. p. 167°, which was reduced by zinc dust and acetic acid to 
4-ethylcarbonatoS : o-d i m elk oxy phen ylacetaldox i me . This was re- 
duced, without purification, by means of sodium amalgam to 
$-4-dhylmrbonato-3 : 5 -d imethoxy phe nylethylamine , an oil which 
gave a crystalline hydrochloride , plaiinichloride, and picrale, m. p. 
200° (decomp,). 

The base was now condensed with formaldehyde to give 7 -ethyl- 
carbonato-Q : H-dimethoxy - 1 : 2 : 3 : 4-tefrahydrol soqui noli ne . This 

base gave a crystalline hydrochloride, ; on removal of the carbethoxy- 
group and methylation by means of methyl sulphate and alkali, it 
yielded 6:7: 8-triincthoxy-2-inetliyl-l : 2 : 3 : 4-tetraliydro/soquino- 
line met h iodide, and on hydrolysis it gave 1 -hydroxy : 8-dimethoxy- 
1 : 2 : 3 : 4-idrahydrohoqmnoline., m. p. 106 — 167°, which was 
different from anhalamine. . 

A similar series of* experiments was therefore instituted with 
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^he isomeric aldehyde, 5-ethylcarbonato-3 : 4-dimethoxybenz- 
aldehyde, but, at the outset, difficulties were encountered in the 
preparation of this substance. 5-Nitroveratraldehyde was reduced 
to 5-amirwwmtraldehyde , which was isolated as the tin double salt 
and diazotised. The hydrolysis product of the diazonium salt 
was not 5-hydroxyvcratraldehyde, however, but 4 : 5-dihydroxy- 
3 -methoxybenzaIdehydc, a methyl group having been eliminated. 
Mcthylation of this gave 3:4: 5-trimethoxybenzaldehyde, so that 
this way to the desired substance appeared to be closed. The 
inethylation of gallic acid was therefore investigated. Methyl 
sulphate gave a mixture of methyl 4 : a-dihydroxy-3-methoxy- 
benzoate, methyl 5-hydroxy-3 : 4-climethoxy benzoate, and methyl 
3:4: 5-trimethoxy benzoate, and by further methyl ation of the 
first of these a mixture of the second and third could be obtained. 
The methyl 5 -hydroxy- 3 : 4- dimethoxy benzoate was hydrolysed 
with alkali to 5-hydroxy-3 : 4-dimethoxybenzoic acid, which was 
condensed with ethyl chlorocarbonate to give 5 -ethylcarbo nato- 
3 : i-dimethoxybenzoic acid , m. p. 117 -118°. This substance was 
converted into its chloride, m. p. 45- -46°, by means of phosphorus 
pentachloride, and the chloride reduced by hydrogen to 5 -ethyl- 
cmbonato-3 : 4-dimethoxyhenzaldekyde, m. p. GO — 60‘5°. This on 
hydrolysis gave o-hydroxy - 3 : 4-rfi inethoxybe nzaldehyde , in. p. 62 — 63^. 

The carbonato-aldchydc was now condensed with nitro methane 
to give u-nitro-o-ethylcarbonato-''} : 4 -dimethoxy styrene, m. p. 06°, 
which on reduction gave $-o-hydroxy - 3 : 4-tf i methoxypkenylethyl* 
amine, a brown, amorphous mass. This yielded anhalamine on 
condensation with formaldehyde. 

As the yield in this last condensation was not good, the method 
was modified. 5- Hydroxy-3 : 4-dimethoxybenzoic acid was benzyl- 
ated, but the o-benzyloxy-S : 4-rf i methoxybenzo ic acid so obtained, 
m. p. 170 — 172°, could not be reduced to the aldehyde. 5-Hydroxy - 
3 : 4-dimethoxybenzaldehyde was therefore directly benzylated. 
o-Benzyloxy- 3 : 4 -dimethoxybenzaldchyde, m. p. 54 ', on condensation 
with nitromethane, gave v-nitro-o-benzyloxy-Z : 4 -dimethoxy styrene, 
m. p. 104 — 105 y , which, on reduction, yielded 3-5- benzyloxy -3 : 4- 
dmethoxypkenyleth yin m ine (picrate, m. p. 163 u ). This, on con- 
densation with forma I delude and suhserpient digestion with hydro- 
chloric acid (to remove the benzyl group), gave anhalamine. 

C. K. I. 

Preparation of Amino-derivatives of Hydrogenated 
Cinchona Alkaloids and their Derivatives. Howard & Sons, 
Ltd., John William Blagden, and Maximilian Xierensteix 
(Brit. Pat. 182986). — Good yields of the amino-derivatives of 
hydrogenated cinchona alkaloids arc obtained by reducing the 
nitre-derivatives in neutral or nearly neutral solution with suitable 
reducing agents such as zinc or iron in conjunction with a neutral 
salt. Thus nitrohydroquiniric, dissolved in alcohol, or in water in 
the form of a salt, is heated at 50“ or more, and zinc dust and 
aqueous ammonium sulphate solution are added. After stirring 
for some hours at this temperature, the filtered solution is con- 
centrated in a vacuum to crystallise the product. G. F. M. 
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Preparation of Morphine Allyl Ether. Georg von Kereszty 
and Emil Wolf (D.R.-P, 343055; from Ghem. Zentr., 1922, ij j 
147). — A solution of an alkali metal compound of morphine is 
allowed to react with an alcoholic solution of an allyl arylsulphonate. 
By the action of sodium morphine on allyl benzenesulphonate, 
allyl morphine ether is obtained; it forms a hydrochloride (+1H 2 0), 
which has m. p. 129 — 131° when heated quickly, or 130 — 132° 
if heated slowly. The free base has m. p. 67 — 68°. It has 
therapeutic uses. G. W. B. 

Scopoline. VI. The Constitutions of Scopolamine and 
Scopoline. The Hofmann Degradation of Scopoline. Kurt 
Hess and Ottmar Wahl {Ber., 1922, 55, [B\ 1979 — ^2025). — 
Inactive scopoline, obtained by the hydrolysis of /-scopolamine 
with acids or alkalis, has been shown by King (T., 1919, 115, 476, 
974 ; cf. Tutin, T., 1910, 97, 1793) to be a racemic form of d - and 
Z-scopoline and, since the active scopolines are not racemised under 
such conditions as are used in the hydrolysis of scopolamine, be 
has drawn the conclusion that r-scopoline is present initially in 
/-scopolamine and that the optically asymmetric character of 
the latter is due to the presence of the optically active tropyl group. 
The conception of /-scopolamine as a partial racemate appears 
to the authors improbable on theoretical grounds, and also on 
account of the non-observation of a transition temperature for 
/-scopolamine and the failure of attempts to resolve d/-aposcopol- 
amine. More conclusive evidence has been sought by attempts 
to synthesise /-scopolamine from dZ-scopoline and /-tropic acid, 
the initial experiments being conducted with optically inactive 
material. Direct attempts were unsuccessful by reason of the 
reactivity of the hydroxyl group of tropic acid, whilst acetyltropyl 
bromide and scopoline gave acetylscopolinc. Esterification of 
(//•scopoline with atropic acid was rendered impossible by reason 
of the polymerisation of the latter. Greater success was en- 
countered with deoxytropic (a-phenylpropionic) acid. From the 
r-acid and (//-scopoline, two racemic products are derived, whereas, 
according to King’s conception, the formation of a single partial 
racemate is more probable. It must therefore be assumed that 
either this conception is incorrect or that the ester differs in its 
behaviour from scopolamine and erposcopol amine. If the latter 
hypothesis is correct, the compound derived from the partly 
racemic scopolamine by hydrogenation of the corresponding o,po- 
derivative must be a separable mixture of racemates which are 
identical with the compounds just described. Experiment, how- 
ever, shows that the deoxyseopolamine which is prepared readily 
from aposcopolamine is a single racemic form which is not identical 
with either of the products derived from scopoline and deoxytropic 
acid. Since the acid component of the three esters is the same, 
the difference must be caused by the alcoholic component; hence 
the alcoholic component of deoxyseopolamine, and therefore of 
scopolamine itself, cannot be identical with scopoline. It follows 
also that only one asymmetric carbon atom is present in deoxy- 
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scopolamine, and hence in scopolamine; since this is located in 
the tropyl residue, a symmetrical structure must be assigned to 
the basic portion of scopolamine. As, however, an asymmetric 
carbon atom has been proved to be present in scopoline, it must 
be assumed that it is developed during the hydrolysis, which thus 
causes a structural change in the basic component of scopolamine, 
further confirmation of this hypothesis is derived from the observ- 
ation that the three isomeric deoxyscopolamines and the two 
racemates of deoxytropylscopolein yield the same products 
(scopoline and deoxytropic acid) when hydrolysed. The constitu- 
tion assigned previously to scopolamine and its derivatives there- 
fore requires revision; the reactions are interpreted satisfactorily 
by the following formulae : — 


CH*CH*CH 2 ^ / CH-CH*CH 2 

5 I NMe^CH-O-CO-CHPh 0 I NMc')CH-0-CO-CPh 

\h-6h-cHj ch 2 -oh \;h-ch-ch 2 oh 2 



\ "i-J 

CH S -CH-CH 


Deoxy tro pylsc o pole i a 
(two r- forms), 

Deoxytropic acid is prepared conveniently by the hydrogenation 
of atropic acid in glacial acetic acid solution in the presence of 
platinum and is converted by thionyl bromide (obtained by 
saturating boiling thionyl chloride with hydrogen bromide) into 
deoxytropyl bromide, a pale yellow liquid, b. p. 106 — 107 J /13 mm. 
The latter reacts with scopoline hydro bromide in the presence of 
xylene at 140° with the formation of a- and ^-deoxytropylscopolein 
bromides in approximately equal amount, which can be separated 
from one another .mechanically or by seeding the solution of the 
mixture with ono variety. Deoxytropylscopolein crystallises in 
large, thick rhombohedra, m. p. 66—67° {the hydrobromide, aggre- 
gates of needles, m. p. 205°; picrate , quadratic leaflets, m. p. 172° ; 
melhiodide, m. p. 195°, and plutinichhrirk, yellow crystals, decomp. 
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155—157°, are described), p - Deoxytropylscopokin forms large 
prisms, m. p. 63—64° [the hydrobromide , m. p. 176 — 177°; picrale i 
small cubes, m. p. 130°; methiodide , long, slender needles, m. p’ 
183°; phtinkhloride, m. p. 215° (deeomp.), and oily aurichbrifo 
are described]. opoScopolamine is converted by hydrogen in the 
presence of spongy platinum and glacial acetic acid into dcoxy. 
scopolamine , long, slender needles, m. p. 69°; the hydrobromide^ 
m. p. 182 — 183°; picrate, thin leaflets, m. p. 209 — 210°; methiodid e, 
leaflets, m. p. 219° (decomp.), and platinickloride, m. p. 220°, were 
analysed. 

The new conception of the constitution of scopolamine permits 
a more definite hypothesis with regard to the Hofmann degrad- 
ation of scopoline (cf. Hess, A., 1921, i, 683 ; Gadamer and Hammer, 
A., 1921 , i, 588) . The process has been shown to give rise to products 
which contain two double bonds but, under definite conditions 


which are now described, it can be so regulated that only com- 
pounds containing one double bond arc formed. The product 
of the reaction consists of a mixture of four isomeric bases, 
C 9 Hi- 0 2 N, from which a-demethylscopoline (annexed formula 1 or 

CH:CH CH-OH CH,-OH(NMe 2 )-CH-OII 

/„ o product is 

™ identical with 

/-iTranf ' v J.t \ T r-mT that described 

CH 2 ’GH(NMe 2 ) , CH CH.CH - CH previously as 

G-) ( IL > Lb.Armrthvl 


C1I 0. 


scopoline. The remaining bases are only separable from one 
another after hydrogenation. Under these conditions a-demethyl- 
scopoline gives ot-dihydrode methylscopol i ne, colourless, lustrous 
needles, m. p. 53° (the picrate, m. p. 183°, and methiodide, m. p. 
209 — 210°, have been prepared previously from non-homogeneous 
material; the benzoyl compound has in. p. 219°). Distillation of 
the quaternary ammonium base of a-dihydrodemethylseopoline 
leads to the formation of Q-metkyliso- z-dihydrodemeihyUcopoYm, 


b. p. 116 — 120°/13 mm. ( picrate, rhombic crystals, m. p. 18.3°; 
methiodide , m. p. 240 — 241°), for which the annexed formulae I and 

CH 2 -CH 2 CH CHj-CH 2 ~ch ibteT’Si 

/ \ I , second for* 

OMe-CH O CH— O | ^°la is , 

CH 2 -CH(NMc s )-CH CH 2 -CH(NMc 2 )-CH-OMe J^llv 
GO G 1 -) excluded 


CH/CH(NMc,)-CH 

( 1 .) 


CH 2 *CH(NMc 2 )-CH-OMc 

(II.) 


by the following series of observations. a-Dihydrodemethyl- 
scopoline is converted by thionyl chloride into y.-dihydrodemethi}l- 
scopoline chloride , b. p. 115 — 118°/13 mm., ni. p. 45° [ picrate , m. p. 
228° (decomp.)], which is transformed by sodium methoxidc into 
the methyl ether of a - d ihydrode me t hylscopol ine , b. p. 110 — 115 u /14 
mm. (methiodide, m. p. 174 — 175°). (a-Dihydrodctnethylscopoline 
is unaffected by sodium methoxidc under the experimental con- 
ditions adopted.) therefore appears valid to assign the formula 
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III to the methyl ether. The corresponding ammonium base is 

CH 2 -CH 2 CH-OMc CH 2 -CH(NMe 2 ).CH.OMe d * 

distillation 


CH— 0" 

C)H 2 -CH(NMe 2 )'-CH 

(HI.) 

70 — 71°/13 mm 


CH — (k 

I 

CH./CH.,- 


-CH 


(IV.) 


into trimethyl- 
arnine and a 
s u b stance t 

CgHjjOg, b. p. 


In a similar manner, (J-dihydrodernethylscopoline 
(see later) is converted successively into $-dihydrodemdhylscopoline 
chloride, b. p. 122 — I25°/13 mm., rn. p. 38 — 39°, and the methyl 
ether of fi-dihydrodemethyUcopoline (formula IV) (metkiodide, lustrous 
leaflets, m. p. 225‘5°). The degradation of the ammonium base 
of the latter gives trim cthy la mine and a nitrogen-free product, 
I). p. about 80°/lo mm. The smooth Hofmann degradation of 
these substances is in such striking contrast to the stability of 
O-methyliso-a-dihydrodemethylscopoline under similar conditions 
that the substances cannot be constituted similarly. 

The liquid residue obtained after the removal of a-demethyl- 
scopoline is submitted to hydrogenation and the dihydro-products 
are separated by fractional crystallisation of the corresponding 
picrates. The following substances are thereby obtained : 
$ DihydrodcmethylscopoUne, colourless, lustrous needles, m. p. 78°, 
b, p. 128 — 13I°/13 mm. (pic-rate, large cubes, m. p. 153°; metkiodide, 
rectangular leaflets, m. p. 249°) ; y - 1) i h yd rod e methylscopot ine, 
b. p. 120 — 123713 mm. (pic rate, large crystals, m. p. 194 s ; 
methiodide, m. p. 171 L ); dem elk ylsco po! i non e (annexed formula 
lor II), lustrous, pointed prisms, m. p. 42°, b. p. 117 -119713 mm. 

CH./CH, CO 


CH 2 -CH— =C-OH 


CH 0 


I 


-0 


CH- 

1 i 

CH 0 -CH(XMe,)-CH 

(li.) 


(the picratc, rhombic 
leaflets, m. p. 103°; 
m e Ik iodide , needles . 
m. p. 233— 234 c ; benz- 
oyl derivative, m. p. 
219 3 , and the corre- 
sponding picratc, m. p. 


CH,-CH(NMe 0 )-CH 
(i.) 

213 — 214 u , are described; the romjiound does not react with 
hydroxylamine or hydrazine hydrate). 

a-, [3-, and y-Dihydrodenietliylscojiolines are reduced with com- 
parative readiness by bydriodic acid and phosphorus to the amine . 
(J 9 H 1T N, b. p. 597*17 mm., 170 — 172 s 750 mm. ( picratc , needles, 
157 — 158 c ), which contains two atoms of hydrogen less than the 
expected dimethylsuberylamine. H. W. 


Cevadine. I. Alexander Killex Macbeth and Robert 
Robinson (T. } 1922, 121, 1571—1577). 

Derivatives of Pyrrole. William KCster [with W. Webek. 
H. Maurer, W. Niemann, P. Schlack, Sctilayerbach, and 
Willic] (. Z . physiol, ('hem., 1922, 121, 135— 163} — By the 
reduction of a mixture of methyl aeetoaeetate and methyl oximino- 
acetoaeetate, methyl 2:4- dimethyl pyrrole -*3:5- d'icarboxylate , 
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needles, m. p. 174—175°, is obtained. From methyl acetoacetate 
and ethyl oximinoacetoacetate is obtained 3 -ethyl 5-methyl 2:4. 
dimdhylpyrrole- 3 : 5 -dicarboxylate, colourless needles, m. p. I58° f 
and in an analogous way, the 3 -methyl 5-ethyl ester, colourless 
needles, m. p. 119—120°, can be prepared. On partial hydrolysis, 
these give respectively 2 : 4-dimelhylpyrrole-Z : 5-dicarboxylic acid 
3 -ethyl ester, colourless needles, m. p. 202° (decomp.), and 2:4- 
d i methylpyrrole - 3 : 5-dicarboxylic acid Z-metkyl ester, colourless 
needles, m. p. 182° (decomp.). 2 : 4-Dimethylpyrcole-3 : o-di- 
carboxylic acid 3-ethyl ester, when boiled with acetic anhydride, 
yields ethyl 2 : 4 : 2' : 4' - tetramethylpyrocoll - 3 : 3' - dicarboxylate , 
colourless needles, m. p. 257—258°, and over a free flame it loses 
carbon dioxide to form methyl 2 : 4-dimethylpyrrole-3-carboxylatc, 
This and the analogous ethyl 2 : 4-dimethylpyrrole-3-carboxylatfi, 
when coupled with diazobenzenesulphonic acid, yield respectively 
methyl and ethyl 5-mlphobenzeneazo-2 : i-dim^thyljnjrrole-Z-carboxylate 
as red powders, unstable in the air. Ethyl 2 : 4-dimethylpyrrole- 
3-carboxylate condenses with formaldehyde, m-nitrobenzaldehyde, 
and furfuraldehyde to give bis(3-carbethoxy-2 : 4-dimethyl- 
pyrrvl)-methane, bis( 3 - carbethoxy - 2 : 4 -dimelhylpyrryl) - m - nitro- 
phenyhnethane , colourless needles, m. p. 180°, and bis(Z-carbelh- 
oxy-2 : 4 -dimethylpyrryl)-furylmethane, colourless needles, m.p. 176°. 
The first of these compounds on oxidation with chloranil yields 
bis(Z-carbethoxy-2 : 4 - d imethylpyrryi )-methene hydrochloride, a red 
dye, m. p. 215°. Bis(Z-carbethoxy-2 : 5 -dimethylpyrryl)-juryl 
methane, colourless needles, in. p. 198°, has also been prepared. 
Ethyl 3-hydroxy-5-methy]pyrrole-4-carboxylate yields the following 
compounds : with anisaldehyde in presence of potassium hydrogen 
sulphate, Z-hydroxyA-carbethoxy-5-methylpyrrolenyl-Z-p-melhoxy. 
pkenylmethane, yellow needles, m. p. 210°; with ^-dimcthylainino- 
henzaldehyde, Z-hydroxijA-mrbethoxy-5-methylpyrrolenyl-Zp-di- 
methylaminophenylmethane,, red crystals; with furfuraldehyde, 
3-hydroxy-4-mrbeihoxy-5-methylpyrrolenyl-Z-furylmethane, yellow 
needles, ni. p. 117° (decomp.); with acetone, in presence of sodium 
hydroxide and acetyl chloride, ethyl 3 - hyd roxy- 5-meihyl-2 -isopropyl - 
idenepyrrolenine , - 4 - carboxylate, short, pale yellow needles, which 
slowly decompose at 180—200°; with acetic anhydride and 
potassium acetate, ethyl Z-aceloxy-5-rnethylpyrroleA-airboxylate, 
m. p. 120° ; with acetic anhydride and sulphuric acid, ethyl 3 -aeetoxy- 
2-acetyl- 5-methylpyrroleA-carboxylate, light yellow needles, in. p. 
167°, which on hydrolysis with alcoholic sodium cthoxide yields 
ethyl Z-kydroxy-2-acetyl-5-meihylpyrroleA-carboxylate, colourless, fine 
needles, m. p. 199° (semicarbazone, C 1 iH 16 0 3 N 4 ). 5- Acetyl- 
2 ; 4-dimethylpyrrole forms a rcifroso- derivative, small, deep green 
needles, m. p. 148—149°, and it couples with diazobenzenesulphonic 
acid to yield 5-acetyl- 2 : l-dimelhylpyrrole-Z-azobenzenesulphonic acid, 
greenish- black needles. Similarly, with diazonaphthalcnesulphonic 
acid is obtained 5-acetyl-2 : A-dimethylpyrrole-Z-azomphthakm- 
sulpkonic acid, dark blue, six-sided leaflets, which decompose at 
210—212°. From methyj acetoncdicarboxylate, acetic acid, 
sodium nitrite, add zinc dust is obtained methyl pyrrole • 
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3 • 5.diacetate-2 : 4-dicarboxylate, tufted crystals, m. p. 98—99°, 
which on partial hydrolysis yields a dibasic acid , C 19 H 13 0 8 N. 

' W. 0. K. 

Complex Magnesium Salts. G. Spacu (Bull. Soc. $inn{e 
Chj, 1921, 1, 72 — 91 ; from Chem. Zenlr ., 1922, i, 313 — 314). — 

{ number of complex pyridine compounds of magnesium con- 
taining combined water are described. Tetra-aquodipyridine - 

magnesium chloride , [MgPy 2 (H 2 0) 4 ]Cl 2 , is obtained by the action 
of anhydrous pyridine on carnallite ; it crystallises in colourless 
needles which deliquesce on exposure to air with liberation of 
pyridine. It gives magnesium hydroxide on treatment with 
ammonia, and silver chloride with silver nitrate. Triaquotripyridine- 
m gnesmn chloride , [MgPy 3 (H 2 0) 3 ]Cl 2 ,H 2 0, is similar to the preceding 
compound Diaquoielrapyridinemagnesium bromide , 
[MgPy 4 (H 2 0) 2 lBr 2 ,2H 2 9, 

forms very hygroscopic crystals which give up their water of 
crystallisation in a vacuum over phosphoric oxide. Aquopenta- 
pyridinemaqnesium iodide, [MgPy 5 H 2 0]l 2 ,2H 2 0, forms crystals from 
which iodine separates on exposure to air; it is less hygroscopic 
than the preceding compounds : Tetra-aquodipyridinermgnesium 
nitrate , [MgPy 2 (H 2 0) 4 ](N0 3 ) 2 ,2H 2 0, forms n’acreous lamellae. The 
anhydrous salt has similar properties. Hexapyrid i nermgnes iu m 
bromide, [MgPy 6 ]Br 2 , is prepared by the Tissier-Grignard reaction 
by way of the ether compound, [MgPy 4 (Et 2 0) 2 ]Br 2 . The latter 
is a light yellow, unstable powder which gives with anhydrous 
pyridine at 100° the hexapyridinemagnesium bromide : the latter 
forms colourless platelets and is very hygroscopic and unstable. 
Hexapyridinermqnesium iodide is similarly prepared and resembles 
the corresponding bromide. G. W. R. 

Complex Iridium Compounds. M. Del^pine (Bev. gen. 
sci. pures appl ,, 1921, 32 , 607 — 615; from Cliem. Zentr 1922, 
i, 411). — A number of complex pyridine iridium compounds are 
described in connexion with a study of Werner's valency theory, 
Potassium pentachloropyr id i tie i rid iate, K 2 [Ir m PyCl 5 ], is prepared 
from the corresponding aquo-salt or potassium iridichloride and 
pyridine at 100°. The alkali salts are reddish-brown, giving 
orange solutions; the silver and thallium salts are violet or blue. 
By chlorination of the above salt, penlackloropyridineiridic acid, 
Hpi^PyClg], is obtained : it is crystalline and gives a violet 
solution in amyl alcohol. Potassium tetmcMorodipyridineiridiaie , 
Kflr^rpyjCy, is prepared similarly to the pentachloropyridine 
compound by longer heating. Two isomerides occur of orange- 
yellow and red colour respectively. The alkali, thallium, silver, 
and pyridine salts are similar. By oxidation with chlorine or 
nitric acid, tetrachlorodipyridineiridriim, Iri'Py^Cl^ is obtained; it 
is crystalline, and with potassium iodide it gives potassium tetra- 
chlorodipyridineiridiate and iodine. By the action of ammonia, 
a mixture of a compound , [Ir in Py2(NH 3 ) 2 Cl 2 ] } LIr m Py2Cl 4 ], and a 
compound , flr^Py^NHjjJgCll^Ii^Py^CWsj is obtained. Tetra- 
chlorodipyridineiridium, prepared from ofange-coloured salts, 
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shows green and reddish -violet dichroism in polarised light and 
is the cis-fonn, isomorphous with the corresponding platinum 
compound. Potassium dioxahdipyridineiridiate, K[Ir III Py 2 (C 2 0 4 ) 2 ] j 
is prepared from pyridine and potassium trioxaloiri^iate or potash 
ium dichlorodioxaloiridiatc at 130°. It is crystalline and gives 
with hydrogen chloride at 130° a compound, [lr lir Py 2 (H 2 0)01(C 2 0 4 )] ) 
yellow needles, and a compound , [Ir m Py 2 (H 2 O) 2 0 l 2 ],[Ir IIT Py 2 0 l 4 ] ) 
orange-yellow prisms. The latter compound gives with ammonia, 
ammonium tetrachlorodipyridineiridiate, NH 4 [!r m Py a CI 4 ], and a 
compound , [Ir TII Py 2 (H 2 0)(0H)CI 2 ], forming yellow crystals. The 
dioxalodipyridine compound cannot be resolved into optical 
isomerides. The m-forin of the compound, K 3 [Ir 1TT Cl< ! (C 2 0 4 ) i) ] i 
can be resolved into optically active constituents by way of the 
strychnine compounds. The as -form is changed into the trans- 
form by heating at 130°. The /raws-form is also obtained by way 
of potassium hexachloroiridiate and potassium oxalate. 

Trichlorotripyridineiridium , [Ir in Py 3 Cl 3 ], is obtained from potass- 
ium tetrachlorodipyridineiridiate by heating at 130°. From the 
orange- coloured modification two isomerides can be isolated, 
whilst from the red modification only one compound is obtainable. 
The orange-coloured salts and their products correspond through- 
out with the a#- form, and may give optical isomerides, whilst 
the red salts correspond with optically inactive /rans-forms. 

G. W. R, 

Preparation of Compounds of Pyridinebetaine with 
Metallic Salts. Leopold Cassella & Co., G. m. b. H. (D.R.-P. 
343148; from Cham. Zantr ., 1022, ii, 146). — By the action of 
metallic salts on pyridinebetaine in concentrated aqueous solution, 
compounds are obtained which serve as glycerol substitutes. 
Dipyridinebetaine sodium chloride, 

C 5 NH 5 CPCH 2 *C0 2 *C 5 NH 5 *CH 2 *C0 a Na, 
is obtained by the action of sodium carbonate on dipyridinebetaine 
hydrochloride; it is a viscid liquid, d 15 P26. D pyridinebetaine 
calcium chloride has d 15 1'28. Dipyridinebetaine potassium iodide 
is a light yellow liquid, d 15 1475. Dipyridinebetaine mercuric 
chloride forms long needles. Dipyridinebetaine sodium salicylate 
is also mentioned. The alkali and alkaline-earth metallic com- 
pounds are strongly hygroscopic and with the addition of small 
quantities of water form viscous liquids having many of the 
properties of glycerol. They may be crystallised by concentration 
and cooling. G. W. R. 

Preparation of a Derivative of Pyridine- 3-carboxy lie Acid 
(Nicotinic Acid). Society for Chemical Industry in Basle 
(Swiss Pat. 90807; from Cheat. Zentr., 1922, ii, 324—325).— 
Compounds containing a pyridine-3-carboxylic acid residue are 
treated with diethylaminc. For example, the acid chloride is 
treated with diethylumine hydrochloride for two hours at 160 . 
From the product of the reaction, pyridine-li-carboxylodiefhyta m ide 
is obtained as a yellow oil, b. p. l7r>°/2;5 mm. It has therapeutic 
uses. < G. W. R. 
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preparation of Quaternary Ammonium Salts of Pyridine- 
3 -carboxylic Acid Alkyl Esters. Richard YVolffenstein 
(D.R--P* 343054; from Chem . ZcMr., 1922, ii, 145—146). — Alkyl 
pyridine-3 -carboxylates are treated with alkyl salts, excepting 
aikvl haloids. Methyl 1 - methylp yr idi ne-3- car boxy la lr, mdhosulphate, 
obtained by the action of methyl sulphate on methyl pyridine- 
3 -earboxyIate, is a light yellow, uncrystallisable oil. The 
quaternary compound from the action of ethyl nitrate on ethyl 
pyridine- 3 -carboxylate is a thick, light brown oil. Amyl pyridine,- 
3 .carboxylate and methyl sulphate give similarly a quaternary 
compound, which is an almost colourless oil. G. W. R. 

The Hydrogen Esters of 2 : 6-Dimethylcinchomeronic 
Acid. Otto Mumm and Erse Gottschaldt (tfer., 1922, 55, 
[5], 2064 — 2075). In a previous communication, the ethyl 
hydrogen ester obtained by the partial hydrolysis of ethyl 2 : 6- 
dimcthylcinchomeronatc has been regarded as the 3-ester (I), 
OCO.H <X'0.,Kt "’bereas that prepared by 

//\ //\ the action of ethyl alcohol 

H.y C.C0 2 Et HC C*0O 2 H oa the acid anhydride has 

MeC\ ,CMe MeCL ,CMe been considered to he the 

V 4-compound (II), the formulae 

^ A assigned resting mainly on 

considerations of the possibility of steric hindrance (Mumm and 
Htineke, A., 1918, i, 184). .Since, however, Wegscheider (A., 1920, 
ii, 761) lias more recently pointed out that such considerations are 
frequently not applicable to esters containing nitrogen, further 
confirmation appeared to be necessary. Conclusive evidence of the 
correctness of the previously assigned formulae is now obtained 
by investigation of the behaviour of the synthetic methyl ethyl 
dim ethy leinchom erona t es . 

3 -Methyl 4 -ethyl 2 : i)-(limvthy(einchomeremafe y b. p. 158' /1 3 mm,, 
m. p. 22°, is prepared by the condensation of ethyl acctoneoxalate 
with methyl [5-aminoerotonate ; the corresponding pie rate has 
in. p. 143—144°. Conversely, methyl aeetoneoxalate and ethyl 
^aminocrotonatc give 4-methyl 3-ethyl 2 : ti-di metkylc i nehome rona fe , 
prisms, m. p. 52°, b. p. 115 /0*45 mm. {picrate, needles, m. ]). 137°), 
whereas methyl [i-aminocrotonate and methyl aeetoneoxalate 
yield methyl 2 : G-dimcthylcinchonnronatc, colourless needles, m. p, 
48°. 

3-Methyl 4-ethyl dimethylciiiohomeronate is completely hydro- 
lysed by boiling concentrated hydrochloric acid to dimethyi- 
cinchomeronie acid (the hydrochloride of the latter, 
CXO.,N,HCl,H 2 0, 

long prisms, which do not melt below 330°, is described). It is 
converted by the calculated quantity of potassium hydroxide in 
alcoholic solution into 3-methyl hydrogen di nuihylc i nch-ome ronate, 
needles, m. p, 198 — 199°. (4- Methyl hydrogen 2 : 6-dimethyl- 
cinchomeromite, colourless, rhombic plates, m. p. 165°. is prepared 
by the action of absolute methyl alcohol on 2 : 6-dimcthylcin- 
chomeronic anhydride.) Similarly, 4-methyl 3 # -ethyl 2 : 6-dimethyl- 
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cinch omeronate is transformed by partial hydrolysis into 3-ethyl 
hydrogen 2 : 6-dimethylcinehomeronate, slender needles, m. p 
165°, which is identical with the substance described previously 
(Mumm and Hiineke, loc. cit.). 

3 -Ethyl silver 2 : S-dimethykiiwhameronate is converted by dig. 
filiation in a vacuum into ethyl dimethylnicotinate, b. p. H8 D /18 
mm. (picrate, m. p. 139°). 

2 : 6-Dimethylcinchomeronic acid is transformed by ethyl 
alcohol and hydrogen chloride into 4-ethyl hydrogen 2 : 6-dimethyl, 
cinchomeronate, m. p. 151—152°. The action of potassium methyl 
sulphate on potassium 2 : 6-dimethylcinchomeronate at 135 
gives the dimethyl ester, m. p. 48°. 

The following data are recorded for the affinity constants; 
2 : 6-dimethylcinchomeronic acid, 0‘1666 (in about 0’01-AT-solution); 
3-ethyl hydrogen ester, 0*0019; 4-ethyl hydrogen ester, 0*0021. 

H. W. 


Apophyllenic Acid and aa'-Dimethylapophyllenic Acid. 

Otto Mumm and Else Gottschaldt (Ber., 1922, 55, [B], 2075 — 
2082). — Apophyllenic acid was isolated by Wohler (1844) as a 
product of the degradation of narcotinc, and has subsequently 
been shown to have the constitution indicated by the annexed 


PO TT formula I or II. The authors have 

CO ^ U 2 U attempted to decide between the two 

/ x jC0 2 H / YCO alternatives in the following manner. 

II IJl Ethyl 2 : 6-dimethylcinchomeronate is 

A ir\r JL converted by successive treatment with 
NMe O MeW U methyl iodide and moist silver oxide 

into ethyl dimethylapophyllenate, from 
which the corresponding free acid is readily obtained. If this 
reaction is applied to 3 -methyl 4-ethyl 2 : 6-dimethylcinchomeronate, 
ethyl dimethylapophyllenate (identical with the product derived 
from the diethyl ester) must be obtained if the compound is a 3- 
betaine, whereas if it is a 4- betaine it must yield methyl dimethyl- 
apophyllenate (identical with the substance derived from the 
dimethyl ester). The latter is, however, exclusively produced, so 
that free 2 ; 6-dimethylapophyllenic acid must be regarded as a 
4-betaine, and this, by analogy, is true also for apophyllenic acid 
itself. In each case the ?nore powerfully acidic carboxyl group 
takes part in the internal salt formation. The conception of 
apophyllenic acid as a 4- betaine is in harmony with its properties, 
except that its silver salt is converted by methyl iodide into the 
4-methyl ester of cinchomeronic acid 3-betaine. The apparent 
exception may possibly be explained on the basis of Pfeiffers 
hypothesis (this vol., i, 720), according to which the betaines, 
like true salts, are completely ionised even in the solid state. The 
formation of the silver salt is therefore a purely ionic reaction, and 
it is immaterial whether it is a 3- or a 4-betaine, since either would 


give initially the same ion. . 

The following substances are described : Ethyl 2 : Mitnethp- 
cinchomeronate mzthiodide, * yellow needles, m. p. 139°; ethyl 
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2:6^i methytopophyUewite, short, colourless needles (+H 2 0), 
m' p. 112°, m : P; (anhydrous) 185° ; methyl 2 : Mimethykincho - 
jneromle methiodide , slender, yellow needles, m. p. 188—189°; 
methyl dimethylapophyllenate (trihydrate and anhydrous ), colourless 
needles, decomp, about 255° after darkening at 205°; 3-methyl 
Methyl 2 : Mimelhykinchomeroriate methiodide, slender matted 
needles, m. p. 169—170° (decomp.) ; 2 : 6 -dimethytapophyllenic acid 
(monohydrate and anhydrous), slender needles, m. p. 237 — 238° 

H. W. 

The Mechanism of the Fischer Indole Synthesis. Cecil 
Hollins [J. Amer. Chem. Hoc., 1922, 44, 1598 — 1000). — ' The 
explanations of the Fischer synthesis advanced by Robinson and 
Robinson (T., 1918, 113, 639), Cohn (“ Die Carbazolgruppe,” 1919, 
p. 12), Bamberger and Landau (A., 1919, i, 395), and Reddelien 
(A., 1912, i, 363) are criticised. The last-named appears to be the most 
satisfactory, and its apparent failure in the case of phenylmethyl- 
hydrazones disappears if the ketone imide is supposed to react in 
its tautomeric form : jNiH!CR*CH 2 R NH 2 *CR!CHR +yHMeFh > 

NMePh-CKCHR 1^. C 6 H 4 <^>CR. Thus modified, Red- 

delien’s theory fulfils all the conditions required : (a) an indoleninc 
is the primary product where this is possible ; (6) isobutyraldehyde 
and ketones of the type CHMe 2 *C0*R are converted into indolenines 
with extraordinary ease (due to the ready oxidisability of the 
•CHMe 2 group); (c) the reaction succeeds with phenylmethyl- 
hydrazones; (d) the tertiary nitrogen atom, that is, that remote 
from the benzene nucleus, is the one removed ; (e) acid hydrazides 
undergo a similar condensation to oxindoles. H. W. 


Preparation of Dihydroisoindole. Julius von Braun and 
Annejiarie Nelken (Bcr., 1922, 55, [£], 2059— 2063) —The 

preparation of dihydroisoindole, C 6 H 4 <C^j j 2 ^>N H, has hitherto 

been a matter of considerable difficulty. It has been shown, 
however, by Scholtz (A., 1898, i, 507) that dixylenium bromide, 

Br C 6 H 4 , and N - xy Iylenepiperidinium bromide, 

C 6 H 4 <^>NBr<C^CH,> C H 2 , arc converted in a remarkable 

manner by ammonia into the compounds C 6 H 4 <C^ 2 

CH 2 *!AH*0H 2 

and C 6 H 4 < 0 ^.^tQH^QH 2 ^ >CH2, rcs P cctiveI y* Since man y* 

membered rings containing nitrogen are not generally stable, it 
appeared probable that these compounds would be decomposed 
when further heated, with the formation of d i hydro t’soindole, on 
the one hand, and dihydroisoindole and piperidine on the other. 
This is found to be the case, and a convenient method of preparing 
dihydroiioindole is thus afforded; the intermediate isolation of the 
complex ring compounds is unnecessary, . 
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A 7 -Xylylenepiperidinium bromide is obtained in nearly 
yield by the method of Scholtz; a greatly improved mode of 
obtaining dixylenium bromide is described. The conversion of the 
bromides into the cyclic imines has been examined in detail, ^ 
has also the action of heat on the latter. For the preparation of 
dihydrowraindole, however, it is preferable to Heat xylylenepipa-. 
idinium bromide with one and a half times its quantity of ammonia 
(25%) during twenty -four hours at 200°; fractionation of the 
product gives piperidine, dihydroisoindole (yield 30%), and a 
complex residue. Di-o-xylyleneammonium bromide is heated with 
twice its quantity of ammonia (25%) for three to four hours at 
250° ; fractional distillation of the product gives dihydroi&oindole 
b. p. 9(>°/14 mm., in 25% yield, di-o-xylylcneimine in 22% yield* 
and a complex residue. 

Di-o-xylylerieimine is conveniently identified as its p-nitrobtnzoyl 
derivative, m. p. 167° ; di hydro woindole gives a characteristic 
benzoate, m. p. 100°. 

A T -Phenyldibydro /soiii dole, 0 6 H 4 <C^ 2 ^>XPh, is readily pre- 

pared from o-xylylene bromide and aniline; it is converted by 
amyl nitrite in alcoholic solution in the presence of hydrochloric 
acid into the fl/iroso -com pound, a green powder, m. p. 286 — 287", 
from which dihydroisoindole could only be obtained in small yield 
by the action of sodium hydroxide or sodium hydrogen sulphite 

H. w! 

Some New Derivatives of 2-Methylquinoline. K. Lucille 
McCluskey (J. Amer. Ckem. Soc., 1922, 44, 1573 — 1577).— 
4-Hydroxy -2-methvIquinoline oxide, described recently by Gabriel 
and Gerhard (A., 1921, i, 441, 687), 
has been obtained independently by 
a rather different- method!! and 
several of its derivatives are de- 
scribed. The isolation of a di- 
benzoyl derivative of the compound 
necessitates a partial modification 
of the structure previously assigned to it, the most probable 
suggestion being that it is an equilibrium mixture (annexed 
formulae). 

Ethyl o-nitrobenzoylacetoacetate is reduced by stannous chloride 
and hydrogen chloride in glacial acetic acid solution to fthyl 
4-hydroxy- 2-methyhjuinol i ne- 3 - m rboxylatc oxide , a colourless, crys- 
talline substance, m. p. 174° [jrfat iniehloride, in. p. 203° (decomp,)], 
It is hydrolysed by alkali hydroxide to 4-hydroxy-i-mdkylquimUne- 
3 -carboxylic acid oxide , decomp. 209°, which passes by loss of 
carbon dioxide into 4 -hydroxy-2-methyIquinoline oxide, m. p. -17 : 
(decomp.) after softening at 245° (plat iniehloride, m. p. 229— 230 s 
after darkening at about 200°; picrate, m. p. 171°; monobenzoyl 
derivative, m. p. 236° ; dibenzoyl derivative, prepared by the action 
of benzoyl chloride and benzene on an alkaline solution of 4-hydroxy- 
2-methylquinoline oxide, u colourless, crystalline substance, m. p- 
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171°). 4-Hydroxy-2-methylquinoline oxide is reduced by zinc 
dust and hydrochloric acid to 4-hydroxy-2-methylrpiinoline. 

o-Nitrobenzoylacetonc is reduced in a similar manner to 4-hydr- 
oX y. 2 -methy]<{uinoline oxide. [{ \y 

2 : 8-Tetramethyldiaminoacridine. Kisuoki Lal Mo u no ill 

(X 1 ., 1922, 121, 1506 — 1509). 

The Reaction of o-Halogenated Ketones with Feebly Basic 
Amines and Synthesis of Derivatives of ms-Phenylacridine. 

Fritz Mayer and Walter Freund [with Kaspar Pi-’ a (f and 
Hermann WerneckeJ ( Ber. t 1922, 55, \ H \ } 2(49 -2058). -The 
condensation of o-chJorobenzaldcliydc with feebly basic amine;, 
has been described in a series of communications by Mayer and 
his co-workers (A., 1916, i, 843; 1918, i, 36; 1921, i, 175). The 
experiments have now been extended to o-halogenated ketones. 
Reaction occurs in accordance with the scheme : lt'-COC 6 lf 4 Cl-f- 
NH 2 R — > R^CO'CgH^NHli-f-HOl. o-Xitroamines of the benzene 
series, 2-nitro-a-naphthylaminc, and authraquinuno derivatives which 
contain the amino-group in the a-position may be used. K/ may 
be the methyl or phenyl group ; in the latter case, ring closure 
may be effected with production of derivatives of //w-plienylacridinc. 
Full directions are given for the preparation of o-chlorobenzo- 
phenone (cf. Overton, A., 1893, i, 208; Graehe and Keller, A., 
1899, i) 703) and o-broniobenzophcnonc. 4-Chloro-3-aoctyltolueno 
(cf. Claus, A., 1891, 1222; 1892, 985) has b. p. 239 -240°; it 
yields an oxime, m. p. 100—101° (Claus, m. p. 94°), and condensation 
products with p-chlorobcnzaldehyde and anisaldehyde, m. p. 105— 
106° and 83—84°, respectively. The action of acetyl chloride on 
p-bromotoluene gives a ketone, b. p. 257 — 258° [oxime, m. p. 112 — 
114° (Claus, m. p. 109") ; semicarbazone, m. p. 224°; p -nilropkenyl- 
hydrazone, m. p. 173°], whereas o-bromo toluene yields a ketone, 
b. p. 262— 264°/760 mm., 132— 137°, 12 mm. (oxime, m. p. 104°, 
semicarbazone, m. p. 224°, p - » itropkenylk ydmzone, m. p. 203°); 
the semicarbazones of the two compounds are identical, whereas 
the oximes and p-nitrophenylhydrazones differ from one another. 
An unexplained abnormality in the course of the Friedel-Crafts’ 
reaction is therefore indicated, but since the imino- ketones derived 
from the two ketones are identical, it follows, at any rate, that 
each contains 3-bromo-l-aeetyltolueue. Benzoylation of p-bromo- 
lolnene gives a ketone, b. p. 2(4 /12-13 mm. (ariwr, m. p. 143— 
145 , and also a variety, m. p. i(M) : semi cm rbdzonc, m. j). 168 — 172° 
after softening at 156"). o-Broinotolupne vie Ids a ketone, b. p. 
20(1715—16 mm. (oxime, ui. p. 143- 145°, and a mriihj, m. p. 79— 
80, which is possibly not homogeneous; seinicarbazoiio, m. p. 
108—172° after softening at 164 ). In tins instance, the semi- 
carbazones and oximes appear to bo identical. It is possible that 
the ketones exist in stereoiso meric forms, but the greater probability 
appears to be that they arc mixtures. Oxidation of either di- 
brominated ketone gives p- benzoyl benzoic acid. 

The imino-ketones are generally prepared by heating a solution 
0 the halogenatcd ketone and the requisite base in naphthalene 

vol. c xxn. i. 
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or nitrobenzene at 220° with dry sodium carbonate and a little 
copper powder. The acridines are obtained by heating the imino- 
ketones with concentrated sulphuric acid on the water-bath. 

The following substances are derived from o-chlorobenzophenone: 
with o-nitroaniline, 1 -riitro-S-phenyfacridine, brownish-yellow leaflets, 
m. p. 218° ; with 2 : 4-dinitroaniline, o-2' : 4'-dinitroanilinobenzoylbenz . 
ewe, C t jH 3 (N0 2 ) 2 *NH*C 6 H 4 *C0Ph, yellow needles, m. p. 161 — 162°; 

1 : 'S-dinitro-b-phenylacndine, m. p. 240°; with 3-nitro-p-toluidine, 
o-2' -nitro-p'-toluidinobenzoylbenzene, golden-yellow needles, m. p, 
125 — 126°, and l-nitro-5-phenyl-^methyla^ridme, yellow needles, 
m. p. 202° (l-arnino-o-phenyl-S-methyfocridine, brown crystals); 
'with 4-chIoro-o-nitroaniline, o-2' : ±'-chloronitroanilinobenzoylbenzene ) 
brownish-yellow needles, m. p. 124—125°, and Z-chloro-\-nitro-5. 
phenylacridine, golden-yellow needles, m. p. 251 -252°; with 
2-nitro-a-naphthylaminc, o-2 '-nitro- a- naphthyhminobenzoylbenzenc, 
pale yellow needles, ni. p. 273° (this is the only derivative of naph- 
thalene which could be caused to react); with 1-aminoanthra- 
quinone, o-anthraqai nonyl- 1 1 -am i nobe nzoylbe nzene f brown crystals, 
m. p. 146° (also prepared from o-aniinobenzophenone and 1-chloro- 
^ anthraquinone) and antkraqv. (none- 2 : 1-ms- 

ky phenylacridim (annexed formula), yellowish. 

/x/Nf \ brown crystals, m . p. 273—274° (the sulphonic 

I I 1 I pl acid and a man anil ro-dcri vative , reddish- 
\a | j X brown crystals, m. p. 284 — 285°, are de- 

I - J scribed); from 1 -amino-2 -methyl anthra- 

^ \ quinone, o-2' - melhylan thraquinonyl- V-amiuo- 

1 J benzoylbenzene, dark red crystals, m. p. 

x 173°; with 1 : 5-diaminoanthraquinone, bis- 

2' - benzoylanilino- 1 : 5-anthraquinone, C 34 H e 0 2 (NH*C 6 H 4 , C0Ph). 2) 
dark red crystals, m. p. 248°, and antkraquinone-2 : 1 : 6 : 5- 
di-ms-phenijlacridine, bluish- black crystals; with l-nitro-2-amino- 
anthraquinonc, \-nitroanthraquinone-Z : 2 -ms- phenylacridine, a pale 


brown powder. 

o-Aminobcnzophenone gives 5-phenylacridine, m. p. 179— 180 
with iodobenzene; o-pkenyl- 2 : 1 -benzoacridine, yellow needles, m. p. 
(indefinite) 129°, with a-bromonaphthalene; and o-phcnyl-4 : 3- 
benzoacridine, m. p. 198°, with [j - bro n i on a p h t h alene . 

The following compounds arc derived from 4-chloro-3-acctyl- 
toluene ; with 2 : 4-dinitroaniline, o-2' : 4 ' -di nitroa nil ino-b - methfii ■ 
acetophenone, orange -coloured leaflets, in. p. 177 178°; with 

1 -aminoant hraquinone, o -a nlhraqui nonyl- 1 -amino-o-rnethylacdo- 

phenone , black needles, m. p. 209 -210°; with l-amino-4-hydroxy- 
anthraquinone, o - 4 ’ -hydrox ya ntkmqu i nonyl -V -a mino- o-methylacdo- 
phenone, blackish-violet needles, m. p. 237 — 238°. 

The action of 2 : 4-dinitroaniline on acetylated o- and p-bromo- 
toluene gives o-2' : I'-dinitroanilino-p-methylacetophenone,, brownish- 
yellow, lustrous leaflets (m. p. 236° and 240°, respectively, mixed 


m. p. /■ . j. 

Benzoylated o- and p-bromotoluencs are transformed by - • 

nitroaniline into o-2' : ^-di?iitroaniUno-p-methylbenzophenone,omnge- 

coloured needles or leaflets "(m. p. 143° and 141— 142°, respectively, 
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m.p. of mixture, 142—143°), from which 7 : Minitro-o-phcnyl&melhyl 
acridine, pale yellow crystals, m. p. 273°, is derived. With 3-nitro- 
^toluidine they give o^'-nilro^^ihyhnilim-^-rnMhylbenzophm- 
one, reddish -yellow crystals, m. p. 133‘o°, which is converted into 
$.nitro-5-phtnyl-2 : 7-dimethylacridinc, a pale yellow, microcrystalline 
powder, decomp. 241°. 

r 2 -ChIoro-o-methylbenzophenonc is transformed by 2 : 4-dinitro- 
aniline into o-2' : 4 ' -di nitroam lhw-5- methylbenzophe none, yellow 
needles, m. p. 13b 13/ , / : ^-HHnitvo-o-phenyl^-methylacridine 

crystallises in needles, m. p. 285 -287° ; the corresponding diamino- 
compound forms reddish-brown needles, m. p. 151°. II. W. 


Preparation of Ring Ketones of the Quinoline Series. 

Fabbwerke vorm. Meister, Lucius, & Bruning (D.R.-P. 343322; 
from Chem. Zentr., 1922, ii, 146—147). — Ring ketones of the 
quinoline series are prepared by the action of sulphuric acid on 
derivatives of 3 -phenylqui no line -4 -carboxylic acid, which thereby 
pass into ring ketones of the general formula 
(annexed). 2-Hydroxy-3-phenylquinolinc-4-carb- 
oxylic acid when heated with concentrated sulphuric 
acid for two hours at 100' yields a ring ketone 
in the form of orange-red crystals, m. p. much 
above 300 i it may be sublimed al higher tem- 
peratures. 2 - II ydroxy -3- phen ylqu uioline-^carb- 

oxylic acid is obtained by condensation, in the presence of alkali, of 
isatin with phenylacetvl chloride or anhydride, phenylacetyl-^-isatin 
being formed as an intermediate product. It forms lHit yellow 
needles which decompose on melting. 2 : 3-Diphe n ylq u i nolim-i- 
carboxylic acid gives similarly a yellow ring ketone. G. W. R. 



Preparation of Diaminodinaphthyl- and Dinaphthacarb- 
azole-sulphonic Acids. Ivalle & Co., Akt.-Ges. (D.R.-P, 
343149; from Chem . Zentr., 1922, ii, 144). — 1 : 1'. or 2 : 2'-Azo- 
riaphthalenesulphonic acids are treated with acid or alkaline re- 
ducing agents. For example, 1 : l'-azonaphthalenc-S : o'-disul- 
phonic acid by reduction with tin and hydrochloric acid gives 
1 : 1 1 -diamino-2' : 2 -dinaphthyl-ii : H'-d ml phonic acid . it forms 
colourless needles and gives a yellow diazo- com pound with nitrous 
acid. By the action of sodium amalgam in weak alkaline solution, 
1 : V-diamino-'2 : 'Z’-di naphthyl is formed, which by heating with 
hydrochloric acid readily gives di naphtha iminc [ di-rf-nuphthaca rb- 
az °le]. On heating t he acid wit h hydrochloric acid at 140\ a i n monia 
is eliminated. 1 : Y-Azouaphthaknc^ : \'-dixul phonic add (fives, 
by reduction with a hot alkaline sodium thiosulphate, an acid crystal- 
lising in fine needles which cannot be diazotised, and on heating 
with mineral acids at 1 30" gives di-xS-naphthaearbazole. It is 
therefore supposed to be di-xp-naphthacarbazole-o : S-disuIph-onic 
The reduction product from 2 : 2'-azoiiaphtha!ene-7 : 7'-di- 
suiphonic acid crystallises in compact, colourless needles and (fives 
. 1 n j trous ac id a yellow tetra -azo-compound. On heatin^vith 
mineral acids at 130°, the 2 : 2' -diamino-] : V-dinaphthyf-1 : 7'- 
imphomc acid gives di-|3x-naphthacarbazole* with intermediate 

h h 2 
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formation of di-|3a-naphthacarbazole-2 : 12-disulphonic acid. The 
products are used in the preparation of colouring matters. 

G. W. R. 

A New Mode of Formation of Thiazole Derivatives of 
the Anthraquinone Series. Eduard Kopetschni and Herta 
Wiesler (Momtsk, 1622, 43, 81 — 87). — When heated with aqueous 
or alcoholic ammonia, 2-amino- l-thiolanthraquinone is converted 
into 2-amitioanthmquim-l-thiazok (of. Gattermann, A., f 012, 
i, 1004), which forms microscopic needles, m. p. 285° (not sharp), 
and gives an acetyl derivative, which forms olive-yellow needles, 
in. p. 294°. Oxygen must enter at some stage in the formation 
of the thiazole, and it is probable that the first step consists in 
the oxidation of the mercaptan to 2 : 2 / -diaminodianthraquinone 
1 : l'-disulpliide, since this substance also is converted into the 
thiazole on treatment with ammonia. Dianthraquinonyl 1 : 1 '-di- 
sulphide behaves similarly, giving the thiazole previously obtained 
by Gattermann (loc. cff.). 3 : 3'-Dichloro-2 : 2'-diaminoanthra- 
quinone 1 : 1 '-disulphide yields 3-chloro-2 - a m i noanthraq uino-bthi- 
azole , blue needles, m. p. 322 — 324° (decomp.), which, in contrast 
with 2-aminoanthraquino-l -thiazole, is sulphonated with difficulty. 

C. K. T. 

Thiazoles. II. 1-p-Tolybenzothiazole, Dehydrothio-p- 
toluidine and some Related Compounds. Marston Taylor 
Bocert and Martin Meyer (J. Amer . Chem. Soc., 1922, 44, 

1 568 — 1572) . — 1 -p - Tolylbenzoth iazole, C 6 H 4 <C C*C 6 H 4 Me, colour- 
less needles, m. p. 85" (corr.), is prepared in 60 — 75% yield by 
the oxidation of thio-p-toluanilide, m. p. 142° (corr.), by aqueous 
potassium ferricyanide ; it cannot be obtained satisfactorily by 
fusing p-toluanilide with sulphur in the presence or absence of 
naphthalene. It is practically odourless when dry (in striking 
contrast to the corresponding phenyl derivative), hut has a faint 
odour of roses w hen moistened with alcohol. It is converted by nitric 
and sulphuric acids into the monon ftro-derivative, NO 2 *C 14 H 10 N8, 
pale, cream-coloured needles, m. p. 219’5° (corr.), which is reduced 
by zinc or tin and hydrochloric acid to the amino- compound, 
NH 2 -C 14 H 10 NS, pale brown crystals, m. p. 229° (corr.). The 
diazotised amine couples on the fibre with a considerable variety of 
the commoner azo-couplers, and thus yields mono- and bis-azo- 
dyes which compare very favourably with the corresponding dyes 
from the isomeric dehydrothio-p-toluidine in fastness to light, to 
soaping, to bleaching, etc., and are in some case superior in tinctorial 
power. 1-p-TolylbenzothiazoIe is oxidised by potassium perman- 
ganate in neutral or alkaline solution to ( £) benzothiazolyl - 1 -p- benzoic 
acid , microscopic, colourless needles, which darken but do not 
melt at 270°. 

Diazotised primuline couples on the fibre with benzoylenecarb- 
amide, giving a product which dyes unmordanted cotton a direct 
yellowish- brown of good fastness to acids, alkalis, or bleach, but 
quite fugitive to daylight. * 
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Dehydrothio - p - toluidine [ 1 p- am inophenyJ • 5 - meth vlbenzothi . 
azole] is readily converted into the corresponding benzyl Idem deriv- 
ative, C 6 H 3 Me < C^^O*C 6 H 4 , N.OHPh, almost colourless, glisten- 
ing leaflets, ni. p. 193° (corr.). p - N i trobenzyl idene-p-tolu idine , 

/ \ /S\ /\/\ ^«® 4 ^ Ie ‘N. , OH*G 0 H|-N() g , pale yellow 

Mef | j-H | [ Reedies, rn. p. 123° (corr.), could not be 

l / N \/\/ converted into dehydrothio-p- toluidine by 

^ fusion with sulphur. The conversion of 
dehydrothio-p-toluidinc into the corres. 
ponding atophan could not be effected. 

G - (5 - Methylbenzoth iazolyl)qu in oil n e t microscopic, pale brown crys- 
tals, m. p. 147° (corr.), is prepared by the action of concentrated 
sulphuric acid, glycerol, and arsenic acid on dehydrothio-p-tohiidine. 
(See also Chem. News , 1922, 124, 319 323, 328 —330, 344 — 340 
360 — 361, 376—381, 391—395 ; 125, 2—5, 19 22.) H. W. ’ 


The Iron Salts of Dipyrrylphenylmethane Dyes and Tri- 
phenylpyrrylmethane. II. Diphenylpyrrylcarbinol and its 
Derivatives. Hans Fischer and Maria Kaa\ (Z. physiol. Chem., 
1922, 120, 267—276; of. this vol., i, 270).— Ethyl 2 ; 4-dimethyl- 
pynole-3 : 5-dicarboxylate reacts with magnesium phenyl bromide 
in ethereal solution to form 3 -carbrtkoxy-2 : 4 -dimethylpyrryldi- 
phmylcarbinol, OH*CPh 2 (C 4 NHMe 2 *OO i Kt) ) pure white, long, blunt 
needles, m. p. 156°, easily soluble in the usual organic solvents. It 
forms an orange picrate, C 22 H 21 0 2 \,C fi H a 0 7 X 3 , m. p. 181" (decomp.), 
which is apparently really the picrate of the dye, C 22 H 21 0 2 N, fine, 
yellow needles, in. p. 178^, formed from the earbinof on boiling 
with acetic acid. This compound, however, which presumably 


has the formula 


IS’ 'CM forms no picrate directly. 


The carbitiol can be reduced catalytically with hydrogen and 
platinum to form 3-carbethoxy-2 : 4-dimetliylpyrryidiphenyl- 
methane, m. p. 138°. The constitution of this compound is proved 
by the fact that it is obtained from diphcnylcarbinol and ethyl 
2 : 4-dimethylpyrrole-3-carboxylate on boiling in acetic acid. 
Ethyl 2:3: 5-trimethylpyrrole -4-ear boxylate does not react with, 
magnesium phenyl bromide. 

p-Anisyl-bis(3-carbethoxv-2 : 4-dimcthylpvrrvl)niethane, formed 
from the condensation of anisaldehyde and ethyl 2 : 4-dimethyI- 
pyrrole-3-carboxylate, melts at 170" [of. Foist, A.. 1902, i, 491]. 
From tercphthalaldehyde and ethyl 2:5 dimethvl-3-pyrrolecarboxyl- 
ate, p-bis{3-c<xrbetko.ry-'2 : ii-di methyl pyrry\)-m(.thy}henznhlehyde is ob- 
tained, m. p. 202 '5° (hydrazone, W. O. K. 

2 : 2 / -p|3-Naphthindigotin. Hans Eduard Fierz and 
Richard Tobler (Helv. ('him. Acta, 1922, 5. 557 — 560). — 2 : 2-flfJ- 
Naphthindigotin was prepared by tin* usual series of reactions for 
comparison with other dyes of the naphthimligotin series. It was 
found that 3-hydroxy- j3-uaphtlioie acid could be converted into 
3-amino- p-naphthoic acid in good yield by heating with ammonium 
chloride and zinc chloride ammoniate in a current of ammonia at 
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180 — 190°. The presence of zinc oxychloride induces side reactions 
with formation of (3-naphthyiamine and dinaphthacridone. Xhe 
aminonaphthoic acid is converted quantitatively into the corre- 
sponding glycine by condensing with chloroaeetic acid. $-Xaph* 
thylglycine-3-carboxylic acid, O() 2 H*(^H 2 *NH*C 10 H 6 , OO 2 H, crystallises 
from alcohol in groups of yellow needles, m. p. 240°. The hygro. 
scopic sodium salt crystallises from concentrated solution in yellowish- 

,NIL ,NIT/\/\ bro ™ Vary poor 

I \ ^C'c/ 111 yiel ds of t he naphthindigotin 

km/ ‘ \m/\ /\ ) are obtained from the glycine 
// // by any of the usual methods; 
2 : napktki nd igotin (annexed formula) crystallises from nitro- 

benzene in nearly black tablets. When brominated, it takes up 
three atoms of bromine, but the resulting dye is not fast to chlorine 
[cf. J, Soc. Chem. Ind., 1922, 41, 625a.]. E. H. R, 

Attempts to Prepare pe ri-Naphthindigotin, and the 
Behaviour o! Azo-dyes from Naphthylglycines. Ha\s 
Eduard Fierz and Richard Sallmanst (Helv. CMm . Acta, 1922, 
5, 560 — 566). — Attempts to prepare a pm-naphthindigotin from 
a-naphthylglycine- 8 -carboxylie acid were unsuccessful, owing to 
the instability of the naphthylglycines, which is reflected in the 
ease with which azo-dyes prepared from them arc decomposed. 
In the preparation of naphthastyril from naphthalimidc by oxidation 
with sodium hypochlorite, the maximum yield obtained was 50%. 
By condensation of naphthastyril with chloroaeetic acid, naphtha- 
styrylacetic acid, m. p. 256°, was obtained, which by boiling with 
sodium ethoxide was converted into disodium a -naphthylglycm- 
8-carboxylate, a white powder. * - X a ph ih ylglyc ine-8- sylphon ic acid 
was prepared bv condensing x-naphthylamine- 8 -sulphonio acid 
with chloroaeetic acid, and forms colourless needles containing 


crystallises with 1 H 2 0 ; in alkaline solution, it shows a strong 
blue fluorescence. x-Xaphthylglycine-o-sul phonic acid crystallises 
in anhydrous, colourless leaflets or needles, and shows a green 
fluorescence in alkaline solution . (is- Xaphfhyt glycine- 1 -sidpkonic acid 
crystallises with 2 H 2 0 in colourless, fan-shaped aggregates of 
needles. The azo-dyes from all these naphthylglycinesulphonic 
acids are decomposed by boiling water. The *-4-acid does not 
couple readily witli diazo- com pounds ; with diazobenzene in alkaline 
solution it forms a crystalline additive compound. The decom- 
position of azo-dyes derived from [i-naphthylglycine ethyl ester was 
studied particularly. Benzen eazo- h-nuphthylglycine ethyl ester, 
C 20 H 19 O 2 N 3 , forms bright red needles, 111 . p. 135°. p-Xitrobenzene- 
azo- 6 - naphfhylglycinr ethyl ester, CyksQA’ f° rms brown or bronze 
needles, decomposing at 156° ; in glacial acetic acirl it gives a 
violet colour and in sulphuric acid cherry-red. From the decom- 
position products of the latter when boiled with acetic acid were 
isolated the following: ethyl 2-p-nitrophenyldihydro-l : 2 : 4 -iso- 

naphthatriazine-3-carboxylate, T fl ? ^35? m * 

naphthim inazole, and p-nitroaniline. E. H. R. 
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Decompositions Occurring in the Acylation of 5 : 5-Di- 
phenyltetrahydro-4-glyoxalone . Heinrich Biltz, Karl 
Seyhel, and Edith Hamburger- Glazer (Annalen, 1922, 428, 
198—243). — Following previous work, the authors describe a 
detailed study of the acetylation and formylation products of 
5 : a-diphcnyltetrahydro-4-glyoxalone (A., 1912, i, 909), and con- 
clude that dicyclic substances are thus produced. For instance, 
the reaction with acetyl chloride takes the following course : 


CPlyNH. CH CP1 v NAc-CH 2 .OH CPh 2 *N(CH 2 -OH) 

CO-NH^ -4 CONHAc — ► CO NAc^ G(0H),CH 3 


CPh— N— CH 2 
CONAc*CMe*0 


(I) 


CPh 2 N CH 2 {TL) 
CONH*CMe*0 


The product (I) on hydrolysis loses an acetyl group, giving (II), 
with which the decompositions described below were carried out. 

5 : 6- Diphenyl-1 : 2-dimethylt(trahydro-4:-glyoxalone- 1 ' ; 2-oxide (II), 
tablets, m.p. 204 — 205°, on acetylation, gives the 3-acetyl derivative 
(I), ui. p. 203 — 204°, from which it was originally obtained, and on 
benzoylation, yields a 3-benzoyl derivative, needles, m. p. 172°, which 
on hydrolysis gives hack the original oxide. On condensation with 
phenylcarbirnide, the oxide gives a substance , m . p. 210°, 

and on inethylation with methyl sulphate it yields a 3 -methyl deriv- 
ative, m. p. 177°, from which the methyl group is not removed by 
Zeisel’s method. That the replaceable imino- hydrogen atom 
which takes part in these reactions is in position 3 is proved by 
the oxidation of the methyl derivative to f> : o-diphenyl-3-mcthyl* 
hydantoin by means of chromic oxide and acetic acid, and by its 
hydrolytic fission, on fusion with potassium hydroxide, to diphenvl- 
methviamine, methylamine, and carbon dioxide. The oxide (II) 
itself gives 5 : 5-diphenylhydanloin on oxidation by permanganate, 
and on reduction by means of hydriodic acid yields diphenyl acet- 
amide and an isomeric (or polymeric) substance , m. p. 252°, the 
constitution of which is not clear. 

Recognition of the 2-methyl group was effected through a study 
of 4 : i-diphenyl-2- methyl A : 5-dihydro-iy-gtyoraIone, m. p. 228 — 
if 229°, which is obtained from the oxide (II), along with diphenyl- 
hvdantoin, by cautious oxidation by alkaline permanganate. This 
substance is amphoteric {hydrochloride, m. p. 280°. decomp.), and on 
further oxidation with chromic oxide and acetic acid gives diphenyl- 
hydantoin; it yields a ] -acetyl derivative, monoclinic crystals, 
m. p. 149 “150°, which on hydrolysis loses its acetvl group, reforming 
the original dihydroglyoxalone, and a \ -methyl derivative, m. p. 
171—172° (sinters at i 69 ), which on oxidation by chromic oxide 
and acetic acid yields 5 : o-diphenyl-3-mcthylhydantoin. On reduc- 
tion by sodium amalgam or sodium and alcohol, the dihydro- 
glyoxalone is converted into 5 : j-diphenyl-2-mtthyltetrahydroA- 
glyoxalone, prisms, m. p. 180 — 181° [perchlorate, leaflets, m. p. 235°, 
decomp.), which, on oxidation by permanganate again yields the 
dihydroglyoxalone, and on acetylation yields a 1 : 3-diacctyl 
derivative, m. p. 195°, hyd roly sable do thc # original tetrahvdro- 
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glyoxalone. The formation of this compound is clear proof that 
the methyl group must be in the 2-position, whence the orientation 
of the original dihydroglyoxalone and of its parent oxide follows 
On oxidation by alkaline permanganate at the ordinary temperature 
the above dihydroglyoxalone is converted into 4 : '1-dipkenyl-i : 5. 
dihydro-o-glyoxalone-2- ca rho.rylic arid, which on heating begins to 
decompose at about 05 — 00°, giving 4 : 4-diphenyl-4 : 5-dihydro-5. 
glyoxalone (loc. cil.). 

In the previous paper it was noted that a by-product 
C 19 Hi 8 0 4 N 2 , m. p. 224—225°, was obtained when the diphenyl! 
dihydroglyoxalone was acetylated (Ann ale n, 1912, 391, 225). It 
is now evident that this substance is 3 -formyl - 1 -acelyl-2-hydmy. 
5 : 5-dipkenyl-2-methyUetrakydro-A-glyomlonp> and that it is formed 
as a result of a preliminary ring-fission as with the oxides described 
in this paper. Confirmation is found in the fact that the substance 
yields 4 : 4-diphenyl-2-methyl-4 : O-dihydro-o-glyoxalone on hydro- 
lysis. 

The action of formic acid on 5 : 5-diphenyltetrahydro-4-gly. 
oxalone gives rise to 5 : ry-diphenyl-l-mcthylietrakydroA-glyomione 
1' : '2 -oxide, which forms glistening, hexagonal leaflets, m. p. 260°, 
Tire substance is hydrolysed by hydrobromie or hydriodic acid to 
the original tetrahydroglyoxalone, and is oxidised by alkaline 
permanganate to 5 : 5- diphenyl by dan to in. Its 3-acetyl derivative, 
m. p. 127°, and 3-benzoyl derivative, m. p. 176°, are each hydro- 
lysable to the original oxide, whilst the 3-methyl derivative, m. p. 
146°, obtained with the aid of methyl sulphate, is oxidised by 
permanganate or chromic acid to 5 : 5-diphenyl -3-methylhydantuin, 
and is hydrolysed by hydrobromie acid to 5 : o-diphenyl-3-mlkyl 
tetrahydro-X-cjlyoxuloni , w hich forms hexagonal prisms, m. p. 90°. 

The action of formic acid on 0 ; 5-diphenyl-2-methyltetrahydro-4- 
glyoxalone gives rise to 5:5- d iph e n yl- 1 - ethyltetra h yd ro-4 -glyoxa lo n e 
V : '2-oxide, small needles, m. p, 256°, which on oxidation by 
chromic oxide in acetic acid gives 5 : 5-diphenylhydantoin, and, 
on hydrolysis by means of hydrobromie acid, yields 5 : 5-diphenyl- 
2-methyItptrahvdro-4-glyoxalone. 

4 : 4- Diphenyl- 1 -methyl-4 : 5- dihydro- 5 -glyoxalone on oxidation 
with chromic acid gives 5 : 5-diphenyl-3-methylhydantoin, and on 
reduction yields 5 : 5-diphenyl-3-methyltetrahydro-4-glyoxa3one, 
which, on oxidation, gives the same hydantoin. In view of these 
facts and others recorded above, the constitutions previously 
assigned (he. cit.) to 4 : 4-diphenyl-4 : 5-dihydro-5-glyoxalone must 
be revised in the sense indicated by the name now employed. The 
substance was previously regarded as 5 : o-diphenyl-4 : 5-dihydro- 
4-gIyoxaIone by reason of its fission by alkalis to methylaroino- 
diphcnylacctic acid/' but it is now held that the constitution of 
this substance is uncertain, since attempts to synthesise it have 
not yet been successful. Cl- K. ^ 

Preparation of isoPropylallylbarbituric Acid. F. Hoff* 
manx-JjA Roche & Co. (Brit. Pat. 181247). — isoPropylallylbarbit- 
uric acid is obtained in S()% yield by the action of allyl bromide 
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(130 parts) on a solution of wopropylbarbiturio acid (170 parts) 
jn 500 parts of water and 135 parts of 30% sodium hydroxide at 
25° for twelve hours. The product is collected and crystallised 
from dilute alcohol. It is sparingly soluble in water, readily 
soluble in alcohol and ether, and melts at 137 —138°. G. F. M. 

The Methylalkylpyridazinonecarboxylic Esters. II. Gault 
and T. Salomon (Cornpl. rend., 1922, 175, 274 — 277). — Ethyl 
3 . m rthyl-&-pyridazinoiie- 5-carboxyUitc is obtained by the reaction 
in the cold of equimolecuiar proportions of hydrazine hydrate 
and ethyl acetonylmalonate in absolute alcoholic solution/ It is 
a crystalline substance soluble in water, m. p. 70 — 77°. The 
hydrazide of the corresponding acid is obtained if 2 mots, of hydr- 
azine are used in the above reaction. It is a white substance, 
m. p- 153°. The above ester readily gives a sodium derivative 
which condenses with alkyl iodides to give 3-methyl-o-alkylpyrid- 
azinonecarboxylic esters. Ethyl 3- methyl-")-* th ylpyridazi none-o-ca rb - 
oxyhte prepared in this way melts at 72/ On hydrolysis with 
10 % sodium hydroxide in the cold, it gives the corresponding acid , 
m. p. 130°, which on heating loses carbon dioxide, giving the 
methylalkylpyridazinonc. 'S-Mcthyl-Q-pyridazinom melts at 94 °, 
and both it and its alkyl derivatives on treatment with dilute 
mineral acid are converted into a-alkyl-lsevulic acids. G. F. M. 

Spirans. X. Proof of the Peculiar Spiran Asymmetry 
by the Preparation of an Optically Active Spiran. Hermann 
Leuchs, Eva Conrad, and Hans von Katixszky {tier., 1922, 
55, [U], 2131 — 2139). — Although bisliydrocarbostyril-3 : 3' -spiran, 

^6^4 < ^H 2 -C0^^ < ^C0 • N ^ ^ 4 b F71), does not 

contain an asymmetric carbon atom, it does not possess a plane 
of symmetry, since the planes of the two rings arc at right angles 
to one another and it should therefore exist in two enantioinorphous, 
optically active forms. The spiran itself is neutral in character 
and scarcely suitable for experimental resolution. The com- 
munication is devoted to a description of compounds prepared 
► for the purpose of introducing basic or acidic substituents into 
the molecule and of the resolution of a disulphonie acid into its 
optically active forms. 

tii-p- bromod i hijd roca rbosty riJ-‘S : 3 '--spiran, colourless, hexagonal 
leaflets which do not melt below 300/ is prepared by the action 
of bromine on the parent spiran in boiling glacial acetic acid 
solution. Di-op-d ich hrod ihyd roa irbostyril-o : 'S' -spiran crystallises in 
colourless, hexagonal leaflets which are unchanged at 290/ Di- p- 
niirodihydrocarbostyril-3 : 3 '-apiran, from the spiran and concentrated 
nitric acid at 70°, forms yellow leaflets which do not melt below 
^ 0 / whereas d i-op-d i n i l rod i h yd roca rboafyri I- 3 : 3 ' -a p i m n , from the 
spiran and nitric and sulphuric acids at 0 / crystallises in pale 
yellow needles which darken without melting above 280°. Bis- 
dihydrocarbostyril- 3 : [Y-spiranS : iS’-diviilpkoHic acid, colourless, 
quadratic plates (-j-aq), in. p. 105 — 115° after softening at 80/ 

hh* 
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re-solidification at 140—150°, and decomp, about 260° after becom- 
ing yellow at 220°, is prepared by the action of cold concentrated 
sulphuric acid on the spiran; the corresponding barium salt 
C^H^OgNaSgBajSHjjO, is described. The acid is resolved by 
quinine in methyl alcoholic solution ; from the product the quinine 
salt of the J-acid separates first. \-Bisdikydrocarbostyril-3 : 3' 
spiran-6 : 6 '-disulpkonic arid crystallises in needles 0) 

m. p. 230 — 235° (decomp.) after softening at 200°; [a$ —233-8’ 
in aqueous solution; the corresponding barium salt (+6H.Q) 
has [oc]b —189*6° in water. Barium d-bisdihydrocarbostyril-% 
spiran-f) : G'-disulphonate has [a]j;’ c -f 192*2° (±2*6°) in aqueous 
solution. H.W 

Brominated isoCyanines. Kishori Lal Moudgill {T 
1922, 121, 1509—1511). 


The Action of Hydroxylamine and of Hydrazine on the 
Aryl Monothioamides of Ethyl Acetylmalonate. David E. 
Worrall (J. Amer. Chan. Soc. y 1922, 44, loot —1557), -The 
additive compounds of ethyl acetylmalonate and phenyl-, p-brorao- 
phenyl-, and p-tolvl-thiocarbimides react with hydroxylamine and 
hydrazine to form, respectively, isooxazoles and pyrazoles. 

( ’()* >- H 

3-Anilino-o-keto\no ox< izole, 0<C^— slender, cream- 

coloured needles, m. p. 186° (decomp.) when rapidly heated (it 
darkens above 165” and is changed completely to a black tar at 
180° when heated), is prepared by the action of two equivalent 
proportions of hydroxylamine oil ethyl acetylmalonatemonothio- 
anilide in boiling alcoholic solution. It forms a sodium salt and 
a hyd rochloride , m . p. 1 35° (gas evolution). It is converted by nitrous 
acid into 3-am7mo-4-o.ii m i nori-ketohooxa zole y slender, scarlet needles 
which deflagrate at 149°. With benzenediazonium chloride, it 
yields 4-benzeneazo-Z-anilino-o-ketoiaooxazok , yellow needles, m. |). 
195 — 197° (decomp.). Benzaldehyde converts it into bbenzylidene- 
Z-anihnO‘ 0 -keio\itQoxazole t orange-coloured needles, m. p. 170 — 171 \ 
The isooxazolc is converted by acetic anhydride into the 2 (or 5)- 
acetyl derivative, colourless plates or flattened needles, in. p. 
145 — 146°, and by benzoyl chloride and sodium hydroxide into 
the benzoyl compound, colourless, lustrous needles, in. p. 157 — 
158°. 


Ethyl acetylmalonatenionothioanilidc is transformed by two 
equivalent proportions of hydrazine into %-anilino-o-kdopyrazole, 
CO*CH 

minute, colourless plates, decomp. 255—256°. 


Its sodium salt, hydrochloride , benzoyl derivative, and acetyl com- 
pound, needles, m. p. 101°, are described. The oarim mo-derivative 
crystallises in brilliant, red needles. With benzenediazonium 
chloride, it gives an azo -compound, maroon-coloured, irregular 
plates, decomp. 211—212°. 

3-p-Toluidino-5-keboisoox(tzole forms diamond-shaped, pale yellow 
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crystals which blacken and foam at 150— 156° after darkening 
above 145°; the sodium salt, hydrochloride, oyiVamo-derivative, 
orange-coloured needles, deeornp. 142 J , and acetyl compound 
colourless, slender needles, m. p. 149—150°, are described. 

Z. v -Toluidino-o-k:eiopyrazole crystallises in small, glistening, 
square plates, decomp. 246 — 247°; the hydrochloride , lustrous 
plates, in. p. 72—73°, and acetyl compound, m. p. 178— 179° after 
softening, are described. 

^-Bromoamlino-o-ketokooxazoln forms slender, cream-coloured 
needles, decomp. 188—189° after softening at 150°. 3-p -Bromo- 
anilino-5-kdopyrazole crystallises in minute, colourless plates 
m. p. 234 — 235° (decomp.). 

Thioacetoacetyl-o-toluidide, COMe-CH 2 -CS*NH*C 6 H 4 Me, is con- 
verted by hydroxylamine mainly into thioacetyl-o-tohiidide, hydr- 
oxyl amine acetate being also formed. 

Ethyl acetylmalonatemonothioanilide and phenylhydrazine give 
mainly acetylphenylhydrazide, m. p. 128°. " H. W. 


Constitution of the so-called Dithiourazole of Martin 
Freund. I. Praphuixa Chandra Guha (J. Amer. Chem. Soc 
1922, 44, 1502— 1510}.— Dithiourazole, C 2 H 3 N 3 S 2 , has been pre- 
paredly Freund and his co- workers (A., 1894, i, 97; 1895, i, 400; 
1896, i, 415) by the action of hydrochloric acid on hydrazodithio- 


( 's.\ M 

dicarbonamide, and the constitution XH< ri ‘ l Tr has been 

assigned to it without experimental evidence being adduced. It 
is now shown, however, that Freund s dithiourazole contains only 
one atom of hydrogen replaceable by metals such as potassium, 
sodium, or silver, and that it loses only one atom of hydrogen 
fiom each molecule when treated with ferric chloride, hydrogen 
peroxide, or iodine with formation of a disulphide, (C 2 H 2 X 3 S) 2 S 2 , 
the molecular complexity of which is established by determination 
of the molecular weight of the ally! derivative. These observ- 


ations are in harmony with the formula 
S <C { SH)=N 


<C(SH)-N 


‘C(XH 2 ):N s for dithiourazole. The existence of a diacetyl 


compound from which one acetyl radicle is removed with great 
rea mess, whereas the other is firmly retained, is thereby explained 
as well as the conversion of the "monoacetyl derivative into a 
uacctyj disulphide and into monoacetylalkvl comjxmnds. The 
reason of the failure of previous workers to obtain dialkyldithio- 
razoies analogous to the diacctvl derivatives is now rendered 

Ormniia *• 


: ^ : 4=*thiodiazole is prepared conveniently by 
of t / Sm , ethod > hut tlie yields art; greatly improved if the action 
hour ru f 1 interru l jU ' { l after ten minutes instead of after an 
(Writ, j fo . ' vdll g derivatives do not appear to have been 
p U \T o : die sodium and silver salts; the compound, 

2 2 l 3^’^Hg(X0 2 ), from the parent substance and mercuric 

h h *2 
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nitrite (cf. Ray and Guha, T., 1919, 115, 261, 541), and the 
derivative , C„H 12 N 3 I 3 S 3 Hg, from the nitromercaptide and ethyl 
iodide (cf. Ray, T., 1916, 109, 698). 

5-Amino-2-thiol-l : 3 : 4-thiodiazole is decomposed by concen- 
trated hydrochloric acid at 190 — 200° into hydrazine dihydro- 
chloride, ammonium chloride, carbon disulphide, and carbon 
dioxide. H. W. 


Constitution of the so-called Dithiourazole o! Martin 
Freund. II. New Methods of Synthesis, Isomerism, and 
Poly-derivatives. Praphulla Chandra Guha [J. Amer. Chem . 
Soc ., 1922, 44, 1510 — 1517; cf. preceding abstract). — The only 
method available hitherto for the preparation of the so-called 
dithiourazoles consists in the elimination of ammonia from hydrazo- 
dithiocarbonamides by the action of concentrated hydrochloric 
acid, when, simultaneously, iminothiourazole is formed by loss of 
hydrogen sulphide. It is now shown that dithiourazole (amino- 
thiodiazolethiol) is produced readily from thiosemicarbazide, 
carbon disulphide, and alcoholic potassium hydroxide solution, 
potassium hydrazothiocarbonamidedithiocarboxylate being inter- 
mediately formed : NH 2 -( ■S*NHtNH 2 +KOH-f CS 2 -^ t H 2 0 j- 

NH 2 *CS‘NH*NH'CS 2 K 


^C(NH)-NH 
-^cs NH 


C(NH).NH 
* V C(SH)-N ' 


The method has been found to apply to all substituted and un- 
substituted thiosemiearbazides when used in a slightly modified 
form. Except in the case of thiosemicarbazide itself, the potassium 
salt of the dithiocarboxylic acid is rarely formed, but, on continued 
heating, all the thiosemiearbazides without exception yield the 
corresponding thiodiazole derivatives. Reaction probably occurs 
in accordance with the scheme : R’NH'CS’NH/NHR' 


„C(NR)*NH 


CSj+ulkuli 


SH‘C(NR-)*NH‘NHR' ---=* S +H 2 S. In this connexion, 

the synthesis of aminothiodiazolethiol from thiosemicarbazide by the 
direct action of carbon disulphide is of special significance, since 2 : 5- 
dithiotetrahydro-1 : 3 : 4-thiodiazole is also formed in small quantity 
by the action of the liberated hydrogen sulphide on the thiodiazole 
compound at a high temperature. The second method of synthesis 
is not of general application. 1 1 appeal’s essential that the 1 -position 
of the thiosemicarbazide should always be unsubstituted or sub- 
stituted by positive groups such as methyl or ethyl; in other 
words, the basic character of the thiosemicarbazide should be 
kept unimpaired, so that carbon disulphide can combine with it 
directly. . 

The following substances have been prepared. o-Imino-i-tiuo- 
±~phenyl-2 : 3 : 4 : odetrahydro- 1 : 3 : ±- thiodiazole, dull yellow 

needles, rn. p. 183° (from 1-phenylthioseniicarbazide, carbon 
disulphide, and potassium hydroxide in absolute methyl alcoholic 
solution). ^-Phenylimno-‘2-thio-'2 : 3 : 4 : TUdrahydro - 1 : 3 : 4 dm- 
diazole , m. p. 208°. ud*henylimino-'l-thio-%-phenyU2> 3 : 4 . o- 
tetrahydro-i : 3 : 4-thiodiazole, m. p. 202°. 5-TolyliviifU)-^- i0 
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$4dyl’2 : 3 : 4 : 5-tetrahydro - 1 : 3 : 4-thiodiazok, m. p. 205°. 
^aphthylimino-2 -thio-3- naphthyl - 2 : 3 : 4 : o-tefrahydro-l : 3 : 4- 
tkiodiazole, m. p. 218°. 5 - Tolylimin 0-24hioA -'phenyl - 2 :3:4:o- 
tetrahydro-i : 3 : 4-thiodiazole, m. p. 188—189°. o-Phenylimino- 
9.thio-^tolyl-2 : 3 ; 4 : o4etrahydro-\ : 3 ; 44hiodiazole, ni. p. 222°. 
^y a phthylimino-2-thio-3‘pheMyl~2 : 3 : 4 : o-tetrahydro-l : 3 : 4-fM’o- 
diazole, m. p 219°. 5-Phenylimino-24kio-3-mpkthyl-2 : 3 : 4 : 5- 
: 3 : d-thiodiazole, m. p. 281°. 5 - X a phtkyl imino-'ldhio- 
3 .tolyl’% : 3 : 4 : 5-tetrahydro - 1 : 3 : 4-fhiodiazole t m. p. 217°. o -Toly l- 
imino-2-thiO'3 - naphthyl- 2 : 3 : 4 : i>-tetra hydro) : 3 : A-thiodiazole, 
m p 268°. 5‘Atlylmino-24hio-3-phe.nyl-2 : 3 : 4 : ;* \-telrahydro - 
1 - 3 : 4 4hiodiazole, in. p. 145°. o-J llylimino-24hio-%-tohjl- 

2*3:4: 5 -WraA^ro-l : 3 : 4 -thiodiazok, dull yellow needles, m. p. 
125—126°. 5- M ethyl iw ino-2 4h to- 4 -phe n yl-2 : 3 : 4 : 5-tetrahydro- 

1 : 3 : ^-thiodiazoh, dull j'ellow crystals, in. p. 142—143°. o-Mcthyl- 
imino-24hioA-tolyl-2 : 3 : 4 : 5-tetrahydro - 1 : 3 : i-fhiodiazole, dull 
yellow needles, m. p. 174 — 175°. 5- Methyl inuno-2thio-3- m phtkyl - 
2:3:4: 54etrahydro-\ : 3 : 4-thiodiazole, in. p. 183°. 5- Methyl - 
imino-24hioA-naphthyl-2 : 3 : 4 ; o-tetrahydro-l : 3 : 4 -tkiodiazole, 
m. p. 175°. 

Potassium thiose m i ca rbazided itJuoca rboxylain is prepared by 
heating at 70 — 75° an alcoholic solution of equivalent amounts 
of thiosemicarbazide, carbon disulphide, and potassium hydroxide ; 
it is converted by iodine into aminothiodiazolethiol disulphide. 

Thiosemicarbazide and carbon disulphide at 1.10 0 form amino- 
tli iodiazolethiol and dith i otet rahydrofh iodia zol r , m. p. 107°. 

Freund’s dithiourazolc, m. p. 245 \ had m. p. 232° after being 
preserved during about two months; cither variety, when heated 
with hydrochloric acid at 150°, gave a modification, brownish- 
yellow, rectangular crystals, m. p. 224°. 

Freund and Imgart obtained “ phcnyldithiourazole ” in the 
form of colourless leaflets, m. p. 2111°; de-acotylation of acetyl- 
phenyliminothiothiodiazole gives a taulomeric variety, dull yellow 
needles, m. p. 207°. 

Acetylphcnyliminothiotetrahydrothiodiazolc has m. p. 244° 
(Freund and Imgart give 252°) when freshly prepared ; after being 
preserved during several weeks it has in. p. 236°. The latter 
variety is also formed when the corresponding diacetyl compound 
is heated at 175° during five minutes. H. W. 

The Constitution of Pyrazoleanthrone -yellow. Fritz 
Mayer and Rudolf Heil ( Ber ., 14122, 55. \B], 2 loo — 2164). — 
Pyrazoleanthronc-yellow (ef. A., 1913, i. 533) is prepared by the 
mild action of potassium hydroxide on pyrazoleanthrone and was 
initially regarded as a derivative of indanthrene. Analyses of the 
dye, however, agree with the formula C 28 H. 12 G 2 N 4 or 0 28 H 14 0 . 2 N 4 , 
according to which two molecules of pyrazoleanthrone arc united 
with loss of two or four atoms of hydrogen. The formation of a 
potassium salt, of mono- or di-bonzvl or substituted benzyl deriv- 
atives, and of a di benzoyl compound proves that the replaceable 
hydrogen atoms of pyrazoleanthrone are retained in the new dye. 



i. 878 


ABSTRACTS OP CHEMICAL PAPERS. 


q Further insight into its constitution is 
yvv y s v obtained from attempts to prepare deriv. 
u q' Y \ atives of it from substituted pyr azole. 
Jl yL il J anthrones. The presence f of substituents 
HN—Nf Y in. position 2 or 4 does not impede the 

Jv yk il !n~ NH. formation of dyes, whereas a substituent 

j N| in position 8 either inhibits the production 

k A yiv J of a dye or is removed during the process 

S<>// of formation. The tinctorial properties of 

0 the dye indicate that it is allied to flav- 

anthrene. Its constitution is most pro. 
bably indicated by the annexed formula, in which, however the 
distribution of valencies is somewhat unusual. 


Pyrazoleanthrone-yellow is most conveniently prepared in the 
ash-free condition by the hydrolysis of its dibenzoyl derivative 
with sulphuric acid. It is not affected by prolonged treatment 
with chromic and glacial acetic acids. When distilled with zinc 
dust, it gives anthracene. Hie following derivatives are described : 
monobcnzylpyrazoleanthrone-yellow , slender, red needles; p -chloro- 
be,nzylpyrazoleanthrone -yellow, red needles ; o - n it robenzylpy razole ■ 
ant krone-yellow, yellowish-red needles ; dibenzoylpyrazoleantkrone- 
yelloiv , pale yellow, transparent rhombs. 

l-Chloro-2-niethylanthraquinone is converted by hydrazine 
hydrate and a trace of iodine in boiling pyridine solution into 
2-methylpyrazoleantkrone , short, yellowish -red needles, m. p. 298— 
300°. The latter is transformed by potassium hydroxide and 
alcohol into 2 : 2' -di met kylpyrazolemit krone-yellow, which was not 
completely purified; the corresponding dibenzyl derivative, dark 
red, slender needles, and dibenzoyl compound, a yellow, micro- 
crystalline product, are described. 

l-ChIoro-4-inethylanthraquinone is transfonned by hydrazine 
hydrate into- l-kydrazinoA-methylanthraquinone, brownish -red 
needles, m. p. 185 — 186°, which is converted by aniline and aniline 
hydrochloride into 4 - methyl pyra zolea nth ro n e , slender, yellow needles, 
m. p. 288 — 290°. The latter substance yields 4 : 4 ’-dimethyl- 
pyrazoleanthrone-yellow , which is characterised as its dibenzoyl 
derivative, yellow prisms. 

(y-Ckloro- o-2' : o-di methylhenzoylbenzoic acid, colourless prisms, 
m. p. 215°, is prepared from p-xylene and 3-chlorophthalic anhydride 
in the presence of aluminium chloride and -is converted by fuming 
sulphuric acid into 1 -ckloro-o : 8 -dimetkylanthraqvimne, thin yellow 
needles, m. p. 186°. The latter is transformed into 5 : 8 -dimtkyl- 
pyrazoleantkrone , golden-yellow’ leaflets, m. p. 291 — 292°, which 
could not be converted into a dye by treatment with potassium 
hydroxide and alcohol. On the other hand, 8-chloropyrazole- 
anthrone is transformed into pyrazoleanthrone-yellow, H. W. 


Azoxyphenols. A. Angeli, Dixo Bigiavi, and Gixo Carrara 
(Atti R. Accad. Lined, 1922, [v], 31 , i, 439 — 446).— The difference 
in behaviour towards oxic^sing agents shoAvn by isomeric azoxy* 
phenols (A., 1921, i, 364) resembles that observed in the action 
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of halogens or nitric acid on their isomeric monosubstituted deriv- 
a ti V es. Thus, of the two para-compounds, 0;NPh:N*0 G H 4 Br and 
NPh;NO*C p H 4 Br, only the latter readily yields the further para- 
substituted compounds, C 6 H 4 Br’N.'NO*C 6 H 4 Br and 
N0 2 *C 6 H 4 *NIN(>C 6 H 4 Br, 

the former resisting the action of bromine or nitric acid. Hence 
the oxygen atom of the azoxy -group protects the aromatic nucleus 
united to the nitrogen atom carrying the oxygen from the action, 
not only of halogens or nitric acid, but also of permanganate. 

Further, this protective action is exercised against nitrous acid 
in cold, dilute solution; in this case, one of the isomeric azoxy- 
phenols remains unaltered, whereas the other, instead of being 
destroyed, is transformed into a nitro-derivative, usually easy to 
characterise, the structure of the original compound being thus 
rapidly established. Azobenzcne, azoxy benzene, p-x-azoxyphenol 
ethyl ether, p-p-azoxyphenol, and p-nitrophenol arc not changed 
when excess of sodium nitrite is gradually added to their glacial 
acetic acid solutions, whilst p-hydroxyazobenzene, pp'-dihydroxy- 
azobenzenc, p-a-azoxyphenol, and pp'-dihydroxyazoxybenzene, 
under the same conditions, readily yield nitro-derivatives in which 
the nitro-groups occupy ortho-positions with respect to the 
hydroxyl. For this reaction to occur, it is not sufficient for the 
aromatic ring to contain a hydroxyl group, it being necessary 
also that the hydroxylated nucleus be attached to a ter valent 
nitrogen atom. In the action of nitrous acid on pp'-dihydroxy- 
azobenzene, the dinitro-derivativc formed is accompanied by 
p-nitrophenol, the reagent acting partly as an oxidising agent; 
this oxidation is completely analogous to that of hyponitrous 
acid by permanganate when the latter acts first in an alkaline, 
and subsequently in an acid, solution. 

3 : 3'-Dinitro-4 : 4'-dihydroxyazobenzene, obtained from pp r - 
dihydroxyazobenzene, forms lustrous, greenish -yellow needles, 
m. p. 236° (decomp.), and is probably identical with the compound, 
m. p. 240°, obtained by Robertson (T., 1913, 103, 1473) by treating 
pp'-dihydroxyazobenzene in acetic acid solution with concen- 
trated nitric acid. 

3 - Nitro -4-hyd ro.ryazo.ri/ph enol, OIXPhIX*C 0 H 3 (XO 2 ) , OH, obtained 
from p-a-azoxyphenol, forms transparent, greenish-yellow, rhom- 
bohedral plates or green, straw-like crystals, m. p, 12.3°. 

3-XitroA : 4' -dih t/dmnja zox ijbrnzcn e , 

oh-o 0 h 4 *xo:n*c 6 h 3 (XO 2 )*oh. 

prepared from pp‘- dihydro xyazoxy benzene, forms lustrous, 
reddish-yellow needles or red, straw-like crystals, m. p. 193 J 
(decomp.). * T. H. P. 

The Mechanism of Coupling Reactions. II. 1 : 8-Naph- 
thasultam and its A T -Methyl Derivative as Azo-components. 

W. Konig and K. Kohler (Rer., 1922. 55, [R], 2139—2149).— 
In a previous communication (A.. 1921, i, 459), the power of 
aromatic acylaraines to couple with reactive diazo-compounds with 
the formation of normal azo-substances has been attributed to 
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their ability to react in the enolic form, Ar — NX)(OH)*R an( j 
Ar — NISR(!0)‘0H. An examination of the coupling power nf 
vNH 

1 : 8-naphthasultam, C 10 H 6 SgQ , has shown this hypothesis to 


be erroneous, since the methyl ether of this compound, w<f, 

can yield normal azo -com pounds in good yield. The absorption 
spectra of the sultam and its methyl ether prove these substances 
to be closely related constitutionally, and, in harmony with these 
observations, sodium naphthasultam is shown to stand in the 
same relationship to naphthasultam as does sodium a-naphthoxide 

to a-naphthol, so that it must be formulated CiqH 6 <C^j^ instead 


of 


^(:0)-ONa 

■N 


The remarkable inability of p-toluenesulphonylmethyl-a-naph- 
thylamide, C l0 H 7 *NMe\SO 2 ’O fi H 4 Me, to couple with diazo-com- 
pounds is explained by the assumption that the p-toluenesulphonyl 
group hinders the primary additive reaction on which coupling 
ultimately depends. This influence is not observed with methyl, 
naphthasultam in which the position of the sulphonyl group is 
definitely fixed, so that the nitrogen atom can exert its subsidiary 
valencies. 

The following individual substances are described. JY-Methyl- 
1 : 8-naphthasuitam, from sodium naphthasultam and methyl 
sulphate in 75% yield, pale yellow needles, m. p. 125°. 4-1:8- 
Naphthasultamazo- 1 ' - napktkalev eA'-sulphonic acid, 

HN 

O t S> C ioH 5 -N : N-C 1 „H,-S0 3 H ) 

small, orange-coloured needles, decomp, 320°. 4-p ' -X itrobenzme- 
azo- 1:8- naphtkasu Ita m , tile-red needles, m. p. 288 — 289°. 4-op- 
Dinitrobe.nzene.azo - 1 : 8 -naphthasultam, small, red rhombohedra with 
a strong pale green lustre, which darkens at 305°, but does not 
melt below 355°. ■i-p-Nitrobenzeneazo-N -methyl- 1 : 8-naphtha- 

.SOo 

snUarn, NO 2 <5 6 H 4 , NrN , O 10 H 5 <.Tjj^ , lustrous, red leaflets, m. p. 


236 — 237°. 4-op-DinitrobenzeneazO'N-mdhijl-l * 8 -naphthasultam, 

rn. p. 263°. 4-op-ihw itrobenzeneazo- 1 - methyhminonapldhalene-8- 
sulphonic acid, microscopic, red needles which have no distinct 
melting point, H. W. 


The Alkylhydrazones. Oscar Lisle Brady and Gerald 
Patrick McHugh (T., 1922, 121, 1648-1652). 


isoPropyl-, Menthyl-, and Bornyl-semicarbazides. Reduc- 
tion of Phenylhydrazones. Dk Witt Neiuhbors, A. L. Poster, 
S. M. Clark, J. E. Miller, and d. It. Bailey ( J . Amer. Ohm. 
Soc 1922, 44, 1557 — 1564; cf. Noyes, Lochte, and Bailey, this 
voh, i, 329). — Certain semicarbazones and hydrazones can be 
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successfully reduced by catalytic hydrogenation, whereas the older 
chemical methods have given only negative results. 

Acetonesemicarbazone is reduced by hydrogen in the presence 
of colloidal platinum to isopropyls? m icarbazide , rhombic plates, 
m . p. 128° {hydrochloride., short, stout prisms, m. p. 186-5°, oxalate 
0 6 H i3 0 5 N 3 , large prisms, m. p. 172°); the yield is about 70% of 
that theoretically possible. A small amount of the semicarbazide 
is reduced further to isopropylamine. isoPropylsemicarbazide 
hydrochloride is transformed by sodium nitrite into the corre- 
sponding irifroso- derivative, short, pale yellow prisms, decomp. 
128°, and by sulphuric acid (80%) into isopropyl hydrazine, which 
is identified as the dibenzoyl compound, m. p* 161-5°. Benzoyl - 
iso propylsemicarbazide , needles, m. p. 228°, is converted by sodium 
hydroxide solution (30%) at 80 into tidiydroxy-b-phenyll-ho- 
propyliriazole, prisms, m. p. 185-5°. Oxidation of isopropylsemi* 
carbazide with potassium permanganate in alkaline solution gives 
acetonesemicarbazone, whereas in acid solution, carbamylazo- 
propane. , NPr^N-CO-NH 2 , dark yellow crystals, m. p. 65*5 — 66°, 
is produced (the substance is readily transformed by a trace of 
alkali hydroxide or by protracted exposure to the air into acetone- 
semicarbazone). It is probable that the azo-compound is formed 
intermediately during the oxidation of the semicarbazide in alkaline 
solution. 

Acetaldehydcphenylhydrazonc is similarly reduced to phenyl- 
ethylhydrazine, NHPh-NHEt, the yield being about 95% of that, 
theoretically possible. It is transformed by potassium cyanate 
into phenyletkylsemicarbazide, 0 9 H la OX 3 , microscopic needles, m. p. 
138°. Acetonephenylhydrazone can be reduced similarly and with 
equal ease. 

Menthonesemicarbazone is catalytically hydrogenated to menthyl- 
semicarbazide, colourless, aeicular needles, in. p. 179 — 180°, [i]fj 
-43-8° in methyl -alcoholic solution. Similarly, eamphorsemi- 
carbazone gives born ylse. w ica rha z id e , prisms, m. p. 192-5°, which 
however, could not be converted into bornylhydrazine by the 
action of sulphuric acid. H.*W. 

Ionising Influence of Salts with Tervalent and Quadri- 
valent Ions on Crystalline Egg-albumin at the Isoelectric 

Point. Jacques Loeb (,/. Gen. Physiol, 1922, 6, 759 — 768). 

Additional evidence in favour of the formation of ionisablc salts 
of protein with salts containing tervalent and quadrivalent ions 
is afforded by the observation that lanthanum chloride and sodium 
ferrocyanide inhibit the heat coagulation of egg-albumin at its 
isoelectric point; salts containing only univalent or bivalent ions 
do not have this effect. C. R. H. 

Isoelectric Point of the Vegetable Albumin Leucosin. 

Heinrich Luers and Max Landauer (Z. Elektrochem 1922, 28, 
341—347). — It is shown that the isoelectric point of proteins is 
one of the most important constants of these substances, and 
methods for the determination of this quantity are discussed. The 
isoelectric point of the vegetable albumin leucosin has been deter- 



i. 882 


ABSTRACTS OF CHEMICAL PAPERS. 


mined by five methods in an acetate buffer solution. The following 
values are recorded : (1) from the optimum of coagulation 

2*6xl0~ s ; (2) by cataphoresis experiments 2*8 XlO~ & ; (3) from 
measurements of the optimum of alcohol precipitation 2-7 x 10 ^. 
(4) from measurements of the minimum of the Internal friction 
2*3 X 10~ 5 ; and (5) from the maximum of the surface tension 
2*2 xl0~ 5 . The mean of the values gives [H*]=2*5 x 10~ 4 , f rom 
which the relative acidity of leucosin, &a/fo=8*6x 10 4 , The iso- 
electric point of serum-, vegetable-, and yeast-albumins is thus 
practically the same; further, there is no noteworthy difference 
in the chemical composition and it is only in the biological properties 
that the three substances differ markedly. J. F. S, 

The Physical Chemistry of the Proteins. I. The Solu- 
bility of certain Proteins at their Isoelectric Points. Emvix 
Joseph Cohn { J . Gen. Physiol ., 1922, 6, 697 — 722). — The proteins 
investigated were serum-globulin, tnberin, and casein. They were 
subjected to a rigorous process of purification, of which full details 
are given. After this treatment it was found that, at 25°, 1 litre 
of water dissolved 0*07 gram of serum-globulin, 0-1 gram of tuberin, 
and 0*11 gram of casein. These values were constant within wide 
limits of variation of the amount of protein exposed to the solvent, 
and are claimed to be fundamental physical characteristics which 
may be used in the identification of proteins. 

The hydrogen-ion concentration imparted to water by the dis- 
sociated ions of the dissolved protein is also a characteristic of the 
protein employed. C. R. H. 

The Combination of Gelatin with Hydrochloric Acid, 

David I. Hitchcock ( J . Gen. Physiol., 1922, 6, 733 — 739). — The 
P a was determined by hydrogen electrode measurements of 1 ° 0 , 
2*5%, and 5% solutions of gelatin with varying amounts of hydro- 
chloric acid. The amounts of hydrochloric acid required to impart 
to pure water corresponding values of the P u were similarly estim- 
ated. For the same P u the difference between the total hydro- 
chloric acid present in the first experiment and that determined by 
the second one represented the amount in combination with the 
gelatin. It w f as found that between P n 1 and 2 the amount in 
combination is constant and amounts to 0*00092 mol. for 1 gram 
of gelatin. 0. R. H. 

The Mechanism by which Tervalent and Quadrivalent 
Ions Produce an Electrical Charge on Isoelectric Protein. 

Jacques Loeb (J. Gen. Physiol ., 1922, 6, 741 — 7d7). — Direct 
measurements of the potential difference between originally iso- 
electric gelatin and solutions of various salts at P ]{ 4*7, with which 
it has beeen brought into equilibrium, show that a positive charge 
is imparted to the gelatin by a salt with tervalent kation (lanthanum 
chloride) and a negative charge by one with a quadrivalent anion 
(sodium ferrocyanide) ; salts containing only univalent or bivalent 
ions produce no charge. The effects of these salts on the osmotic 
pressure of solutions of isbeleetric gelatin are similar to those on 
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the potential difference. The behaviour of lanthanum chloride 
towards gelatin is similar to that of an acid, whilst sodium ferro- 
cyanide behaves like a base, and it is assumed that the effects 
obtained with these salts are due to the formation of complex 
protein-ions.. Thus with lanthanum chloride there is formation 
of positive protein-lanthanum-ions and negative chlorine-ions; 
with sodium ferrocyanide of negative protoin-ferroeyanide-ions and 
positive sodium-ions. 

At Pu 3*0, when the greater part of the gelatin is ionised, solutions 
of lanthanum chloride have a depressing effect on the potential 
difference and the osmotic pressure of the solution, which is identical 
with that of solutions of sodium chloride and calcium chloride con- 
taining equivalent concentrations of chlorine. C. R. H. 

The Influence of Aggregates on the Membrane Potentials 
and Osmotic Pressure of Protein Solutions. Jacques Loeb 
(J. Gen. Physiol, 1922, 6, 769 -770).— The potential difference 
between a solution of gelatin chloride in a collodion bag and an 
outside aqueous solution is practically unaffected if, at the same 
P H , part of the gelatin in solution is replaced by powdered gelatin; 
moreover, the membrane potential can be calculated from the 
differences in P a inside and outside the bag, which shows that the 
gelatin particles take part in the establishment of the membrane 
equilibrium. On the other hand, the osmotic pressure of a gelatin 
chloride solution is progressively lowered as the gelatin in solution 
is replaced by powdered gelatin, showing that the particles of 
gelatin do not participate in the production of the osmotic pressure 
of the solution. This is explained by the fact that, since each 
particle is subject to the conditions of the Donnan equilibrium, a 
special osmotic pressure is set up in each particle which is balanced 
by an increase in the cohesion pressure of the particles, and does 
not therefore manifest itself in the hydrostatic pressure by which 
the osmotic pressure of the solution is measured ; it is due to the 
gelatin in true solution alone. C. R. H. 

The Hydroxyproteic Acids. S. Edlbacher (Z. physiol 
Clem,, 1922 , 121, 164 ; cf. this vol. p i, 692 ).— The compound 
^ 16 ^ 18 ^ 2^4 described by the author ( loc . cit.) is apparently acetyl- 
phenylhydrazine. W. O. K. 

The Absorption Spectra of Methsemoglobin, and the 
Alleged Transformation of Methaemoglobin into Oxyhsemo- 
glohin by the Action of Alkali. 0. Quaguariello (Arch, Sci. 
biol, 1922 , 3, 65 — 86 ; from Physiol Ahstr., 1922 , 7, 215 ). — Xeutral 
methaemoglobin has four absorption bands, at A 631 jup, A 576 
A 540 ^4, A 500 /<./*. Alkaline met haemoglobin has three ab- 

sorption bands ; the first at A 600 pju ; the other two are in the 
same place as the second and third of neutral methaemoglobin. 
The absorption bands in the yellow and green are proper to 
methaemoglobin, and not due to the presence of oxyhemoglobin. 
A transformation of methsemoglobin into oxyhemoglobin through 
the action of hydroxyl ions is excluded. \V. O. K. 
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The Prosthetic Group of the Blood Pigments. Haematin, 

William Roster (Z. physiol. Chem., 1922, 121, 121 — -134).-^. 
Bromodimethylhawrin, C s ,H J6 0 4 N 4 BrFe, small needles, is prepared 
from the part of a crude fi-hiemin insoluble in chloroform, by 
boiling with methyl alcohol containing sulphuric' apid, and pre- 
cipitating with 66% hydrobromic acid. Although chlorine cannot be 
quantitatively eliminated from chlorodimethyllueinin by methyl- 
alcoholic potash without causing hydrolysis, the bromo-eompound 
can be dehalogenated completely, to form a di methylfuxniuti n , 
C H 0 4 N 4 Fe*0H,H<>0, a dark-coloured compound with a metallic 
lustre 6 If this be treated with sodium hydroxide solution at the 
room temperature, not only does hydrolysis take place, but water 
is also eliminated. This bears out the view that in the formation 
of haematin from haeinin the bond between the iron and a nitrogen 
atom is hydrolysed, and that the iron then forms an internal salt 
with a carboxyl group, eliminating water. If, as in this instance, 
the carboxyl group is first methylated, the internal salt cannot be 
formed until the ester is hydrolysed. 

Treatment of bromodimethylhaemin with pyridine leads to simple 
replacement of bromine by hydroxyl, forming hydroxydiwetkyl 
hcemin, C 36 H 36 0 4 N 4 Fe-0H, from which a bromodimethylhaemin can 
be regenerated by treating it. in acetone solution with hydrogen 
bromide solution, although the absolute identity of the com- 
pound formed with the initial bromodimethylhaemin is not yet 

certain. . . . 

A particular preparation of haematin, obtained from heemin and 
de(hydrohalogen)luemin , was found to be readily methylated by 
methyl sulphate and alkali to yield a drmethijlluematin, C 36 H 37 0 5 N 4 Fe, 
as an amorphous, dark blue, metallic compound, which with alkali 
loses a methyl group to form a monomethyl derivative, C! 35 H 35 0 5 N 4 Fe. 
This dimethylhrematin was further methylated by boiling with 
methyl alcohol containing sulphuric acid, and then treating with 
66°/ hydrobromic acid, when a bromodi methylheem i tiiuw triiuetho- 
bromide , with the formula C 34 H 30 O 2 N(NMeBr) 3 (OMc) 2 FeBr, is pre- 
cipitated, indicating the presence of three basic nitrogen atoms 
in haematin. This new compound is more completely demethyl- 
ated with alkali than dimethylhaematin itself, pointing to the 
opening of the bond between nitrogen and iron on boiling in acid 
solution. Preparations of haematin from formylhydroxylhaemin or 
from chlorodimethylhaemin were not methylated in a similar 
manner. In the first case, the compound finally obtained had the 
formula 0 39 H 48 0 7 N 4 BrFe. W- 

Hsemocyanin. VI and VII. C. Dh^rI: and A. Schneider 
(J. Physiol Pathol, yin., 1922, 20, 1—13, 34-40; from Physiol 
Abstr., 1922, 7, 218). — Oxyhsemocyanin of Helix, Octopus , Homarus, 
etc., is easily and rapidly reduced by the passage of inert gas at 
15° to 20°, or by exposure to a vacuum at 40°. The solutions were 
made of pure crystallised preparations, and usually in presence ot 
an antiseptic. The gas must be absolutely deprived of oxygen. 
The hajmocyanin of ldmulu$'m&y be different. That of the abo 
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animals forms a less dissociable compound with nitrous oxide, but not 
with methane, ethylene, or acetylene. It does not combine with 
carbon monoxide, or if it does the compound is very easily dissociable 

*W. O.K. * 

Bile Pigments. XI. The Preparation and Purification 
of Bilirubin from Ox Gallstones. William Kuster (2. phusiol. 
Chem., 1922, 121, 80 — 93). — Experiments are described on the 
preparation and purification of bilirubin from ox gallstones. It 
is found convenient to isolate the bilirubin in the form of its 
crystalline compound with ammonia, < , 33 H 36 0 6 N T 4 ,NH 3 . 

The statement of Reihling (A., 1915, i, 831) that choleprasin 
yields haematic acid on oxidation is apparently to be explained 
by the presence of some bilirubin in the choleprasin. W. 0. K. 

Bile Pigments. XII. The Action of Diazomethane on 
Bilirubin and Biliverdin, the Oxidation of Bilirubin in 
Alkaline Solution, and the Action of Hydrogen Bromide 
Acetic Acid on Bilirubin. William Kuster ( Z . physiol Chern 
1922, 121 , 94 — 109). — By treating crude bilirubin, C33H 36 0 6 N 4 ! 
with diazomethane in ethereal solution, two methyl groups enter 
the molecule and in addition a molecule of diazomethane is com- 
bined, forming a compound , C„H 4 jO.X 6 , which on heating loses 
nitrogen to form the compound 0 38 H 42 0 6 N 4 . Using bilirubin- 
ammonia in the methylation, the ammonia group is retained, and a 
compound^ C 36 H 45 0 8 N 7 , formed, a dark brown, resinous material, 
which also loses nitrogen when heated, forming the compound 

^ 36 ^ 45 ^ 6 ^ 5 * 

Biliverdin, ^^H 3B 0 8 N 4 , obtained by the atmospheric oxidation 
of bilirubin in alkaline solution, forms with alcoholic hydrogen 
chloride a dimethyl ester, a dark, lustrous material, 

and with diazomethane a dimethyl ester of similar composition, 
although it is not certain whether the preparations are identical! 

Bilirubin- ammonia, on long-continued action of alkali hydroxide, 
and exposure to the air with stirring, vields haematic acid and an 
acid, C-H 10 O 5 {barium salt, C 7 H s 0 5 Ba : silver salt, C 7 H 8 0 5 Ag 2 ), 
which may be a methylhydroxyethylmalcic acid. 

Treatment with hydrogen bromide-acetic acid and then with 
water converts bilirubin-ammonia into the compound C^H^OgNjBr, 
which on treatment with 10° (l sodium hydroxide solution loses 
bromine to form the compound t‘ 33 H 42 0 9 N/. If the material from 
the treatment with hydrogen bromide-acetic acid be treated with 
methyl alcohol instead of with water, the conqmund 
■ , , . , , , 0 3a H 35 0 4 X 4 Br(0Me) 2 

is obtained, which also loses bromine on treatment with sodium 
hydroxide solution. 

Sometimes the reaction with hydrogen bromide-acetic acid, 
followed by treatment with water proceeds differently, and a com - 
pound, C 29 H 39 0 9 N 4 Br, is formed which on oxidation forms haematic 
acid, and on reduction haematic acid and the imide of met-hyl- 
ethylmaleic acid. ' , W. 0. K. 
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Bile Pigments. XIII. Hexachlororobilic Acid. William 
Kuster and Walter Herrmann (Z. phyniol. Ckem 1922, 121 
110 — 120).— By treatment of bilirubin with a mixture of Merck’s 
perhydrol and concentrated hydrochloric acid, hexacfdororubilic 
acid is formed, a light yellow powder which, after thorough desic- 
cation, decomposes at about 80°, and has the formula ^'18^2 o 0 6 N 2 C1 6 , 
It is a dibasic acid forming a monomethyl ester, C ig H 22 0 6 N 2 Cl 6> a 
citron-yellow' powder, on dissolving in methyl alcohol, saturating 
with hydrogen chloride, and keeping cooled with ice, whilst if the 
methyl alcohol solution is boiled after saturating with hydrogen 
chloride, the dimethyl ester is formed, which on treatment with 
sodium hydroxide solution yields the dimethyl ester of penta.- 
chlorohydroxyrubilic acid, C 2 oH 2 ^0 7 N 2 C1 5 . Sodium hydroxide solu- 
tion removes one of the chlorine atoms from hexachlororubilic 
aci d, form ing pentachloroh ydroxyrubilic ac id , (% 8 H 2 iO 7 N 2 C1 5 . Hexa- 
chlororu bilie acid loses hydrogen chloride slowly on keeping, 
more quickly on heating in a vacuum, to form a compound , 
C 18 H 19 0 6 N 2 C1 5 . With sulphuric acid, it reacts to yield a com- 
pound, C 18 H 18 0 5 N a CI 6 , by elimination of water, and with gaseous 
ammonia it forms the compound 0 18 H 23 0 6 N 3 CI 6 . W. 0. K. 

Degree of Dispersion of Saccharase. H. von Euler and 
Goeta Ericson {Kolloid Z., 1922, 31, 3 — 7). — A number of diffusion 
experiments with highly purified yeast saccharase solutions are 
described from which calculations of the molecular weight of the 
saccharase particle have been made by means of the formula 
DyJ M— const. The saccharase solutions were purified by a com- 
bination of the methods previously used by Willst.it ter and Racke 
(A., 1921 , i, 823 ; this vol., i, 598) and the older precipitation methods. 
In this way, the albuminous substances and yeast gums have 
been removed and the purity of the saccharase solution increased 
in the proportion l : 20. The purest material gives an average 
molecular weight of 20,000 as compared with the values 27,000 
and 22,000 found by Euler and Kullberg (A., 1911, i, 825) and 
Euler, Hedelius, and Svanburg (A., 1921, ii, 170; 1920, % 595), 
respectively. J- L - S. 

Influence of Various Antiseptics on the Activity of Lipase. 

Leroy S. Palmer ( J . Amer. Ckem. Soc ., 1922, '44. 1527 — 1538).— 
Data are presented on the influence of various concentrations of 
several antiseptics on the hydrolysis of emulsions of milk fat iu 
gum acacia solutions, using commercial steapsin as the source of 
lipase. 

Formaldehyde in concentrations up to one part in two hundred 
and fifty parts had no detrimental effect on the activity of the 
lipase, 1% solutions being required to produce a retardation of 
the enzyme. Chloroform in concentrations from lo to 2'5/ 0 
retarded the lipase activity from 20 to 60%. Acetone in concen- 
trations of 6% and 12% retarded the lipolysis 12% to 25%. A 
freshly prepared 3% solution of iodoform in acetone added so as 
to give a concentration of Q'3% of iodoform retards the lipase 
action 25% to 40%. 'When using a similar solution of iodoform, 
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which had stood *>r some tune, practically complete inhibition was 
obtained with this and even smaller concentrations of iodofoiT 
In the experimental examination of these results, it was found 
that iodoform alone retarded lipolysis i„ direct proportion to the 
concentration <Jf the iodoform present. This varied from a 150/ 
retardation with 0’03% concentration of iodoform to a 5>°/° 
retardation with 0-5% concentration of the antiseptic'. It was 
found, also, that old solutions of iodoform in acetone contain 
free iodine, which has a marked effect oil lipase activity Iodine 
in concentrations of 0-045% or more, inhibited lipolysis entirely 
Results similar to those with iodine were obtained by the use of 
bromme water. Higher concentrations of bromine were found 
necessary to inhibit the lipase, however, concentrations of 0*25°/ 
retahng the enzyme activity only 03% to 94%. Mercuric chloride 
inhibited lipase activity completely in 0*1, tV2, and 0 3% con- 
centrations. Chloral hydrate not only retarded the lipase, but 
also faded as a germicide when cow’s milk was used as substrate. 

Ihe results obtawed with the halogens appear to indicate that 
lipase has an unsaturated structure which is probably aliphatic 
rather than cychc. I his suggestion is supported by the results 
concentrations * orma k* e kyde to retard lipase even in fairly high 

Periodicity of Enzymes. The Lipase of the Stomach. 

b. Sutiter (A etierland Tijdschr. Oenccskunde, 19*>2 66 5721 - 
H,e activity of a solution of lipase, prepared from mucous mem- 
brancs, and kept m an ice-chest, was determined daily by shaking 
nth an equa volume of milk for twenty-fonr hours at 39 ' and 
titrating the free fatty acid with O l-V-alkali solution. Whether 
oi not the preparatioh is kept slightly acid, the activity is found 
to change irregularly in periods of several days. It is not con- 
sidered that such variations play any part hi vivo. 

Chemical Abstracts. 

Action of Quinine and Atoxyl on Liver Lipase. P Ron. 
and R. Pavlovic (Biochem. Z„ 1922, 130, 225—238) — Although 
ner lipase and serum lipase act identically on tributyrin liiir 
r t a m * nta ," y , by in concentrations 

I oat r r h W 'f h com P fete, y “fofoit the action of scrum 

P . Liver lipase is, however, more sensitive to atoxvl than 
serum lipase, in the case of both lipases, the velocity constants 
Sift ° f tr j ljUtyrin fal1 olf fo arithmetical ‘progression 
pr4rU“„ °" S ° f t0X ‘ C substan<,e * •» raised in geometrical 

H. K. 

6 HX °f Vlt o? iU ’, -)i Sbiuell °f ^aerial., 1922, 

' , f oc -’ 1 ? 1 » ^om Physiol. Abstr 1922, 7, 245— 246).— An a menu* 

in Vate ° f V Tf n 1S P re P ared f ro,n brewer's yeast by suspending 
V * at ab0 i Ut 90= for ^ The 

clear solminn ^ ™ m ? xed and fuller '« earth added to the 
vitamin i« fin fu j Ie ^ s cartll > which selectively adsorbs the 
; filtered, washed, and dried, 'and designated activated 
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solid.” The vitamin is most conveniently recovered from the 
activated solid by rapidly extracting with saturated barium 
hydroxide solution and acidifying the clear extract with sulplmj>[ c 
acid. Addition of solid barium carbonate removes the excess of 
acid. The filtered neutral solution is then evaporated and yields 
a crude extract which will protect pigeons when fed exclusively 
on polished rice in doses of about 10 mg. every other day. The 
vitamin extract was subjected to fractionation by silver precipitation, 
and it was found that a small amount of adenine was present and 
a larger amount of histidine. The characteristic vitamin action 
always accompanied the histidine fraction, and it appears possible 
that either vitamin is a derivative of histidine, or it is a compound 
of similar chemical properties which accompanies the histidine as 
an impurity. It was found that when the silver was removed 
from the histidine-silver precipitate by suspension in dilute hydro- 
chloric acid, the clear solution could be evaporated to dryness on 
the steam- bath without appreciable impairment of its vitamin 
activity. The residue so obtained was found to protect pigeons 
on a diet of polished rice in doses of less than 1 mg. every other 
day. W. 0 . K. 

Arsenical Acridine Compound. L. Benda (U.S. Pat. 
1408974). The diazo-compound of 3 : 6 -diamino- 10-methylacr- 
idinium chloride is treated with sodium arsenite, producing a red- 
dish-brown powder which combines with R salt to produce a red 
compound and with resorcinol to produce an orange-yellow product 
The compound is of low' toxicity and its use medicinally is proposed. 

Chemical Abstracts. 

Organic Mercury Compounds prepared from o-Chloro- 
mercuri-p-nitrobenzoyl Chloride. Frank C. Whitmore and 
Edmund Burrus Middleton (./. Amer . Chem. Soc., 1922, 44, 
1540 — 1551). — Phosphorus pentaehloride can be used as well as 
thionyl chloride in the preparation of acid chlorides of mercurated 
aromatic acid. o-Chloromercuri-p-nitrobenzoyl chloride has been 
obtained in this manner and con veiled into a number of its esters. 
The latter compounds react with inorganic iodides to form the 
corresponding compounds of the type R 2 Hg; these substances 
can be hydrolysed without bi’eaking the C Hg linking. 

o-Hydroxymercuri-p-nitro benzoic acid, prepared by heating 
mercuric p-nitrobenzoate at 200 - 220 °, is converted by phosphorus 
pentaehloride in the presence of chloroform into o-chloromercuri-j?- 
nitrobenzoyl chloride, which could only be obtained with difficulty 
in the analytically pure condition. It is transformed by <- 
requisite alcohol into the n -butyl ester, in. p. 125— 126 . 
ester, in. p. 145 1. 70°; iso propyl ester, m. p. 179— 180 ; etby 
ester, m. p. 220 — 222*; methyl ester, in. p. 240 — 245°, and c/uoro- 
ethyl ester, m. p. 163—164*. The acid chloride reacts readily witn 
ethylene bromohydrin and diethyiaminoethyl alcohol, but a homo- 
geneous product could not be isolated. The position of themercy 
complex in the esters is established by the observation t aa ■ y 
are converted by c<?ld bromine water and subsequent hydro y*> 
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into o-bromo-^-nitrobenzoic acid, o - Ch loromerc uri-p-nitrobenz- 

is described. 

Butyl o-chloromercun-p-mtro benzoate is converted by potassium 
iodide in boiling ethyl alcoholic solution into n-butyl o-mercwnbis-p- 
\iiirobenzoate , Hg(C 6 H 3 [N0 2 ]*C0 2 C 4 H 9 ) 2 , colourless crystals, m. p. 
158° ; the compound is converted by a boiling ethyl alcoholic solution 
of mercuric chloride into butyl o-ehloromercuri-p-nitrobenzoate, 
m P 125°, and by ethyl alcoholic sodium hydroxide solution into 
o-inercuribis-p-nitrobenzoic acid. The corresponding n -propyl ester, 
m p 189°, and ethyl ester, in. p. 227 — 232°, are described. 

n -Butyl o-ckloromercuribenzoate , m. p. 1 1 is prepared by the 
successive action of phosphorus pentachloride (or thionyl chloride) 
and w- butyl alcohol on o-hyriroxymercuri benzoic anhydride. 


Physiological Chemistry. 


Is there a Genetic Relation between the Oxygen Inhaled 
and the Oxygen of the Exhaled Carbon Dioxide ? Torsten 
Thunbkrg (Natimciss., 1922, 10, 417 — 420).— Hydrogen is regarded 
as the basic, elementary combustible of living cells ; it is supposed 
to be directly oxidisable by oxygen at low temperatures, in conse- 
quence of activation by catalysts. Recomposition of complex 
compounds occurs by enzyme action through a series of progressive 
dehydrogenations, the hydrogen eliminated being directly oxidised 
to water; at the same time, there is addition of water and elimina- 
tion of carbon dioxide. It. is contended that there is no relation 
between inhaled oxygen and exhaled carbon dioxide: this is 
represented, for example, by the scheme : 


i f 4 

C 6 Hi 2 0 6 +GH 2 0+60 2 -> ()C0 2 +12H 2 0 

4 4 

(cf. Dixon, T., 1886, 49. 94; Wartenberg and Sieg, A., 1921, 
107 ). Chemical Abstracts. 

Anaesthetics and Carbon Dioxide Output. I. The Effect 
of Anaesthetics and Other Substances on the Production of 
Carbon Dioxide by certain Orthoptera. J, H. Bo dine ( J . 
Expt. ZooL, 1922, 35, 323— 334).— Ethyl ether (in large doses), 
acetone, xylene, and formaldehyde produce an increase in carbon 
dioxide output, followed by a decrease which is irreversible. 
Chloroform causes a decrease followed by an increase and later 
by a decrease, the change being irreversible. With small doses 
of acetone, the increase extends over a long period of time ; with 
large doses it is short-lived; the decrease is to a rate of carbon 
dioxide output still above normal. * With formaldehyde, the 
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decrease is to the normal rate, but with large doses it is below 
normal. Ethyl ether, chloroform, acetone, and xylene inhibit 
respiratory movements in ten to fifteen minutes; formaldehyde 
in relatively large doses does not inhibit these movements in {\ Vo 
hours. These results show that narcosis is not due to asphyxia 
Anaesthetics have an action other than that on respiration. G ra ^ 
hoppers of several species were used in these experiments. 

Chemical Abstracts. 

Respiratory Metabolism in Alimentary Glycsemia. I. \ 

Boknstein and Kurt Holm ( Biochem . Z., 1922, 130, 209—224).^ 
In a fasting man oral administration of 100 grams of dextrose 
causes the blood-sugar content to rise progressively after a few 
minutes, but respiratory experiments show that the combustion 
of the dextrose only sets in about half an hour later, often after 
the blood-sugar has reached or passed its maximum value. When 
however, 100 grams of loevulose are administered, the blood-sugar 
scarcely rises at all, owing to immediate combustion of suefar. 
Phosphate administration has no influence, but it is thought that 
the dextrose must first pass into lsevulose or a closely related 
substance before combustion. H. K. 

Direct Measurement of the Partial Pressure of Oxygen 
in Human Blood. J. Barcroft and M. Nagahashi [J. Physiol, 

1921, 55, 339 -“345). — The principle of the method is as follows: 

Blood is withdrawn from a vessel, artery, or vein, by direct puncture ; 
to this blood is exposed a small bubble of alveolar air at 37° until 
an equilibrium is reached between the blood and the bubble. The 
bubble is then analysed in a suitable apparatus. The original 
must be consulted for details. Oxygen pressure in blood can be 
measured to W'ithin 2 mm. on the average. The calculated dis- 
sociation curves for venous blood were experimentally confirmed. 
The observation of Meakins and Davies [J. Path. Bad., 1920, 23, 
451) on the great range of unsaturation of blood from the basilar 
vein when the arm is exposed to widely differing temperatures 
was confirmed. Chemical Abstracts. 

Acid Production in Shed Blood. C. I* Evans (J. Physiol., 

1922, 56, 14(5 — 156; from Physiol Abstr ., 1922, 7, 233 -234).- 
The carbon dioxide capacity of blood is at its highest level in 
freshly-drawn blood, and usually suffers considerable reduction 
when the blood is kept. The change is due to conversion of dextrose 
into lactic acid as a result of glycolysis; it is greatly accelerated 
by a lowering of the carbon dioxide pressure of the blood, because 
this gives a P u favourable to the glycolytic process. These facts 
are of importance in the plotting of carbon dioxide dissociation 
curves. When blood-gas phase equilibration is to be carried out 
at body temperature, the glycolytic change, with its accompani- 
ment of reduction of carbon dioxide capacity, can be inhibited by 
the addition of 0'05 to 0T% of sodium fluoride to the blood. 

W. 0. K. 
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The Hydrogen-ion Concentration and some Related 
properties of Normal Human Blood. J. Barcrpft, A. V. 
Bock A. V. Hill, T. R. Parsons, W. Parsons, and R. Shoji 
Ij Physiol ., 1922, 56, 157 — 178; from Physiol. Abstr 1922, 7, 

233 ). Between 20 and 40 mm. pressure of carbon dioxide, the 

relation between the P {1 in the plasma and the pressure of carbon 
dioxide (pC0 2 ) is nearly linear. So also is that for the relation 
between pC0 2 and i>C0 2 (volume of carbon dioxide absorbed), 
the empirical expression being P„=- 4’7pC0 2 /rC0 2 . Hence the 
relation between P It and r(/0 2 is also linear, and is expressed by 
the formula vCOg^^lO^nJ+c, where b— 8*4d ; 2 and c — 16*6 f 10. 
The quantity b is a measure of the buffering power of the blood; 
that is, it expresses the slope of the r(X) 2 — P n curve. The relation 
between 1 /K and pC0 2 is not quite linear but slightly S-shapcd 
(K is the constant of Hill’s oxygen dissociation equation), although 
the relation between log 1/A' and log P n is linear. W. 0. K. 

The Comparative Blood-pressure raising Power of Racemic 
and Lsevo -Adrenaline . A. Richaud (J. Pharm. Chim., 1922, 
[vii], 26, 81 — 8G). — ^-Adrenaline employed in very small doses 
of the order of 0*01 mg. increases the blood pressure to a somewhat 
lesser degree than /-adrenaline, hut the difference in activity is 
not by any means so great as has been supposed. It is not constant, 
but varies from 10 — 15% in general, although it may be as much 
as 25 — 30%. As the dose is increased to 0'04 — 005 mg. the 
difference in activity disappears entirely, and as the usual thera- 
peutic dose is 0*04— 0T mg. there is no disadvantage attendant on 
the use of the racemic compound, and the resolution of the synthetic 
substance into its optical isomorides is therefore quite unnecessary. 

G. F. M/ 

Condition of Electrolytes in the Blood. Benjamin S. 
Neuhausen {Nature, 1922, 110 , 8 9 ).- E.M.F. measurements of 
serum and plasma were made, using 0 * 2 % sodium amalgam as a 
sodium electrode. Calculation of (he total concentrations of 
sodium on the basis that the degree of ionisation of the sodium 
salts was the same as in an aqueous solution, gave results which 
were in very good agreement with those found bv analysis. Thus 
the conclusions of other investigators that sodium is not bound 
in the serum have been confirmed. Chlorine likewise is apparently 
as free as in an aqueous solution. A silver | silver chloride electrode 
was used for these experiments. It is proposed to use a calcium 
electrode to determine the state of calcium in the blood. 

A. A. E. 

The Calcium in the Blood in Different Species. P. Hazzocco 
{Com pi. rend. Soc. Biol. } 1921, 85, (>90 — 091 ; from Cheat. Zentr ., 
1922, i, 209; cf. A., i, 788). — The calcium content of the total 
blood and of individual blood constituents for a number of different 
animal species is given. The calcium content of blood corpuscles 
was found to be the same in titrated blood and in blood treated with 
hirudin. G. W. R. 
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Influence of Water Supply on the Content of Reducing 
Substances in the Blood and Urine. A. Norgaard {Biochem. 
Z., 1922, 130, 304— 311) —Administration of a litre of water to 
fasting persons has little effect on the amount of reducing sub. 
stances in the blood. In the urine, the reducing substances fall off 
considerably during the increased diuresis, but the actual quantity 
of reducing substances excreted is not affected. H. K. 

The Action of Heterogeneous Proteins in the Organism. 

A, Lutttchau (Arch. int. physiol 1922, 19, 1 16).-— The effect 
on the blood-sugar was investigated of intravenous injection into 
dogs of solutions or suspensions of egg-albumin, egg-globulin, 
human saliva, casein, horse-serum, gelatin, ascitic fluid, and Wittes 
peptone. The ova-proteins, salivary proteins, and casein produced 
hyperglycemia, but not glycosuria; the effect of egg-white is 
due to its globulin content, None of the substances used, except 
saliva, had any dia, static action on glycogen in vitro. The pheno- 
menon is considered as probably a glucose mobilisation. 

Chemical Abstracts. 

The Inhibition of Blood Coagulation by Barium, Stront- 
i um , and Calcium Chlorides. Jorge n Lehmann ( Sbind . 
Arch. Physiol, 1922, 42, 35 — 42; from Chem. Zentr 1922, i, 597). — 
When blood is mixed with half ils volume of barium chloride 
solution so that the concentration in the mixture is 0*07%, coagul- 
ation is inhibited. Calcium lias a weaker, and strontium a still 
weaker effect. 

The Reaction of Blood. Ruth E. Conway and Florence 
V. Stephen [J. Physiol., 1922, 56, Proe., xxv— xxvii; from Physiol 
Abstr 1922, 7, 233). The inside of the blood-corpuscle is about 
35% more acid than the outside. The basic ion concentration is 
considerably greater in the serum than in the corpuscle. The 
buffering of laked blood is less efficient than that of unlaked. Cases 
of pernicious or severe secondary anemia show an alteration in 
buffering in direct relation to the percentage of haemoglobin present. 

6 W. 0. K. 

Calcium Content of Blood Serum in Pregnancy and Child- 
birth. P. Mazzocco and R. Bustos Moron ( Oompt . rend. 
Biol, 1921, 85, 692; from Chem. Zentr., 1922, i, 209— 210).— The 
calcium content of the blood-serum in pregnancy and childbirth is 
only slightly below normal, namely, 8*77 — 879 mg. per 100 e.c as 
against 9*19 mg. per 100 c.c. in normal sera. The calcium content 
of the serum is thus of no diagnostic value for pregnancy. Ao 
correlation can be shown between the fall in serum calcium ana 
the development of pregnancy and its related maladies^ 


Eosin Haemolysis. Carl L. A. Schmidt and G. F. Noma. 
(J Gen. Physiol., 1922, 6, 681— 087).— The haemolysis of red blow 
cells which takes place on exposure to sunlight in the 
eosin is inhibited by inorganic reducing agents and ccrtai “ 
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oxidisable substances such as tyrosine, tryptophan, and other 
substances which react with the phosphotungstic reagent of Folin 
and Denis. It is assumed that the haemolytic action of cosin 
involves the oxidation of the tyrosine and tryptophan which are 
contained in the stroma of the cells. 0. R. H. 

The Digestibility of Proteins in Vitro. III. The Chemical 
Nature of the Nutritional Deficiencies of Arachin. D. Bkeeue 
Jones and Henry C. Waterman {,/. Biol. Chem 1922, 52 , 357— 
366).— Arachin is less readily digested in vitro by pepsin and 
trypsin than, for example, casein. Hydrolysis by hot, dilute 
sodium hydroxide yields a partial cleavage product which represents 
about one-third of the original arachin, This product is difficultly 
digestible in vitro and contains about two-thirds of the histidine, 
one-third of the arginine and of the cystine, and two-fifths of the 
lysine present in the arachin from which it was prepared. Further 
work is necessary to determine if the nutritional inadequacy of 
the protein is due to this factor. E. S. 

Carbohydrate Metabolism and Diabetes. IV. Dextrose- 
Nitrogen Ratios in Partially Depancreatised Dogs. F. M. 
4llen and Mary B. Wishart (J. Metabolic Res., 1922, 1, 97—107 ; 
of. J. Biol. Chem 1920, 42 , 415; 1920, 44, 563).— Total pan- 
createctomy does not invariably give rise to a permanent t; total ” 
dextrose : nitrogen ratio of 2*8:1, whilst incompletely depan- 
creatised animals sometimes show this, and soipetimcs a lower 
ratio. The total basal metabolism, and the loss of both sugar 
and nitrogen are higher in the case of totally depancreatised 
animals, the former partly in consequence of greater protein 
breakdown. Chemical Abstracts. 

The Threshold of Ketogenesis. Russell M. Wilder and 
Malcolm D. Winter (J. Biol. Chem., 1922, 52, 393 — 401).— 
From calculations, based on a number of assumptions, of the 
composition of the food being metabolised in certain cases, it is 
concluded that the molecular ratio of ketogenic substance to 
dextrose at which significant ketosis first appears is 2:1. This 
ratio, which is termed the ketogenic threshold, is lowered by 
infection and possibly also by other factors (cf. Shaffer, A., 1921, 
i, 754; Hubbard and Wright, this vol., i, 496). E. S. 

The Importance of Zinc in the Feeding of Animals. 
Experiments on Mice. Gabriel Bertrand and B. Benzon 
{Compt. ren/1., 1922, 175, 2S9 — 292). — The lives of mice fed on a 
specially prepared fond coniaming an amount of zinc sulphate 
equivalent to 0*002% Zn were prolonged from 25— 50% beyond 
those of animals from the same litter fed on the same food prepared 
absolutely free from zinc. G. F. M. 

The Measurement of Buffer Values and the Relationship 
oi Buffer Value to the Dissociation Constant of the Buffer 
and the Concentration and Reaction of the Buffer Solution. 

Donald D. Van Slyke {J. Biol. Chem., 1922, 52, 525— 570). — 
A theoretical paper, the object of which is tp give quantitative 
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expression to buffer effects. For this purpose, the buffer value, p 
of a solution is defined as the number of gram equivalents of strong 
alkali or acid which must be added (strictly without change of 
volume) to one litre to produce unit change in P a . Formulated 
mathematically, $=dBldP l{ (cf. Koppel and Spito, A., 191^ \ 
1105, who have given a somewhat similar definition). An incre- 
ment of strong acid is regarded as a negative increment of strong 
base ; hence the value of (3 is always positive.^ Starting from the 
laws of ionic mass reaction, the following general equation for 
buffer value has been deduced : j3=2*3(A'[H*]0) /(#'-{- [H*]) 2 ~. 
[H*]-|-jOH']), in which K ' represents either K a jy, or K u y t IK b) 
according as the buffer is a weak acid or a weak base, and C=the 
molecular concentration of buffer acid (or base). When the P n j s 
between 3 and 11 and C is not much less than OKV, [H*] and 
[OH'] may be neglected and the equation simplifies to ^ 
2-3A'[H’]67(A T '-HH*]) 2 , an expression which has also been deduced 
directly from Henderson ’s eq uat ion : K a — [ H * ] v s [Ba ] /[ Ha]. Under 
these conditions, p/C(= ^)=2'3A'[H*]/(A'-f [H*]) 2 , ^ being termed 
the molecular buffer value of the buffer acid or base. By differ- 
entiation of the last equation, it is shown that the maximum 
value of [Jjf occurs when [H*]— K\ and it follows that at this point 
p J f=2 , 3/4=0'o75 for all buffers. Further, when A'=[H’], [H«]^ 
[Ba\\ hence at the maximum molecular buffer value half the 
buffer acid (or base) is present in the free state and half in the 
form of salt. The above methods have been extended to the 
calculation of p for solutions of multivalent, amphoteric, and 
mixed buffers. E. S. 

The Relationship of Odour to Molecular Structure. Ray- 
mond Delange (Bull. Soc. chim., 1922, [iv], 33, 589 — 630). — Report 
of a lecture. An extensive bibliography is appended. H. J. E. 

Odour Value Analysis. W. G. Uncerer and R. B. Stoddard 
(Ungerer's Bull., 1922, 3, 7 — 10). — It is suggested that odour is 
the response of the olfactory nerves to intcrmoiccular vibrations, 
of a magnitude such that they can scarcely be detected. Every 
pure substance is assumed to have a specific rate of vibration, 
which may or may not be within those limits which produce the 
sensation of odour. Support is claimed for tjiis theory from the 
fact that practically all substances having a perceptible odour are 
chemically unsaturated. The conception also explains the effect 
of impurities of characteristic hut not powerful odour in modifying 
to a profound degree the odour of other substances which, in a 
pure state, may become almost odourless. Chemical Abstracts. 

Chemical Composition of Amniotic Fluid. A. Labat and 
M Favreau (J. mid . Bordeaux , 1921, 92, 341 — 342; from (ham. 
Zentr., 1922, i, 210; cf. Uyeno, A., 1920, i, 201 — 202 ).— The authors 
give the following data for the composition of amniotic fluid : dry 
matter, 13*30%; organic matter, 6*56%; ash, 6 81 % ; sodium 
chloride, 5*25%; protein, 2*40% ; urea, 0*28%. Dextrose was 
found occasionally in small quantities. An increase in dry matter, 
salts, and protein is, found during pregnancy. G. W. K. 
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Quantity of Combined Carbonic Acid in Cerebrospinal 
Fluid. E. Tokitoka and K. Ogasawara {Japan Med. World , 
1921, 1, 6; J • Aroer. i/ed. Assoc., 78, 387).— In the spinal fluid 
of healthy women the combined carbon dioxide averaged 63 vol. %. 
In the venous blood the carbon dioxide averaged 54*4 vol. %, 
and is decreased after starvation. In cancerous women, the 
carbon dioxide was about 3 vol. % in the spinal fluid and 4*7 
vol. % l ess hhe blood than in normal women. 

Chemical Abstracts. 


The Influence of the Concentration of Sugar on the 
Synthesis of Glycogen. Stefan Ederer ( Biochem . Z., 1922, 
130, 294—298). — Experiments, in vitro, with dog’s liver pulp, 
on the change of glycogen content with time in presence of various 
concentrations of dextrose show that glycogen disappears. The 
fall of glycogen content is inhibited to a large extent by addition 
of sodium oleate. The glycogen-dextrose balance in the blood is 
therefore not governed by the law of mass action. H. K. 


Unsaponifiable Constituents (Higher Alcohols) of Shark 
and Rayfish Liver Oils. II. Yoshiyuki Toyama ( Chem . 
Vmxckaii, 1922, 29, 237 — 240, 245—247 ; cf. Tsujimoto and Toyama, 
Ibis vol, i, 297). — The liver oil of Cklamydoselachus an guimus 
gave the following constants : df 0*8747— 0*888o ; acid number, 
023—0*66; saponification number, 93*4 — 116*5; iodine number 
(Wijs), 112*1 — 136*3; ri*° 1*4703 — 1 4725; unsaponifiable substances, 
37 06 — 51'6o % ; acid number of the fatty acids, 182*8 — 189*8 ; 
iodine number of the fatty acids, 77*6 — 99*7 ; polybromide number 
of the fatty acids, 4*80 — 5*58. The principal constituent of the 
unsaponifiable substances is oleic alcohol. Squalene is also present 
together with small amounts of cetyl alcohol and cholesterol. 

The oil from the liver of Scymnorhinw s licha has d If 0*8890; 
acid number, 0*20; saponification number, 98*1; iodine number, 
Ml ‘5; w 20 1*4791 ; unsaponifiable substances, 48*51%, It contains 
30% of squalene and selachyl and batyl alcohols. 

Oil from the liver of CentroscylUum Bitten has rf 1 / 0*8917; acid 
number, 5*10; saponification number, 92*1; iodine number, 213*7; 
ft 20 1 4812; unsaponifiable substances, 53*06%. The unsaponi- 
Iiable substances contain squalene, selachyl, and batyl alcohols. 

Oil from the liver of Galcocerdo tigrinus has d\' 0*9108; acid 
number, 0*20; saponification number, 174*0; iodine number, 75*2; 
h 20 14680; unsaponifiable substances, 11*48%, consisting almost 
entirely of selachyl and batyl alcohols. 

Oil from the liver of Hept ranch ias dcani has dj, 5 0*9162; acid 
number, 0*36 ; saponification number, 174*9; iodine number, 118*5; 
ft 20 1*4734; unsaponifiable substances, 12*08%, consisting principally 
of selachyl and batyl alcohols. 

Oil from the liver of Centropkorus sp. contains 49*7% of squalene 
and has d 1 * 0*8767 ; acid number, 0*22 ; saponification number, 
54*0 ; iodine number, 259'8 ; ft 20 1*4860; unsaponifiable substances, 
d*38% containing, besides squalene, selachyl, and batyl alcohols. 

Oil from Zameus squamulosus and Centtoscymmis owstonii contains 
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42-9% of squalene and has d v i 0*8816; acid number, 0-88- 
saponification number, 70*9; iodine number, 225*0; n 20 H825- 
unsaponifiable substances, 57*17% including squalene, selachyl, and 
batyl alcohols. t ^ W. R. 

Autolysis. VIII. The Nature of the Autolytic Enzym es , 
H, C. Bradley ( J . Biol. Chem., 1922, 52, 467 484 ) . — J )er nby 
(A., 1917, i, 500; 1918, i, 464) has described the autolytic 
enzymes as closely related to pepsin, trypsin, and ereprin, ami 
has suggested that a mixture of these three enzymes is responsible 
for the autolysis of tissue. In the present paper, objection is taken 
to the application of these terms, which connote definite properties, 
to other proteases, unless these can he shown to have closely similar 
properties. The presence of erepsin (or the ereptases) in tissue is 
conceded; evidence, however, is advanced to prove the absence 
of both pepsin and trypsin. Thus, autolysis of liver or kidney 
occurs most rapidly in acid mixtures, the optimum Pn being 4*0 
to 4*5, and is practically inhibited at Pn 8- Yet in the presence 
of trypsin the digestion of these organs resembles autolysis of the 
pancreas and proceeds most favourably at the last-named P H 
value. It is evident that trypsin is absent from both liver and 
kidnev. The absence of pepsin is more difficult to prove, since 
the action of this enzyme, like autolysis, is favoured by acidity. 
Addition of pepsin, however, to fresh tissue mixture (kidney or 
liver) at acidities from P n 6*30 to 1*18 increases autolysis in every 
case, but the increase is smallest at the optimum for autolysis 
alone. Moreover, by estimating the amount of primary cleavage 
by the tyrosine reaction of Folin and Denis (A., 1912, ii, 1012 ), 
it is found that, whilst the action of the liver protease is inhibited 
at P H 2-6 +, that of pepsin not only continues at this acidity but 
also proceeds most rapidly at Ph l*2-f . 

The hypothesis of the autolytic mechanism previously advanced 
(A., 1916, i, 582) is now extended. At an average P u of 74, the 
tissue proteins are present as salts of sodium, potassium, and 
calcium, and in this form are not digested by the autolytic enzymes, 
With the development of acidity, however, free proteins or acid- 
protein salts are formed which then undergo cleavage, under the 
influence of an enzyme which is designated. primary protease, into 
proteoses and peptones. The latter are then rapidly converted 
into amino-acids by the ereptase present in tissue. The last stage 
may take place in acid, neutral, or alkaline media, but acidity is 
essential for the conversion of the native proteins into peptone* 
(ef. Dernby, be. cit.). ^.S. 

The Distribution of Quinine Alkaloids in the Animal 
Organism. Eihtard Boeckek [Biochem. Z., 1922, 130, 312- 
320).— Quinine and optoehin solutions were injected into gumea- 
pigs and the quinine and optoehin content of the liver and lungs 
determined approximately by the turbidities produced in aqueous 
solutions of the extracted alkaloids by potassium mercuric iodine. 
There is preferential fixation of the alkaloids by the lungs^ 
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Cell Penetration by Acids. V. The Estimation of 
permeability Changes. VV. J. Crozier [J. Gen, Physiol , 1922, 
6 723-731}- — The behaviour was observed of strips of the pig- 
mented mantle tissue of a nudibranch (Chromodoris zebra) on immer- 
sion in solution of acids (for the most part dichloroacetic acid). 
It was found that the rates of penetration by acid and of outward 
diffusion of pigment bore no relation to one another. Both were 
facilitated on exposure of the tissue to tension, whereas the rate of 
acid penetration was accelerated by faradic stimulation and re- 
tarded by previous exposure to narcotics such as alcohol and 
chloroform. C. R. H. 

Energy Exchanges in Muscle. Otto Meyerhof (Pjliiger’s 
Archiv, 1921, 191, 128 — 183; from Chem. Zentr 1922, i, 153 — 154 ; 
of. this vol., i, 86, 87). — The “ fatigue maximum ” with frog muscle 
in a hydrogen atmosphere or in Ringer’s solution corresponds with 
about 0*35% of lactic acid (calculated on muscle weight). With 
large additions of carbonate-hydrogen carbonate mixture, the lactic 
acid is increased to 0-5% and the production of work is also in- 
creased. The isometric coefficient, K m that is, the tension per 
centimetre of muscle length per mg. of lactic acid, falls slightly. 
The “fatigue maximum” is conditioned by the concentration of 
lactic acid within the muscle. K m falls during ancerobic stimulation 
and during narcosis. The ratio of the product of isometric tension 
and muscle length to w'ork produced decreases with length of 
stimulus. The “work coefficient , M K a , that is, work produced 
per mg. of lactic acid, falls with increase of temperature and is 
smaller under serobic than under ana i robic conditions. The 
maximum potential energy developed in one stimulus is probably 
never more than 75% of the total energy. The relation between 
chemical and mechanical processes in the muscle of mammals is 
probably the same as in muscle of cold-blooded animals. 

G. \V. R. 

The Relation between the Endogenous Katabolism and 
the Non-protein Constituents of the Tissues. H. H. Mitchell, 
W. B. Nevens, and F. E. Kendall (J. Biol Chem., 1922, 52, 417— 
437). — Analyses were made of the tissue of rats maintained both 
on normal and nitrogen- and sulphur-free diets. The concen- 
tration of amino-nitrogen and of total non-protein nitrogen and 
sulphur was found to be approximately constant, whil^ the value 
for creatine was slightly higher in the animals on the normal diet. 
Based on these observations, the view is advanced that the non- 
protein nitrogenous and sulphur-containing constituents of the 
tissues serve some special function in the organism other than that 
of intermediaries in protein metabolism. The endogenous kata- 
bolism represents the breaking down, not of tissue protein, but 
of these substances, which are replaced, normally, from exogenous 
sources. Only when the latter fail is replacement made by dis- 
integration of body proteins. The conception that protein disin- 
tegration is an essential part of cell activity is # thus dispensed with, 

VOL. CXXTI. i. i i 
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Creatine, present in the tissues, is an end-product both of end 
genous and exogenous metabolism ; hence its slightly higher valu* 
in the case of the rate on a protein diet. These views are discussed 
in relation to the literature of the subject. E. S ° 

Barium in the Viscera. K . Baumann ( Z \ Unters. jy^ r 
Genussm., 1922, 43, 383). — A pudding which caused the death of 
a man through barium poisoning was found to contain 2*34% 0 f 
barium carbonate. The following quantities of barium sulphate 
were found in the organs : stomach, liver, and kidneys, 40*0 me . 
urine, 29*0 mg. ; intestines, 65-0 mg. ; heart, lungs, and spleen’ 
1 1*5 mg.; total, 145 5 mg. No barium could be detected in the 
blood. Three other persons who had eaten of the same pudding 
suffered from vomiting and diarrhoea, but recovered on the following 
day. H. C. R. 8 

Constituents of the Japanese Common Earthworm. Ip 

Yoshihartt Murayama and Shinjir6 Aoyama (J. Pham. Soc 
Japan , 1922, 482 — 492; cf. A., 1921, i, 477). — From the hot water 
extract of the dried earthworm [Perichaeta communisinca , Lum* 
brims Spenceri ) the following substances were isolated : xanthine 
OTOO%, epiguanine 0163%, adenine 0-078%, guanidine 0-023°/ 
lysine 0*250%, choline 0-004%, alanine 0*031%, valine 0-237%’ 
leucine 0-464%, and phenylalanine 0*025%. Histidine and arginine 
were not definitely proved to be present. K. K. 

The Presence of Amino-acids in Milk. C. Viale [Biochim. 
terapia sper 1921, 8, 321 — -324). — Fresh cow’s milk which did not 
contain nitrogen as ammonia had an average content of 8-6 mg. of 
amino-nitrogen per 100 c.c. The amino-acids of milk (tryptophan, 
cystine) do not depend on the presence of a tryptic enzyme, hut are 
secreted by the mammary glands. Chemical Abstracts. 

Elimination of Iron in Urine. Franz Kisch (Wiener Arch, 
inn. Med., 1922, 3, 283 — 296). — The amount of iron eliminated 
in the urine is not an index of the amount of destruction of the 
erythrocytes in the body, as the urinary iron may be increased to 
a marked degree in pathological conditions in which there is either 
no, or only a slight, increased destruction of erythrocytes, as in 
chronic nephritis, catarrhal icterus, myeloid leucaemia, and amyl- 
oidosis, and, on the other hand, in conditions in which there is a 
marked increased destruction of erythrocytes as in pernicious 
anaemia, tne urinary excretion of iron may be smaller than in 
diseases with no increased destruction of erythrocytes. The 
urinary elimination of iron is markedly increased in all patho- 
logical conditions in which a functional injury to the reticuloendo- 
thelial system is present or at least probable. The urinary* elimin- 
ation of iron in general shows no change after the intravenous 
injection of iron. In one case, however, after splenectomy, an 
intravenous injection of iron was followed by an increased excretion 
of iron, indicating that the spleen plays a role in intermediary iron 
metabolism, * Chemical Abstracts. 
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The Presence and Detection of Tyrosine in Urine. 0. 

ScHUMMand A. Papendieck (Z. physiol Chem ., 1922, 121, 1—17).— 
Tvrositie can be detected by the Frerichs-Stadeler method in normal 
r pathological urines in quantities of 0-2 gram in 400 c.c. of urine, 
and by Lippich’s method in quantities of 0-01 — 0-02 gram in 
100 c c. of urine. In a number of cases of icterus, no tyrosine was 
nresent. Tyrosine was sometimes although not always present in 
cases of acute yellow atrophy. Sometimes in the absence of 
tvrosine, crystals resembling tyrosine were obtained. Being, how- 
ever easily soluble in water, and giving a blue colour with phos- 
>io tungstic ac id. and sodium carbonate solution, and showing no 
Millon’s reaction, they were identified as disodium urate. 


Hydrogen-ion Concentration of Human Faeces. C. S. 
Robinson («/. Biol. Chem., 1922, 52, 445 — 466). — The reaction of 
human faeces is neutral (P H 7-0 to 7-5) in normal subjects, but 
usually becomes acid under the influence of laxatives. The acidity is 
apparently regulated in the intestine, variations in the reaction being 
due to a physiological factor rather than to bacterial action. E. S. 

Sensory Stimulation by Alcohols and Chlorohydrins. 
Marian Irwin (Amer. J. Physiol, 1922, 59, 151 — 154; 1922, 
gQ 270 — 273). — The effect of saturated monohydric alcohols on 
the sensory mechanism of the worm Allolobophora foeiida, and their 
anaesthetic power are in the following order : methyl < ethyl < tert.- 
amyl < n-butyl < isoamyl < w-amyl. Experiments with allyl alcohol, 
ethylene chlorohydrin, glycerol monoclilorohydrin, ethylene glycol, 
and glycerol show that increase in the number of hydroxyl groups 
results in a diminution of stimulating efficiency, whilst a great 
increase in efficiency results when a hydroxyl group is replaced 
by a chlorine atom, an effect which is independent of hydrogen-ion 
concentration. Chemical Abstracts. 


[Pharmacological Action of] Cinchona Alkaloids. Hugh 
W. Acton (Lancet, 1922, 202, 124 — 128). — The pharmacological 
action of the cinchona alkaloids is dependent on three factors in 
the complex alkaloidal molecule (annexed formula) : (1) The 

xr pyj grouping of the quinuclidine sys* 

,, 5 tem around the asymmetric carbon 

j Y ] / \ atom at position 2', as shown by 

Rl i J CH ( r iI » CIIR' their optical rotation. The dextro- 

'' <3 ,J I | rotatory alkaloids (named the “cin- 

CH(OH)— CH uu * CH 2 choninc series f ’) are more powerful 

< 4) \ / in their effects in toxicity on mice 

and paramcpcium, on inhibiting the 
action of enzymes, on blood pres- 
sure and uterine muscle than the laevorotatory alkaloids (named the 


cinchonidine series ”), which are more powerful in their local anaes- 
thetic effects. (2) The vinyl group (R') in the quinuclidine system. 
The natural alkaloids are slightly more toxic to paramcecium than the 
hydroalkaloids. The hydrogenation of the vinyl group to the ethyl 
group in the hydro-alkaloids renders these alkaloids more difficult 

i i* 
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to oxidise, and they are accordingly not so easily broken down 
by the body-tissues. They are more toxic to mice, inhibit enzym e 
action, and cause a greater fall of blood pressure and uterine eo n . 
traction than the natural alkaloids. (3) The group, R, occupying 
position 6 in the quinoline ring. The higher members of both 
series of the hydro-alkaloids are more toxic to mice, pararacecium 
bacteria, and leucocytes, and are more powerful as local anes- 
thetics. This action is not maintained on blood pressure, uterine 
muscle, and inhibition of enzyme action. A. A. E. 

A New Hypnotic of the Barbituric Acid Series : Ethyl- 
butylbarbituric Acid. Paul Carnot and Marc Tifeeneau 
{Compt. rend. , 1922, 175, 241— 244).— A pharmacodynamical and 
clinical study was made of a new series of unsymmetrically disub. 
stituted barbituric acids. The hypnotic powers referred to that of 
diethylbarbituric acid (veronal) as 10, were as follows : methyl- 
ethylbarbituric acid 5, ethylpropylbarbituric acid 20, ethylbutyl- 
barbituric acid 30, ethyl&obutylbarbituric acid 30, ethylwoamyl- 
barbituric acid 30, ethylheptylbarbituric acid 25. As in the sym- 
metrically disubsti tuted series, the members containing 10 and 11 
carbon atoms are the most active, and the ethylbutyl derivative 
appears particularly suitable for therapeutic use on account of its 
greater solubility in water, which renders it rapid in action and 
quickly eliminated. The toxicity of this derivative is proportional 
to its hypnotic activity, 0T8 gram per kilo, weight of animal 
being a lethal dose for a mouse, compared with 0-54 gram of veronal. 
The normal human dose is 0-05 — 0*1 gram subcutaneously, and 
0-1 — 0*2 gram per os. G. F. M. 

Arsenical Poisoning and the Distribution of Arsenic over 
the Human Body. H. Schellbach (Z. Unters . Nahr. Genussm.y 
1922, 43, 351). — The distribution of arsenic over the body, assuming 
the weights of the various organs to be normal, in a case of death 
from arsenical poisoning is calculated as follows: lungs, 6-1 mg.; 
kidneys, 10*5 mg.; liver, 51-6 mg.; brain, 3*1 mg. expressed as 
As 2 0 3 . The total arsenic taken is estimated as 1 gram of As 2 0 3 . 
The greater part of this was removed from the body again by 
vomiting and diarrhoea. H. C. R. 

Strychnine. Soma Weiss and Robert A. Hatcher ( J . Pham. 
Expt. Ther .. 1922, 19, 419 — 482). — A minimal dose of 0*15 mg. per 
kilo, body weight of strychnine sulphate produces marked physio- 
logical effects on frogs. A method of extraction of strychnine from 
tissues is described by which, in conjunction with a physiological 
test on frogs, it is claimed that as little as 0-5 mg. of strychnine 
in the blood of an adult human being can be detected. Strychnine 
when added to blood is partly adsorbed by the blood corpuscles 
(or their stroma after haemolysis), the proportion adsorbed increasing 
with increasing concentrations of strychnine. 

Strychnine is primarily destroyed by the liver, the kidney only 
excreting traces which have escaped such destruction. 
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Increased Velocity and Intensity of Action of Groups of 
poisons or Active Drugs on Bacteria and Tadpoles produced 
w Variation of the Degree of Acidity or Alkalinity, Richard 
hABES (Biochem. Z., 1922, 130, 14 — 24). — The toxicity of alkaloidal 
salts to staphylococci and to tadpoles is the more pronounced the 
greater the alkalinity of the solution, but the toxicity of sodium 
salts of active acids, for example, benzoic and salicylic, increases with 
increased acidity, whilst neutral substances, for example, acetanilide 
and urethane, act independently of the degree of acidity. 

H.K. 

Formation of Indole, and Indole Reactions. Behaviour 
of Indole-negative Bacteria. Walt her Frieber (Zentr. Bah. 
Parasitenkunde , 1921, 87, 254 — 277; from Chem. Zentr. , 1922, 
i, 420). — In an investigation of the formation or non-formation of 
indole by bacteria, the principal reactions for indole were examined, 
using indole, indole derivatives substituted in the 2-position 
(2-methylindole, indole-2-carboxylic acid), indole derivatives sub- 
stituted in the 3-position (scat ole, p-indole aldehyde, indole-3-acctic 
acid, indole-3-pyruvic acid, indole-3 -ethylamine, indole- 3 -alanine, 
indole-3-glycyIalanine), and indole derivatives substituted in the 

2- and 3-positions (indole-2 : 3-dicarboxyJic acid, 2-methylindole- 

3- alaninc, indoxylcarboxylic acid, isatin). The sodium nitro- 
prusside reaction is the most specific, being given only with the 
free indole nucleus. The Ehrlich reaction (p-dimethylaminobenz- 
aldchyde), the vanillin, and the naphthaquinone reactions only 
require the 3-carbon atom to be free, whilst the Salkowski reaction 
only requires the 2-carbon atom to be free. 

All indole-negative bacteria give the positive Salkowski reaction, 
probably on account of the formation of indole-acetic acid. The 
decomposition of tryptophan by indole-positive bacteria is probably 
accomplished in two stages with indoleacetic acid as an inter- 
mediate product. In the presence of easily assimilable carbon 
compounds, indole-positive bacteria may only perform the first 
stage of tryptophan decomposition. It is unnecessary to assume 
ait inhibition of proteolysis by carbohydrates. Xo inhibition of 
the formation of indoleacetic acid by indole-negative bacteria is 
shown by carbohydrates. Of the bacteria hitherto described as 
indole-forming, a large number form indoleacetic acid only. 

G.W.R. 

Bacteria Fermenting Lactose, and their Significance in 
Water Analysis. M. Levine {Iowa State Coll . Agric., 20, [31], 
Bull' 62). — A critical review of the methods of detection and 
classification of the colon group of organisms is given. Recent 
pollution of water is indicated much more certainly by the presence 
organisms typified by Bacillus coll than by B. aerogenes or 
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Clostridium enteritidis sporogenes. The latter are not considered 
as characteristic of the intestinal tract and, moreover, persist in. 
water for considerable periods. A. G. p. 

The Beneficial Action of Charcoal Suspensibns and other 
Substances with large Surface Development, such as Col- 
loidal Silica, Ferric Phosphate, and Agar-Agar, on the Form- 
ation of Fermentation Gases by Bacillus c oli in Protein-fr ee 
Nutrient Media. Richard Labes (Biochem. Z., 1922, I30 f 
1—13). — Finely divided substances of the type named exert a 
marked beneficial influence in weakly alkaline or acid protein, 
free nutrient media on the growth of Bacillus coli by preventing 
the detrimental supersaturation of the solution with gaseous 
products of fermentation. H. K, 

Formation of Phenol by Bacteria. Fritz Sieke (Z. Hyg 

1921, 94, 214 — 223; from Chem. Zentr 1922, i, 472). — Phenol is 
formed from the degradation of tyrosine with the removal of the 
alanine side-chain by bacterial action. Experimental conditions 
for the culture of phenol-forming bacteria and the morphological, 
cultural, and serological behaviour of Bacillus coli phenologenes, 
and B. paracoli phenologenes arc described. Varieties of B. coli 
capable of forming phenol are widely distributed. Indole formation 
appears to be associated with phenol formation. G. W. R. 

Formation of Bacterial Toxins. II. Diphtheria Toxin. 

L. E. Walbum (Biochem. Z., 1922, 130, 25 — 67). — The optimum 
temperature for the growth of diphtheria bacilli is 34° and the 
optimum P n 7*0. The temperature limits of growth are 20° and 
42° and the limits of P n 5*2 to 8*9. Diphtheria toxin is completely 
destroyed after six days at 37 3 if the solution is more acid than 
P„ 5-5 or more alkaline than P H 9 3. The optimum P n for obtain- 
ing the toxin is between 7-2 and 7-6. The optimum temperature for 
toxin formation is 36°. The most suitable medium for preparation 
of toxin is calf’s flesh broth with peptone. The addition of small 
amounts of manganous chloride has a marked beneficial action 
on toxin formation in many cases. H. K. 

The Utilisation of Dextrose by the Tubercle Bacillus. 

C. J. Gamble and Margaret C. Herrick (Amer. Rev. Tuberculosis, 

1922, 6, 44 — 50). — Five strains of Bacillus tuberculosis , two human, 
two bovine, and one avian, consumed dextrose from a liquid 
medium of 2% dextrose and 0*8% dehydrated broth to the extent 
of from 12% to 80% (130 to 900 mg.) of the amount originally 
present (50 c.c.) when estimated by Folin’s colorimetric method 
for blood-sugar (A., 1919, ii, 308; 1920, ii, 337) slightly modified 
The amount consumed runs closely parallel to the amount o 
growth recorded. No differences in the rate of consumption oi 
dextrose by the different strains were detected. 

Chemical Abstracts. 
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peptase, Lipase, and Invertase of Hsemolytic Streptococcus. 

p A Stevens and Randolph West (J. Exptl. Med., 1922, 35, 
823 ^ 46 ; cf. Proc. Soc. Exptl. Biol Med., 1921, 18, 234).— A 
niethod is outlined by which the enzymes of hsemolytic strepto- 
coccus can be ^extracted with comparative ease. The pcptolytic 
enzyme is active between p n 4*4 and 8-7 with an optimum action 
at pa 7*2. It is destroyed in neutral phosphate solution at a 
temperature of 57° continued for ten minutes and at p„ 5-0 deterior- 
ates slowly at 37°. Concentration experiments with solutions 
of the enzyme have shown that it resembles other enzymes. It 
is exceedingly susceptible to chloroform and its action is inhibited 
by gentian-violet. Casein is attacked, but serum-albumin is not 
digested after three days at 37°. The invertase is active between 
approximately pu 5*0 and 8-0 with an optimum at p n 7*0. It is 
destroyed by a temperature of 52° continued for ten minutes at 
p n 7-0 or after six hours at 37° at p i{ 5-0. At this acidity it is more 
susceptible to heat than the peptase. The lipase is active above 
jj, T 5-6. The greatest activity was observed at pn 7*9. It is com- 
pletely destroyed after heating above 05° for ten minutes and 
resembles the invertase in its susceptibility to acid. 

Chemical Abstracts. 

Is the Undecomposed Hydrogen Peroxide or the Oxygen 
Split from it the Carrier of Disinfecting Action ? A. Muller 
{Z. H?jg 1921, 93, 348 — 371). — Experiments with Bacillus coli 
in the presence of varying amounts of catalase show that the 
bactericidal action of hydrogen peroxide is a property of the 
hydrogen peroxide itself, and not of the oxygen liberated from it. 

Chemical Abstracts. 

Antiseptic Action of Acr aldehyde. Albert Berthelot 
(Rev. hyg., 1922, 44, 19—19). — Experiments on Bacillus coli , 
B. mesentericus mlgatus, B. subtilis, and Staphylococcus aureus 
showed that acraldehyde (stabilised by the addition of 0-2% of 
catechol) both in aqueous solution and as a vapour, is inferior 
to formaldehyde in its germicidal and inhibitory powers. 

Chemical Abstracts. 

The Action of Sublimate, Phenol, and Quinine on Yeast. 

Georg Joachimoglu (Biochcm. Z., 1922, 130, 239—248). — 
From measurements of the loss of weight due to carbon dioxide it is 
found that the growth of yeast is inhibited by mercuric chloride 
over the dilutions examined between 1 in 66,000 and 1 in 1,200,000 ; 
by quinine hydrochloride at dilutions between 1 in 360 and 1 in 
675, but not at higher dilutions ; by phenol at 1 in 1000, but not 
at 1 in 10,000. The so-called Amdt-Schulz law r , that small quan- 
tities of a poison act in an opposite sense to large quantities, fails. 

H. K. 

The Occurrence of Emulsin in Succharomycetes and the 
Existence of a Specific Enzyme Cellobiase. J. Groexewege 
{Medcdeel. Algemeen Proef station voor den Landbouw., 1921, No. 9, 
1—12), — A new species of yeast, Willih javanifa, isolated from the 
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flora developing on moist caoutchouc and capable of splitting 
amygdalin into glucose, benzaldehyde, and hydrogen cyanide ig 
described. Pure cultures are easily propagated on usual yeast 
media; it ferments glucose, lsevulose, mannose, sucrose, and 
raffinose, but not galactose, maltose, lactose, or cellobiose. Culture 
mediums containing 1% of the glucosides to be investigated were 
inoculated with the organism and incubated at 33°. After one 
to two days active splitting was demonstrated in the case of 
amygdalin, arbutin, sesculin, and salicin by tbe end-products 
formed. Fermentation of the glucose liberated occurred in the 
case of amygdalin and seseulin, but was soon inhibited in the case 
of the former by the toxicity of the benzaldehyde and hydropen 
cyanide formed. By filtering cultures of the organism, drying 
over calcium chloride, and grinding to a fine powder, a powerful 
emulsin preparation is obtained which, in respect to purity, 
activity, and cost, is superior to present commercial preparations. 
Since W. javanica does not ferment cellobiose, the conclusion is 
that this disaccharide is not hydrolysed by emulsin as its com- 
ponent glucose would be fermented. The power of hydrolysing 
cellobiose, previously attributed to emulsin, must therefore be 
ascribed to a specific cellobiose occurring as an impurity in ordinary 
emulsin preparations. It is probable that traces of emulsin reported 
in brewer’s yeast are due to the presence of species of Willia. 

Chemical Abstracts. 

The Fermentation of Glycerol in Presence of Sulphur. 

IIans Muller and Leo Muller ( Hdv . Chim. Acta, 1922, 5, 628— 
629). — Tn the fermentation of dextrose, the presence of sulphur 
has the effect of oxidising or dehydrogenating the glycerol, probably 
according to the equation C 3 H 8 0 3 +S“C a H g 0 3 +H 2 S. In presence 
of sulphur, glycerol is readily attacked by yeast with evolution 
of carbon dioxide and hydrogen sulphide. The results are of 
interest in connexion with Nenberg’s investigations of fermentation 
accelerators (A., 1921, i, 81). E. H. R. 

The Chemistry of the Higher Fungi. XV. Chemical 
Relations between the Higher Fungi and their Substrate. 

II. Rc dolf Hasexohrl and Julius Zellnkr (Momt-sk. } 1922, 
43, 21- 41 ; cf. A., 1910, i, 886; 1921, i, 212).— In previous papers 
(A., 1914, i, 913; 1920, i, 131), the physico-chemical characteristics 
of heterotropic phanerogams were to a certain extent elucidated, 
and an attempt is now made to apply these results to the higher 
fungi, making use of old and new experimental data. The water 
content of a fungus is generally higher than that of its substrate 
or host. The composition of the mineral matter in fleshy fungi is 
very similar to that in phanerogams, potassium and phosphate 
being the principal constituents, calcium low, often less than the 
magnesium, sodium very low, except perhaps in some manure 
fungi, and iron always present, although sometimes in very small 
quantities. Precisely what elements are necessary to fungus 
growth, it is difficult to say; certainly potassium and phosphorus, 
but calcium is doubtful. Tfie constitution of the substrate appears 
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not to influence the composition of the ash in fleshy fungi. Data 
concerning the ash constituents of woody and leathery forms are 
scanty, and new ash analyses arc given of the following : Poly- 
stidus microlorm (Levier), Polyporus fommturms, L., P. borealis , 
and Auricular m rncsenterica, hr. these differ in some respects 
from the fleshy forms in that potassium is lower and calcium higher. 
In Trametes suaveohns, Polyporus ignarius , and P. fomentarius 
calcium sulphate is specially high, and Polystictus microloma is ex- 
traordinarily rich in sodium chloride. In general, the fungi contain 
a high proportion of soluble salts, which are necessary to maintain 
the high osmotic pressure required in the sap of plants containing 
a high percentage of water. A number of experiments were made 
to compare the osmotic pressures in different fungi and their hosts, 
the osmotic pressure being calculated from the analytical figures ’ 
assuming the soluble substances present to be dissolved in the 
total water content. In almost every case, the osmotic pressure 
of each soluble constituent was higher in the fungus than in the 
host. In a number of cases, the osmotic pressure was determined 
from the freezing-point depression of the pressed sap or of an 
aqueous extract of the fungus reduced to the same concentration as 
the sap. When the results were compared with isotonic solutions 
of mannitol and potassium nitrate, it appeared that the mineral 
constituents found in the ash were far from sufficient to account 
for the high osmotic pressure of the sap. The discrepancy may 
he accounted for if a large proportion of the water in the sap, up 
to 80%, is combined with colloids as water of hydration. It is 
concluded that the physical and chemical characteristics of the 
phanerogams are common to the higher fungi. 

In connexion with the problem of the manner in which the 
material of the host is made available for the nourishment of the 
fungus, experiments were made with the object of detecting cellu- 
lose- or lignin-splitting enzymes in a number of fungi, including 
Polyporus igniarius, P. kimitus, Tmrndes suaveolens, Leuziies 
sepiaria, and Ar miliaria melha, but without success. Analyses 
were made of a specimen of oak on which P. ignarius had been 
parasitic. The oak had lost 74% of its weight, as shown by its 
specific gravity, yet although it had lost the whole of its starch, 
sugar, and tannin, its composition was otherwise not different from 
that, of healthy oak, showing that the material of the oak was 
taken up equally by the fungus. E. H. R. 

The Arsenic Content of some of the Marine Alg®. A. J. 

Jones (Pkarm. J 1922, 109, 80 — 87). — Alga; generally appear 
to contain a certain proportion of arsenic, varying from about 
D'01% in the coarser varieties such as Laminaria and Fucus sp. to 
as little as 0-0005% in the so-called edible seaweeds such as " Irish 
moss ” (Ckondrus crispus), the above percentages being calculated 
on the air-dried weed. 1 Q, F. M. 

Influence of Calcium on the Utilisation of the Reserve 
Material during- the Germination of Seeds. L. Maquenne 
and E. Demoussy (CompL rend., 1922* 175, 249— 252).— In order 
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to determine whether the favourable influence of calcium salts 
on germination was due to an activation of the hydrolytic enzymes, 
or of the enzymes concerned in what may be described as the 
synthetic phase of germination, the juice of the germinating seeds 
of maize, wheat, radish, etc., was examined refractometrically f or 
their soluble contents. It was found that calcium salts were 
practically without influence on the dissolubility of the reserve 
food material. An analysis of the juice of germinating maize, 
with and without calcium salts, indicated a smaller total amount 
of dissolved solids in the former case, although the ratio of the 
amount of sugars present was slightly higher than the ratio of 
the other constituents, which might indicate a slight activating 
effect on maltase. The general conclusion is drawn that the 
favourable influence of calcium salts is specially directed to 
accelerating the action of the still unknown enzymes concerned 
in the synthetic phase, that is, the building-up of celluloses, etc., 
from the soluble food material of the juice. G. F. M. 

The Role of Manganese in Plants. J. S. McHargue (J. 
Ant 67 ". Chon. Soc. t 1922, 44, 1592 — 1598). Radish, Alaska garden 
pea, Canada field pea, cowpeas, lettuce, tomatoes, spinach, carrots, 
onions, garden beans, cabbage, wheat, oats, clover, and velvet 
bean®, when grown in a medium which did not contain manganese, 
made a normal growth for six or eight w r eeks, but thereafter 
developed a chlorotic condition and failed to make further growth 
of any consequence. The normal condition of the plants during 
the first few weeks of growth is accounted for by assuming that 
the manganese which the seed contained was sufficient to main- 
tain a normal metabolic process during this part of the plants 
growth, and that the chlorotic condition was a result of the lack 
of a further supply of available manganese. The first effect to 
be noted in the growth of plants from which manganese has been 
withheld is a lack in the development of chlorophyll in the newly 
formed tissues or the growing parts of the plant. This condition 
increases with time and finally results in the tips of the branches 
dying back and a cessation of further growth of any consequence 
in the plant. Leguminous plants appear to be more sensitive 
than non-legumes to lack of manganese, thus suggesting that 
manganese is concerned in nitrogen assimilation and the synthesis 

of proteins. ^ , . 

Apparently manganese plays the role of a necessary catalyst 
in plant metabolism, and together with iron functions in the 
synthesis of chlorophyll. 

The Relative Distribution of Carbohydrates in Foliage 
in its Dependence on Water Content. H. Schroeuer and 
Trude Horn (. Biochem . Z., 1922, 130, 165—1 98). -If detached 
leaves of plants be allowed to wither the starch content lai a 
much more rapidly than if the leaves be kept turgid by waten 
In the case of detached leaves of Tropaeolum tnajus kept in the aa , 
if starch be present the sucrose content increases with diramutioi 
the w F ater content and decreases as the water content mcrea 
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The sucrose content is independent of the content of hexoses if 
these be expressed in the form IaBvuIose-j~ dextrose. It is probable 
that the same happens in undetached leaves of plants. H. K. 

Antagonistic Ion Effects. Widar Brenner (Hyllningsskrift 
tiUdgnad Ossian Aschan , 1920, 36 — 44). — Experiments were carried 
out on cabbage leaves to show that the coagulation of a negative, 
hydrophile colloid by hydrogen-ions is counteracted by certain 
neutral salts. The kations investigated, in the presence of chlorine 
anion, have a counteracting influence in the following order ; 
Ca>Mg>K>Na. In connexion with nitrate ions the calcium-ion 
effect is greatly diminished and magnesium and potassium ions 
produce no effect. Chemical Abstracts. 

Effect of different Kinds of Solar Radiation on the Form- 
ation of Essential Oils in Plants. E. Canals (Bull. Sci. Ind . 
Roure-Bertrand fils , 1921, [iv], 3, 8—13; from Chem. Zentr., 
1922, i, 580 — 581). — Plants of Thymus vulgaris were grown under 
glass of different colours. Plants receiving white and blue light 
were little different from open-air plants. With red light, however, 
growth was altered and flowering inhibited. The essential oil 
from plants under red light contained 25-5% of thymol, from 
plants under blue light 3G% of thymol, and under white light, 45% 
of thymol. The oil from open-air plants contained 52-5% of thymol. 
The thymol content of the oil decreases with the decrease in the 
xerophilous character of the plants. G. W. R. 

Capsella bursa pasioris, Moench. R. Wasicky ( Ber . deut. 
Pharm. Ges., 1922, 32, 142—153). — In order to determine whether 
Capsella bursa pasioris can serve as an ergot substitute, capsella 
plants in all stages of development were collected in both an 
infected and a fungus-free condition. The plants w^cre extracted 
both with water and with alcohol of various concentrations, and 
fluid extracts Avere thus prepared from the whole plants and also 
after separation into their individual organs, such as leaves, stems, 
fruits, etc. Care was taken to avoid as far as possible any dis- 
turbing factors, such as high temperatures, infection, etc. The 
extracts were injected intravenously into rats, guinea pigs, and 
rabbits, and also into isolated frog's hearts and the intestines of 
rats, etc. It was shown that the action of the drug when free 
from fungus was only such as must be attributed to the potassium 
salts they contained. The fruits alone contained in addition 
choline or similar bases, but only in such quantity as to have a 
negligible influence on the therapeutic action. Infected plants 
had a more pronounced action probably on account of the presence 
of proteinogenous bases similar to those in ergot, but in any case 
the activity fell far below that of an ergot extract. Attempts 
to isolate acetylcholine according to the directions given by 
Boruttau and Cappenbcrg (A., 1921, i, 487) led to a negative 
result. It is maintained that the piatinic chloride method of 
evaluating capsella extracts (loc. cit.) and Griinme’s modification 
(A., 1921, ii, 720) are valueless, as the, precipitates do not consist 
of choline compounds at all, but are potassium salts. Clinical 
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experiments confirm the uselessness of capsella preparations for 
staunching uterine bleeding, and it is concluded that the drag 
is quite useless as an ergot substitute. G. F. M. 

Copal Oil, a New Fat of the Belgian Congo.. J. Pieraerts 
(Mai grasses, 1922, 14, 6094— 6097).— The most important source 
of copal oil is from the fruit of the Copaifera Dememe t. The con. 
slants of the oil are: d'" 09165 ; 14601 ; saponification 

number, 196*2; iodine number, 59*5; Reichert-Meissl number, 
0*67* Polenske number, 0*30; Hehner number, 94*6. A drying 
test made with the oil for one hundred and twenty days resulted 
in the major portion of the oil retaining its ongmal consistency. 
The change in weight did not exceed 0*01%. The constants of 
the fatty acids are : solidifying point, 42°; n 51 1*4488; neutrals 
ation number, 196*1 ; mean molecular weight, 286; iodine number, 
62*9* solid acids, 55%, liquid acids, 45%. The constants of the 
solid acids arc : solidifying point, 58*5 to 60° ; iodine number, 
40-2* neutralisation number, 1539; saponification number, 
171 2 The iodine number of the liquid fatty acids was 138*9. 

CheaMICal Abstracts. 

The Oils of Grape Seeds. The Solid Fatty Acids. Method 
of Separation of Stearic and Palmitic Acids. Emile Andbe 
(Compt. rend., 1922, 175, 107-1 09). -From the solid fatty acids 
obtained from the oil of grape seeds the author has isolated stearic, 
palmitic and melissic acids. The last-named acid probably comes 
from the waxy layer on the outer covering of the seeds. Palmitic and 
stearic acids may readily be separated for identification by fractional 
precipitation of their lithium salts from solution of the mixed 
acids in 95% alcohol. 

Purging Nut Tree Oil. L. (Mat. grasses , 1922, 14, 6099— 

qhe t re e Jatropha curcas, Linn., is related to the castor 

and croton oil plants. The dry seeds contain from 34 to 37% of 
oil The constants of three samples of oil from different localities 
varied as follows: d 15 , 0*9183 to 0*9207; saponification number, 
191 to 193' iodine number, 95*6 to 104*3; acetyl number, lb/ 
to 25*4* Reichert-Meissl number, 0*37 to 0*60; Polenske number, 
0*22 to 0* 9 4 Heating at 100° for twenty-two hours discolours 
the oil, and exposing to light and air for seven hours produces a 

slight drying. The cake contains purgative substances. 

Sllgni orymg. CHEMICAL ABSTRACTS. 

Nitrogenous Metabolism of the Higher Plants. II. 
The Distribution of Nitrogen in the Leaves of the Runner 
Bean. Albert- Charles Chibnall. (Biochem.J, RU, 

044 362 * cf A., 1921 , i, 482).— Extensive estimations have bee 

made of the nitrogen content of the leaves of the runner bean, 
particularly to determine seasonal and diurnal vamtionsandtT 
results of starvation. The results indicate the synbliesis of P^ ot the 
from nitric-nitrogen through monoanuno-nitrogen, and then ^ 
degradation of protein to other-nitrogen follow e y R 
location from the leaf. 
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The Energy of the Atomic Linkings in Saturated and 
Unsaturated Hydrocarbons. J. P. Wibaut {Iiec. tmv. chim 
1922, 41, 441 — 460).— A theoretical discussion in which it is 
pointed out that the energy of an cthylenic bond is, from thermo- 
chemical data, approximately 20 Cal. less Ilian double the energy 
of the single bond. A similar relation may be deduced for aromatic 
hydrocarbons, and also for partly reduced substances derived from 
them, although in this (-lass of compounds the difference between 
the energy of the two linkings is estimated at from 7 to 12 Cal. 
These deductions include accumulated errors, but are derived from 
a study of all the available data. From the work of Fajans (A., 
1920, ii, 354), it appears that the value of a single carbon linking 
is at least 70 Cal., therefore the smallest value for a double bond 
is about 120 Cal. and for a triple bond about ICO Cal. By the 
combination of two OH 2 groups to form C 2 H 4 , considerably more 
energy is evolved than by the combination of two CH 3 groups to 
form C 2 H 6 . No value of the carbon-hydrogen linking is taken 
into account in the above inferences, so" that the conclusions are 
drawn from the smallest value that can be assigned to a single 
carbon linking. It results from a consideration of the fact that 
the thermochemical data do not accord with the usual stereo- 
chemical view of the cthylenic bond, and its representation, by 
means of a state of strain existing between the two carbon atoms 
thus bound. H J E 

Preparation of Propylene in a Pure Condition. Max 

Trautz and Karl Winkler {J. pr . Chm., 1922, [ii], 104 , 44— 
52).— Propylene is prepared in very good yield by passing propyl, 
or, better, isopropyl alcohol over aluminium oxide or 4 ' graphit- 
tiegelmassc (ipatiev, A., 1902, i, 335) at 300', preferably under 
diminished pressure. It is purified by passing through a "receiver 
cooled in ice, then over calcium chloride and potassium hydroxide, 
through a vessel cooled in a mixture of toluene and solid carbon 
dioxide and finally over calcium chloride. Pure propylene has 
the following constants: vapour density, 0--2% higher than 
corresponds with the molecular weight ; d~f, 0-647 ; b. p. - 47-S°/750 
mm.; it does not solidify in liquid air; «n e yellow 1*00102. The 
specific volume of a mixture of cyc/opropane and propylene in the 
quid condition is additive, and thus the measurement of the specific 
o ume of such a mixture gives the proportion of the constituents. 

W. O. K. 


r/nW^ yl ‘rk Pentene ‘ H0RTENSK V AX RlSSEOHEM {Bull SoC . 
carhin J?'’ 31 ’ Dehydration of inethvldiethyl- 

ol by means of p-toluencsulphonic acid yields a mixture of 
VOL. cxxii. i. t “ J.J, 



i. 010 


ABSTRACTS OF CHEMICAL PAPERS. 


the two stereoisomeric y- methyl- A 7 -pentcnes which may he sep ar . 
ated iby fractional distillation. The following physical constant 
were determined : for the fraction b. p. 65*1 — 65*7°, 0*7*^^o- 

ng., 1*3974 ; ng,, 1*4058; «g T , 1*4108; n'£, 1*3097; for fraJtiou 
b. p. 69*9— 70-2°, 0*7022; ng a , 1*4047; n%, 1-4136 

1-4186; n%, 1*4072. It is claimed that this is the first separation 
of isomeric ethylenic hydrocarbons that has been effected. Both 
substances are transformed into methyl ethyl ketone on oxidation, 
with chromic acid. The action of bromine on each is merely 
additive, but aqueous hydrochloric acid acts on the fraction 
lower boiling pfiint as an isomerising agent. Like other ethylenic 
substances, these hexenes undergo spontaneous oxidation with 
formation primarily of peroxides and subsequently of aldehydic 
substances. H. J. p 

The Explosion of Acetylene and Nitrogen. II. Wnxu>i 
Edward Garner and Kichimatsu Matsuno (T., 1922, 121 
1729—1736). 

The Chlorination of n-Butyl Alcohol. H. Gault and R, 
Guillemet ( Compt . rend., 1922, 175, 367 — 309). — An experimental 
study carried out under various conditions, in presence of metallic 
iron together with control experiments in absence of the catalyst, 
shows that the proportion of alcohol unattacked by chlorine is 
greater in the absence of iron. Chlorination of the heated alcohol 
yields a smaller proportion of products of high boiling point; 
this is due to the fact that increase of temperature tends to 
the formation of acetals and thus at the higher temperature 
the fixation of chlorine is less complete. The mechanism of the 
reaction seems to depend in the first place on the oxidation of 
the alcohol ; this is followed by the conversion of tin*, aldehyde 
into an acetal by the hydrochloric acid which is formed simul- 
taneously. Four substances are produced in quantity, one of 
which, b. p. 138 — 140 '/ 15 mm., has been studied. It appears to 
be a dibutyl acetal of a dichlorobutyraldehydc and forms 60—70% 
of the total yield. Little effect is produced on it by hydrolytic 
agents ; concentrated sulphuric acid decomposes it almost quanti- 
tatively into n-butyl alcohol. Oxidation by chromic acid in acetic 
acid solution yields butyl acetate or, in dilute aqueous solution, 
butyl butyrate, and in both cases a butyl dichlorobutyrate of 
b. p. 110715 mm. Acetic anhydride yields butyl acetate. The 
authors conclude that the two atoms of chlorine that are fixed 
form part of the aldehyde chain, and they assign to the compound 
the formula O^gCbfO-CHn-C^-CH^-CHj^. H. J. E, 

Derivatives of Trihalogen t ert . -Butyl Alcohols. IV. The 
Benzoyl Ester of Tribromo-fcrf.-butyl Alcohol or Brometoue 
Benzoyl Ester. T. B. Aldrich and Julia E. Bla.nser [J. 
Amer. Che.m. Soc., 1922, 44, 1759—1762; cf. A., 1916, i, 115; 
1917, i, 77; 1919, i, 62; 1920, i, 611). — Bromtlone benzoate [tri- 
bromQ-teTt.-butifl benzoate], monoclinic crystals, m. p. 90°, is pre- 
pared in excellent yield when molecular proportions of benzoyl 
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chloride and tribromo-ferf. -butyl alcohol are heated together on 
a water-bath until hydrogen chloride ceases to be evolved-. It is 
not readily saponified. In striking contrast to brometone, the 
halogen atoms are not readily removed by treatment with sodium 
hydroxide solution. Its insolubility probably accounts for its lack 
of physiological action. The interaction of the trihalogeno-fert.- 
butvl alcohols with the three nitrobenzoyl chlorides leads to the 
formation of the corresponding nitrobenzoates ; the meta-com- 
pounds are also obtained by treatment of the parent esters with 
concentrated nitric acid. The following substances are described : 
frkhloro-tert.-butyl o-nitrobenzoate , monoclinic plates, in. p. 91 ° 
m -nitrobenzoate, monoclinic plates, in. p. 87°, p -nitrobenzoate, flat 
needles, m. p. 145°; tribrorno-tert.-butyl o-nitrobenzoate, monoclinic 
plates, m. p. 97°, m-nitrobenzoate, flat needles, m. p. 121°, p-nitro- 
benzoate , needles, in. p. 148°. The esters arc not as active physio- 
logically as the alcohols from which they are derived, possibly 
owing to their insolubility in water. ’ yj yy J 


The Oxidation of Acetylcarbinol with Potassium Per- 
manganate. W itxiam Lloyd Evans and Ora L. Hoover (J. A mer 
Chem.Soc ., 1922, 44, 1730—1741 ; cf. A., 1916, i, 302; 1919 i 514 
572).— The series of experiments described in this communication 
is designed to elucidate the following points: (1) the influence 
of the initial concentration of the alkali oil the character and 
amounts of the products of the reaction; (2) the effect of variation 
of temperature on the nature and quantities of the products- 
(3) the mechanism of the change in neutral and alkaline solution’ 
Four general reactions, represented by the equations 
[CH 3 -CO-CH 2 -OH ^ CH 3 ‘CHO-f:OH*OH ; CHg'CO’CHg'OH ^ 
CH 3 -C0-CH:+H-0H; CHj-COCHj-OH ^ C&vC(OH):CH*OH • 
CHg-CO-CHo-OH ClI 2 .C(()H)'CH 2 *OHj, are involved in the 
oxidation of acetylcarbinol in neutral or alkaline potassium per- 
manganate solutions. The extent to which each reaction con- 
tributes to the general oxidation of acetylcarbinol depends on the 
initial concentration of the alkali used. 


Carbon dioxide and acetic acid are the sole products of the 
oxidation with neutral permanganate solutions at 2 50 J , 75° 
and 100°. Oxalic acid is found in all alkaline solutions except 
those in which the concentrations of the base are exceedingly 
small. 6 J 

The production of carbon dioxide at 50°, 75°, and 100° is in 
excess of that which corresponds with one gram atom equivalent 
of carbon. Acetylcarbinol is oxidised to give this excess of carbon 
uuj rou £h the following steps : pyruvaldehvde, (hydroxypyruv- 
aldchyde), pyruvic acid, hydroxy pyruvic acid, formylglyoxylic 
acid and glyoxylic acid. The concentration of the alkali at the 
peaks of the carbon dioxide yields is approximately the same as 
tnat corresponding with the minimum yields for oxalic acid; the 
car bon dioxide decreases as that of oxalic acid increases, 
i he general effect of the alkali is to increase the velocity of the 
oxidation, to convert pyruvaldehydc 'into lactic acid, to increase 
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the cnolisafcion of pyruvic acid, to increase the enolisation of 
the acctylcarbinol according to the schemes : CH 3 *CO-CH 2 *OH 
CH 3 -C(OH):CH*OH and CH 3 *COCH 2 -OI1 ^ CH 2 :C(OH)dJHyO H 
and to lower the dissociation point of acetylcarbinol in accordance 
with the expression : CH. 3 'COCH 2 -OK — >• CH n *CO*CH*-{-KOH. 

The yields of acetic acid reach a second maximum and those of 
oxalic acid a second minimum in solutions in which the initial 
concentration of potassium hydroxide is approximately O-o^Y • 
these points arc also a function of the temperature. 

The effect of temperature on the yield of the products of oxidation 
varies in different regions of alkalinity. H. \y 

Action of Bromine on Methylal. Fra^z Feist (Z. angew. 
Chern. t 1922, 35, 189 — 190). — The addition of bromine to methylal, 
cooled in a freezing mixture of ice and salt, leads to the formation 
of methyl bromide, dibromomethylal , CBr 2 (0Me) 2 , and products 
of higher boiling point which could not be freed from an excess of 
bromine without undergoing decomposition, and have not been 
investigated further. Dibromomethylal is a colourless liquid with a, 
somewhat unpleasant odour, b. p. 14-5 — 15°. It is very readily hydro- 
lysed. It is highly reactive and, at 0°, effects the methylatiou of 
a series of substances which are not affected by methyl bromide 
under similar conditions. When treated with water, it gives 
methyl alcohol, hydrogen bromide, and carbon dioxide, together 
with formaldehyde and formic acid. With aniline dissolved in 
ether, it yields methylaniline hydrobromide and carbon dioxide. 
It converts p-naphtliol into p-naphthyl methyl ether, ethyl sodio- 
malonatc in the presence of light petroleum into ethyl methyl- 
malonate, and ethyl sodioaeetoacetatc into ethyl methylacetoacetate. 
Cinnamic acid is not esterified by dibromomethylal, whereas its 
sodium salt is converted into methyl cinnamate. H. W. 

Vapour Densities at Low Pressures and over an Extended 
Temperature Range. I. Properties of Ethylene Oxide 
compared to Oxygen Compounds of Similar Molecular 
Weight. 0. Maass and E. H. Boomer (J. Amer. Che.ni. Hoc. , 
1922, 44, 1709 — 1728). — The vapour pressure, boiling point, melting 
point, surface tension, critical temperature, viscosity, and liquid 
density of pure ethylene oxide have been determined, and these 
physical constants compared with those of methyl ether, ethyl 
alcohol, and acetaldehyde. The following data are recorded: 
m. p. —111-3°, b. p. 10-73°, critical temperature, 192-0°, molecular 
heat of vaporisation, 0-00 Cal. ; K (Ramsay and Shields), 1-79; 
surface tension at the boiling point, 25-8; total surface energy, 
73-1; molecular volume at the boiling point, 49-9; molecular 
viscosity at slope 0-0000323, 0-0412 ; molecular viscosity at slope 
0-0000987, 0*0785. The particularly good agreement of the surface 
tension data over the range —52-0° to +20-0° with the modern 
theory is pointed out. The comparison of the physical properties 
with those of the other substances mentioned emphasises the ring 
structure of ethylene oxide. The investigation of the oxonium 
compound formation, by means of freezing-point curves of the 
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binary systems between ethylene oxide and chlorine, bromine, 
water, hydrogen chloride, and hydrogen bromide, respectively! 
furnishes evidence of the existence of double compounds, CLH.O Cl 
C 2 H 4 0,C1 3 , 0 2 H 4 0,Br, C 2 H 4 0,Br 2 , C 2 H 4 0,6II 2 0, and the probable 
existence of a compound with hydrogen bromide. The com- 
pounds with chlorine and bromine exist only at low temperatures, 
at higher temperatures an interatomic rearrangement taking place! 
The vapour density of ethylene oxide over the temperature range 
14—100°, and the pressure range 0-1 atmosphere was measured, 
and it is pointed out that these data will serve for obtaining data 
on the relative molecular attraction. J. j<\ g. 

Preparation of Water-soluble Derivatives of Aryl Ethers 
of Higher Aliphatic Alcohols. Elektrochemtsche Werke 
0. m. b. H., Heinrich Boksuari;, and David Strauss (D.R.-P. 
34 1S78 ; from ('hem. Znitr., 1 922, ii, 834— S3r>).— Aryl alkyl ethers, 
obtained by condensation of naphthols or phenols with halogen- 
substituted aliphatic hydrocarbons containing at least sixteen 
carbon atoms, using appropriate catalysts, are sulphonatcd until 
they are soluble in water. .1/ on or h / oropa mfji a , obtained by chlorin- 
ation of paialbn, is a white, wax-like substance having m. p. 3d — 
40 : it gives, on heating with phenol, potassium carbonate, and 
carbon in a reflux apparatus, phnoxijparaffin, a soap-like mass 
having m. p. 00 . the corresponding sal phonic acid is a semi- 
solid, fat-like substance soluble in water. Its dilute aqueous 
solution may be used for tanning. Similar snip] ionic acids may 
he obtained from o- or p-tolyloxyparafiin and cetylguaiaooh 
Phraoxycldoro paraffin , obtained from' dichloro paraffin (m. p. 40— 
bO v ) and phenol, and 7- or | J >- an phthoxii paraffin are similar to phenoxv- 
paraffin. (} \y, R 

The Reactivity of Alkyl Iodides with Sodium Benzyloxide 
and the Effect of Temperature on such Recxtions. Percy 
Charles Haywood (T., 1922. 121. 1904—1921). 

Action of Silver Sulphate in Sulphuric Acid Solution on 
certain Halogen Derivatives. E. A. Schilov {Bull Inst. Pohjt. 
Ivanovo-Voznesensk 1921. 4. 109—170).— A solution of silver 
sulphate in concentrated sulphuric acid acts on methyl iodide, 
ethyl chloride or bromide, or ethylene bromide more energetically 
than an alcoholic solution of silver nitrate of identical concen- 
tration. 1 lie reaction proceeds in 100% sulphuric acid, but is 
greatly influenced by the presence of water, the function of which 
lias not yet been explained. 

With ethyl bromide and a strong sulphuric acid solution of 
silver sulphate, the products obtained include silver bromide and 
ethylsulphurie acid, but not ethyl sulphate: the latter undergoes 
only slow conversion into ethylsulphurie acid under the influence 
ot concentrated sulphuric acid and is hence not formed even as 
an intermediate product. The amount of ethylsulphurie acid 
separable as barium salt amounts hv only about 77% of the cal- 
culated quantity. Since in the sulphuric a<*id solution the silver 
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probably exists as the complex ion AgS0 4 \ the energetic action 
on alkyl haloids is scarcely compatible with Bruyn and Steger'g 
theory (A., 1899, i, 745, 849), which assumes electrolytic dissociation 
of the silver salt and alkyl haloid. T. H. p. 

The Aut oxidation of Organic Sulphur Compounds. Marcel 
Del£pine {Bull. Soc . chim., 1922,* [iv], 31, 762 — -789; cf. this vol., 
i, 261). — A general survey of the subject in which the bearing of 
the work of Moureu and Dufraisse (this vol., i, 250) on organic 
sulphur compounds is discussed. The facts observed in studying 
the effect of pressure on oxidation of phosphorus (Jorissenf A° 
1921, ii, 79, 688) are considered in their relation to the oxidation 
of sulphur compounds. As a provisional hypothesis, the author 
suggests that sulphur compounds form a group intermediate 
between those substances which are spontaneously inflammable in 
air or oxygen and others, such as benzaldehyde, which undergo 
oxidation with the form ation of more stable compounds. H. J . E. 

Behaviour of (3[3-Dichlorodiethyl Sulphide. S. P. Kramer 
( Kolloid Z 1922, 31 , 150 — 151). — When ^-dichlorodiethyl sulphide 
is shaken with 5 c.c. of 1% sodium silicate solution, it is shown that 
in two hours each drop of the sulphide is surrounded by a sheath of 
colloidal silicic acid, and in forty-eight hours the whole tube is 
filled with colloidal silicic acid gel. The dichlorodiethyl sulphide is 
hydrolysed to dihydroxydiethjd sulphide, and the hydrochloric add 
set free liberates colloidal silicic acid. By this change, the oil has 
lost its inflammatory properties and may be placed on the skin with 
impunity. A 10% solution of (Sfi-dichlorodiethyl sulphide in olive 
oil or cod-liver oil, when added to 1% sodium silicate solution, is 
immediately emulsified and on centrifuging the hydrolysed product 
separates. The above experiments furnish a method of treatment 
of bums produced by “ mustard gas/' The wound is washed and 
covered with olive oil or cod-liver oil and then washed with a 
1% solution of sodium silicate. It is then covered with a compress 
moistened with 3% sodium silicate solution so long as it remains 
inflamed. 3. V. S. 

Improvements in the Process of Converting Organic Acids 
into Esters. Ernst Zollinger- Jen ny (Brit Pat. 183897).— The 
conversion of organic acids, other than poly hydroxy-fatty acids, 
into esters is greatly simplified and accelerated by the use of zinc 
or tin or other metals of the periodic group including tin. The 
inetal need not necessarily be in a finely-divided state; it may be 
introduced into the apparatus in the form of a regulus, or be applied 
to the floor or wall or to a body inserted into the vessel. As soon 
as the temperature of reaction is reached and maintained, the 
conversion sets in and proceeds with considerable speed until the 
mixture is neutral. It is not essential to have an excess of the 
alcoholic component ; the mixture may be in stoic heiometrical 
proportions. Organic acids of the highest molecular weights, 
including resin acids, can bg converted into esters in this wav, 
and the process can be applied, not only to pure, free fatty acids, 
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but also to fatty acids mixed with fat or diluted with primary 
monohydric or other alcohols. H. W. 

The Solubilities of the Alkali Formates and Acetates in 
Water. Nevil Vincent Sidgwick and Joseph Alfred Hector 
Roberts Gentle (T., 1922, 121, 1837 — 1843). 

The Transformation of Sodium Formate into Oxalate. 

C. Matignon and [Mlle] G. March al {Bull. Soc. cklm,, 1922, [ivl, 
31* 789 — 796 ; cf. Merz and Weith, A., 1882, 1049).— A study of 
the reactions which take place on heating sodium formate to 440° 
shows that its decomposition is rapid. No appreciable difference 
is made in the yield of sodium oxalate by heating in a vacuum when 
compared with the results obtained by heating in air in presence 
of a catalyst. Sodium hydroxide when present to the extent of 
4% is a satisfactory catalyst and increases the yield of oxalate from 
50% to 85% ; as it is normally present as impurity in commercial 
sodium formate, a better yield is obtained from the latter than 
from the pure substance. A method of isolating the oxalate from 
the reaction mixture is described. H. J. E. 

Preparation of Acetic Anhydride, Acetaldehyde, or Acetic 
Acid from Ethylidene Diacetate. 8oci£te Chlmique des 
Usinks DU Rh6ne (D.R.-P. 340236; from Ckem. Zentr., 1922, ii, 
808). — Ethylidene diacetate is heated under reduced pressure in 
the presence of contact substances. The acetic anhydride thus 
formed is separated by distillation from paracetaldehyde with or 
without depoly rperisat ion or oxidation of the latter. For example, 
after heating ethylidene diacetate (400 parts) with sulphuric acid 
(8 parts) at 70 — 80° under 100 min. pressure, the resultant mixture 
of acetic anhydride and paracetaldehyde is either maintained at a 
medium temperature or heated with a de polymerising substance, 
whereby acetaldehyde is obtained and separated by distillation. 
Alternatively, the paracetaldehyde is oxidised to acetic acid by a 
stream of oxygen. G. W. R. 

Acetic Acid Esters of Multivalent Alcohols. I. Is there 
a Connexion between the Velocity of Saponification and the 
Method of Preparation of the Glycerol Acetins? L. Smith 
(Z. physical. Cheat., 1922, 102, 54 — 73). — After a short discussion 
on the constitution of the glycerides, the author draws the eon* 
elusion that all methods of determining the constitution of these 
substances which depend on the products of reaction with other 
substances and the subsequent examination of the products are 
worthless, and that for the determination of constitution some 
physico-chemical property must be employed which will allow the 
glyceride being studied “ in statu," Of such physico-chemical 
properties, the velocity of saponification appears to he most suit- 
able. The author has synthesised mono-, di- f and tri-acetin by 
a number of methods, and has used the various products to deter- 
mine the velocity of saponification at 25°. .The results show that 
the velocity of the acetins in alkaline aqueiyis solution is within 
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the limits of experimental error (1%), independent of the method 
of preparation. J. p g ‘ 

Decomposition of Methyl Oxalate by Acetic Acid. E. p 

Turner and F. H. H. Wilson (Proc. Roy. Soc. New South ]Vaks 
1921, 55, 63 — 64). — When methyl oxalate is heated with acetic 
acid in a reflux apparatus, it is more or less completely converted 
into methyl acetate and oxalic acid. Using acetic acid of 
concentration, an 83% yield of methyl acetate is obtained ; stronger 
and weaker acids give lower yields. Since methyl oxalate can be 
readily obtained in a pure state from commercial methyl alcohol 
a convenient means is afforded for preparing pure methyl acetate 

* E. H. £ 

The Preparation of certain Ferrioxalates. G. J. Burrows 
and E. E. Turner (Proc. Roy. Soc,. New South Wales , 192 1 , 55 
263 — 265). — Barium fcrrioxalate is obtained by heating in aqueous 
solution the calculated quantities of ferric sulphate, barium hydroxide 
and oxalic acid, and extracting the barium femnxalate with boilinv 
water. The salt crystallises in slender, pale green needles of the 
composition Ba a [Fe(G a 0 4 ) 3 ] 2 .l2H. 2 0. Hydrates containing V, 21, 
and 22 molecules of water have been described by various authors. 
Starting with ferric ammonium sulphate, a barium ammonium 
ferrioxalate was obtained in addition to the normal barium salt. 
It crystallises, by spontaneous evaporation of the filtrate from 
the barium salt, in bright green prisms of the composition 
NH 4 'Ba[Fe(C 2 0 4 ) 3 ],3H 2 0 . The yellow colour of ferrous oxalate, 
both in the solid state and in dilute sulphuric acid solution, sug- 
gests that it may he in reality ferrous ferm-oxalate, 
Fe[Fe(C 2 0 4 ) 3 l,4H 2 0. 

Cinchonine ferrioxahte crystallises from dilute alcohol in pale green 
needles having the composition (C 10 H^ON 2 ) 3 ,H 3 [Fe(C s O 4 ) 3 ],()H o 0. 
Strychnine ferrioxalate, ( (’ 2 } H 22 0 2 N 2 ) 3 , H 3 ( Fe( 0 2 6 4 ) 3 ] , 1 21 1 2 (j’ forms 
pale green leaflets. Attempts to resolve ferrioxalie acid into its 
optically active components by reerystallisation of the strychnine 
salt were unsuccessful. E. H. R. 

The Formation and Stability of Spiro-compoimds. IX. 
The Influence on Stability of Groups of High Molecular 
Weight. Stanley Francis Ilmen and Jocelyn Field Thorpe 
(T. ( 1922, 121, 1.821 — 1837). 

A Method for the Preparation of afi^-Trialkylated Glutaric 

Acids. George Arman u Robert Kon and Jocet.yn Field 
Thorpe (T.. 1922. 121. 1795 -1803). 

Ring-chain Tautomerism. III. The Occurrence of 
Tautomerism of the Three-carbon (Glutaconic) Type 
between a Homocyclic Compound and its Unsaturated 
Open-chain Isomeride. Christopher Kklk Ingold, Edward 
Arthur Perren, and Jocelyn Field Thorpe (T., 1922, 121, 
1765-1789). 
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Zirconyl Citrate. F. P. Venable and R. A, Lineberry («/. 
A/rtcr. Chem. Soc 1922, 44, 1708 — 1709). — The addition of am- 
monium or potassium citrate to solutions of zirconyl chloride gives 
precipitates, soluble in excess of ammonium citrate, which may be 
washed free from ammonium and potassium compounds. The 
precipitates are therefore not double citrates, as was stated by 
Harris (A., 1899, i, 2(32). Normal zirconyl citrate, (ZrO) 3 (C 6 H 5 0 7 ) 2} 
may be prepared by the slow addition of a (MJ/- solution of citric 
acid to a freshly prepared 0-1 M -solution of zirconyl chloride. Jf 
the zirconyl chloride is boiled before precipitation, the basic 
compound, 3Zr0(0H) 2 (Zr0) 3 (C 6 H 5 0 7 ) 2 , is obtained. <1. F. 8. 

Clupanodonic Acid. M. Tsujimoto (Chem. Umschau, 1922, 
29, 261 — 262).— The highly unsaturated acid to which the peculiar 
odour of fish oils is probably due has the formula and 

not C 18 H 28 0 2 , although a small quantity of an acid having the 
latter formula occurs in Japanese sardine oil. Majima and Okada 
found that the acids obtained by the debromination of the ether* 
insoluble bromides from Japanese sardine oil gave mainly behenic 
acid on hydrogenation. Clupanodonic acid has been obtained 
alinoA pure by fractionating the methyl esters obtained from the 
highly unsaturated acids from Japanese sardine oil by the litliiuni — 
salt -aceto ne method. It is a pale yellow liquid not solidifying at 
- 50°, and thick, like vaseline, at —78'. It has a fishy odour and 
the following characters: d\‘, 0-9398; neutralisation value, 172-5; 
iodine value (Wijs), 390 (theoretically 384-3); >< 15 , 1-5040. The 
methyl ester has d 15 , 0-9247 ; b. p. 222'. 5 mm. ; a 15 , 1-4960. Clu- 
panodonic acid is one of the most, widely distributed compounds 
in nature, occurring in the oils of all fresh- and salt-water fish, 
reptiles, and amphibious animals. H. C. R. 

The Oxidation of Hydrocarbons, with Special Reference 
to the Production of Formaldehyde. E. W. Blair and T. 
Sherlock Wtikklkr (»/. Soc. Chew, fnd ., 1922, 41. 303 — 310t).— 
The limited oxidation of ethylene by oxygen al high temperatures 
in presence and absence of a catalyst was studied with the object 
of discovering the most favourable conditions for the production 
and possible manufacture of formaldehyde. The conclusions of 
Willstatter and Bommer (A., 1921, i, 93) were confirmed, and to 
some extent amplified. When a catalyst (platinum gauze) was 
used, even when the temperature was so low and the time of 
contact so short that a reaction was hardy perceptible, hydrogen 
and carbon monoxide were the main products. Traces of form- 
aldehyde were detected, however, showing that the course of the 
oxidation is the same as in absence of a catalyst. Extending 
Willstiitter's and Bommer s experiments without a catalyst, it was 
found that as the time of heating at any given temperature decreased, 
the ratio of acetaldehyde to formaldehyde increased ; t he percentage 
yield of aldehyde on ethylene increased, and at 540 heating for 
1-5 secs., no carbon monoxide was formed. Decreasing the pro- 
portion of ethylene in the mixed gases below the 20% used by 
\V illstiitter also increased the yield* of formaldehyde. A number 

1 \> 
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of experiments were made in which the reacting gases were con* 
tinuously circulated, and a yield of 75% theory ^of formaldehyde 
on the ethylene consumed was obtained at 575 with a heating 
time of 1 second, starting with a mixture containing 19*4% 0 f 
ethylene and 15*8% of oxygen. It was not found possible to work 
with mixtures containing less than 14% of ethylene. These are 
inflammable, the ignition temperature being 546°. Below this 
temperature the reaction is very slow and the proportion of 
acetaldehyde formed increases. Ammonia was found to stabilise 
the formaldehyde as formed, by combining with it to form hexa- 
methylenetetramine ; using ammonia in the mixed gases, it was 
possible to isolate some formaldehyde in experiments in which a 
catalyst was used. Steam also had a stabilising effect, and expert, 
ments in which steam was used showed that formaldehyde is 
produced even when inflammation occurs. Steam and ammonia 
have also a protective action on the formic acid produced. 

The frequent occurrence of acetaldehyde in the oxidation pro- 
ducts, particularly when the reaction is slow', favours the view that 
it and- not dihydroxyethylene, is the chief intermediate product 
(cf. Bone and Wheeler, T., 1904, 85, 1(137). On the hydroxyjation 
theory, the scheme CH 3 *CHO — OH*CH 2 'CHO 'r 2CH 2 0 is 
quite possible. ^ 

A Solid Water-soluble Formaldehyde Preparation. Robert 
Cohh (D.R.-P. 345145; from Ckem. Zenir., 1922, ii, 1007).- 
Calcium lactate is dissolved in 35% formaldehyde solution at 
about 90°. The white, crystalline mass obtained on cooling con- 
tains formaldehyde in the unpolymerised state and readily soluble 
in water. The product contains 12 — 14% of formaldehyde. It 
may be used in pharmaceutical preparations. G. W. R. 

Vapour Pressure of Acetaldehyde. Robert Gilmolr (./. 
iSoc. Vhmi . Ind., 1922, 41, 293— 294t) — The author has determined 
the boiling point of acetaldehyde corresponding with various 
pressures ranging from 100 mm. to 101 1 mm. of mommy, employing 
the method ‘devised by Wade and Merriman (T., 1911, 99, 984; 
1912, 101. 2438). The sample of acetaldehyde was synthesised 
from acetylene and had b. p. (constant within 0-03 3 ) 20*.>.> jh \ 111111 • 
The following “ smoothed ” values were found for the vapour 
pressure in mm. of mercury at the respective tomperatures . - < , 
981; 25°, 911; 23°, 846; 21°, 786; 20°, 757; 19 , '29: l',6ib; 
15°, 627; 13°, 580; IT, 534; 9', 490 : 7°, 4.)1 ; ■> , 414; 3 , 3/8, 
r, 346 ; 0°, 331; -1°, 317; -3°, 290; -5°, 264; -i, -41, 
-9°, 219; -11°, 200; 13°, 181; -15°, 163; -I< . 

— 19° 13 9, — k> l° 119' —23°, 100. The following values for the 
density 4’rc determined ; dj 0-8058; d? 0-7839 The value o 
the latent heat of vaporisation at 20 , calculated from the uutt. 
by the method of Lewis and Weber (./. Ind. hwj. C/tem., 19^, 
14, 486), was 132 cal. per gram. The corresponding^ aluc 
Trouton’s constant is 19*8. k ‘ 


The Reverse Pinacolin Transformation. 

( HyUningsskrift lillaynad Ossittn Aschan, 1920, 


Bektil Nvbergh 

98— 102).— When 
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heated with anhydrous oxalic acid, pinacolyl alcohol yields a 
neutral ester, ra. p. 24°, b. p. 130°/8 mm., 252°/760 mm., d%* 0*9433, 
an d an unstable acid ester. When heated with anhydrous oxalic 
acid, the esters yielded a distillate of which fractions had b n 65— 
69°, df 0-6970, \i D 1-40451, and b. p. 70—72°, df 0-7072, n, 1-41230, 
respectively, an ester, b. p. 125—1277 of unknown constitution’ 
and an unsaponifiable product, b. p. 180—20078 mni. Trans- 
formation temperatures were determined as follows; (1) pinacolyl 
alcohol and 5 mols. of anhydrous oxalic acid, 105°; (2) acid oxalic 
acid ester (dissociation temperature 133°) and 4 mols. of oxalic 
acid, 105°; (3) neutral oxalic acid ester and 4-5 mols. of oxalic 
acid, no transformation even at 135°. Chemical Abstracts. 

Permeability of the Glomerulus Membrane for Isomeric 
Sugars. H. J. Hamburger ( Klin . 1 Voch., 1922, 1, 418; from 
Chem. Zentr., 1922, i, 895). — Whilst the glomerulus membrane 
is impermeable to dextrose, it is permeable to fructose, mannose, 
and /-glucose. Experiments with a number of isomeric sugars 
showed that in some cases permeability is partial. The partial 
retention of (/-galactose is held to be due to its occurrence in aqueous 
solution in two forms, one of which is retained and the other passed 
by the membrane. Quantitative separation of isomeric sugars 
by means of the glomerulus membrane was effected in the case 
of mixtures of dextrose and fructose and of dextrose and lactose. 

G. W. R. 

The Preparation of Laevulose. T. Swann Harping (J. 
Amer. Chcm. Soc 1922, 44, 1765— 1768).— A solution of sucrose 
(2000 grains) in water (0000 e.e.) is acidified with glacial acetic 
acid (2 c.c.) and treated with such a quantity of invertase that 
hydrolysis is complete in about eighteen hours at 20—307 the 
end of the reaction being judged by the initial and final polari- 
meter readings of the solution. -V few grams of active decolorising 
carbon are added, and the solution is filtered. The clcar^ colourless 
filtrate is immediately concentrated in a vacuum to a syrup of about 
90—95% total solids, care being taken to effect' the operation at 
as low a temperature as is possible by the use of a good M ater pump. 
The thick syrup is mixed with two volumes of hot glacial acetic 
acid, cooled, seeded with dextrose, and allowed to crystallise at 
15— 20° during three or four days. The dextrose is removed and 
washed thoroughly with glacial acetic acid; its weight should be 
36 3/ -5% of that of the sucrose taken. The filtrate is diluted 
uith two volumes of distilled water and concentrated to a thin 
syrup in a vacuum at a low temperature. The resulting thin syrup 
is again diluted with water and subsequently concentrated at a 
low temperature until it contains about 90—95% of total solids. 

syrup is mixed with an equal volume of hot- glacial acetic 
u’ j m ^ x ^ irc cooled somewhat, seeded with laevulose, and 
1 owed to remain at 15 — 20°, crystallisation being usually complete 
in two or three days. The crystals arf removed and washed with 
facial acetic acid. The yield of crude sugar is 23*5 — 28% of the 

k k* 2 
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weight of sucrose taken. Further purification is effected by dj g . 
solving the crude product (400 grams) in boiling ethyl alcohol 
(75%, 200 c.c.), adding absolute ethyl alcohol (300 c.c.) and de- 
colorising with active carbon. The filtered solution is diluted 
further with absolute ethyl alcohol (100 c.c.), seeded with laevulose 
and allowed to crystallise in a desiccator at the atmospheric torn* 
perature. The yield is 75 — 80% of the weight of crude sugar 
taken. Generally, a second crystallisation by the same method is 
necessary for the production of a pure material. II. \V, 

The Action of Hydrogen Peroxide on Pure Solutions of 
Dextrose, Lgevulose, Sucrose, Lactose, and Maltose. 0. W. 

Sciionebaum (Bee. trav . chim 1922, 41, 503 — 508).— Previous 
workers on this subject appear to have obtained contradictory 
results. The author finds that hydrogen peroxide in dilute solution 
has practically no action on sugars, with the exception of sucrose 
even when heated at 70°. At this temperature, sucrose undergoes 
partial inversion ; this, however, does not occur if the solution is 
slightly alkaline. Sugars are decomposed by concentrated solutions 
of hydrogen peroxide. H. J. E. 

Crystalline Glucose -ammonia and tso Glucosamine. 
Arthur Robert Ling and Dins haw Rattonji Nanji (T., 1922, 
121, 1682 — 1688). 

Crystalline Salts of some Physiologically Important Sugar 
Phosphates. C. Necberg and O. Palmer (Biochem. Z., 1922, 
131, 188 — 192). — -The salts of the phosphoric esters of the sugars 
prepared hitherto have been amorphous. By use of the alkaloids, 
crystalline salts can he obtained. The following are described. 
Di-strychnine hexosemonopliosph.de crystallises with 5H 2 0, has no 
characteristic m. p., and gives [xj’j — 30-8 3 in 50% alcohol. The 
barium salt regenerated from this has [aj{; -j-2*89 J . Di-brumt 
hexosc-rnonophosphatc crystallises with 9 HA) and decomposes about 
160°. It lias [x] D —26-85" in 20% alcohol. The cinchonidine salt 
has also been prepared. Di -strychnine he xosc-ch phosphate crystal- 
lises with 2H 2 0 and has [a] 1 ,* 20-4° in 65% alcohol. lH-stri/chnine 

sucrose-monophosphate crystallises with 6H a O, but shows no rotation. 
It is prepared from Merck’s calcium saccharophosphatc (hespnoiial- 
calcium). H- h. 

The Inversion of Sucrose by Alkaline Copper Solution. 

L. Maquenne (Bull. Hoc. chim ., [ivj, 1922, 31, 799—806; cf. A, 
1916, ii, 5G, 156, and 202). — The author refers to his previous work 
on this subject and points out that Canals (this vol., ii, 592) has 
obtained incorrect results in ignoring this work. He repeats, ™ 
examples, the details of the method and technique developed by 
him. H.J.E. 

The Constitution oi the Disaccharides. VI. The Biose 
of Amygdalin. Walter, Norman Haworth and «rac 
Gumming Leitch (T., 1922, 121, 1921—1929). 
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The Action of Ozone on Pure Solutions of Maltose. C. W. 

ScHONEBAUM (.Rec. trav. ckim., 1922, 41, 501 — 502; ef. this vol., 

' 223 717 ).— -Three hours’ ozonisation of a 5% solution of maltose 
effects no decomposition even at 70°; in 0-LV-acid solution, no 
ohfinse occurs at the ordinary temperature, but rapid inversion 
takes’ place at 70°. In <MA T -alkali solution, about 35% of the 
fiiiffar is decomposed at the ordinary temperature, whilst at 70° 
it is rapidly destroyed, although complete decomposition requires 
considerable time. The products are similar to those in the other 
cases which have been studied, namely, water and carbon dioxide, 
with formic acid as an intermediate substance. H. J. E. 

pentosans. Emil Heuser (J. jjt. Che.m ., 1922, [ill, 104, 
g(jy__A reference to a paper of Salkowski (this vol., i, 323) hearing 
on the author’s work {ef. this vol., i, 113). W. O. K. 

Combination of Iodine and Starch. I. Hans vox Euler 
and Stig Bergman [Rollout Z., 1922, 31, 81 89). With the 
object of ascertaining the nature of the blue substance formed 
between soluble starch and iodine, the authors have carried out a 
number of partition experiments between a benzene solution of 
iodine and water, potassium iodide solution, 1% soluble starch 
solution, and starch solution containing various amounts of potass- 
ium iodide, respectively, at 6°, 15°, and 30°. It is shown that 
aqueous solutions of soluble starch dissolve more iodine than pure 
water and that the solubility of iodine in starch solutions con- 
taining potassium iodide is greater than the sum of the solubilities 
in starch solution and an aqueous solution of potassium iodide. 
That is, the power of starch to take up iodine is increased by the 
presence of potassium iodide. The absorption spectra of starch 
solution, starch iodide solution, and mixtures of these two respec- 
tively with various amounts of potassium iodide have been measured. 
The results show that there is a considerable displacement of the 
absorption of starch iodide by potassium iodide. The absorption 
is increased in the blue region by the addition of potassium iodide, 
and thereby the solution takes on a red colour. J. F. S. 

Combination of Iodine and Starch. II. Hans von Euler 
and Sture Landergren [Kolloid Z. y 1922, 31, 89 — 90; cf. pre- 
ceding abstract).- -The partition of iodine between starch solutions 
and a toluene solution of iodine has been investigated with the 
object of ascertaining the influence of the quantity of starch on 
the amount of iodine taken up by the starch. In all cases, soluble 
starch was employed. The results show that in solutions of varying 
concentrations of starch (0*27 — 1*9%) and constant concentration 
of potassium iodide (0*001 A T ) the amount of iodine extracted from 
toluene solutions of iodine (l — 8 gram per 100 c.c. of toluene) does 
not increase with increasing concentration of starch. J. F. S. 

Plant Colloids. XIII. Synthetic Amylo-phosphoric 
Acids. M. Samec and Anka Mayer (Roll. Chan. Beihejte, 1922, 
16, 89— 98).— It is shown that when the erythroamyloses from 
the starch grains are estcrified with* phosphoric acid, a product 
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which corresponds in all points with amylopectin is obtained. By 
a similar treatment, the amyloamyloses are converted into a jelly, 
forming substance analogous to amylopectin. The iodine colour 
of these phosphorus-containing substances is the same as that of 
the starting materials, provided that during the esterification no 
fundamental change of the basal substance has taken place, Xhc 
power of colouring with iodine is therefore to a large extent in. 
dependent of the degree of hydration and the degree of association 
of the substance. The contradictory statements regarding the 
iodine colour of amylopectin are brought into line, and it is shown 
that a comparison of the phosphorus-containing starch hydrocarbons 
furnishes information with respect to the formation of jellies. 

J. F. S. 

Chemistry of the Manufacture of Artificial Silk. K. Hess 
(Textilber. Wiss. hid. Handel , 1922, 3, 41 — 46; from Okem. Zenlr., 
1922, i, 738 — 739). — Tn the dissolution of cellulose by copper 
oxide-ammonia, the cellulose is supposed to be depolymerised to 
a simpler compound which combines with copper. On precipit- 
ation, the copper forms a normal salt, whilst the cellulose con- 
stituent polymerises by virtue of its residual affinity. By the 
action on cotton of acetyl chloride saturated with hydrogen chloride, 
the acetyl compound of a depolymerisation product of cellulose 
is obtained. It is probable that two molecules of this are com- 
bined in the cellulose molecule. A constitutional formula for 
cellulose is given. G. W. R. 

Saccharification of Cellulose. P. P. Budnikov and P. V. 
Zolotarev (Bull. hist. PolyL Ivanovo- Voznesensk, 1921,4, 119— 
128).— When dry filter-paper is saccharified by treating it with 
cold 72% sulphuric acid, then diluting the transparent solution 
obtained until it contains only 3% of acid, and heating this in an 
autoclave at 120° for two hours, the percentage of dextrose in the 
resulting liquid does not exceed 0-6. The concentration of the 
sugar may, however, be increased by diluting the strongly acid 
solution, not with water, but with dextrose solution previously 
obtained in the same way and freed from sulphuric acid. When a 
solution containing 1% of dextrose and 3% pf sulphuric add is 
introduced into the cathode chamber of ail electrolytic cell and the 
anode chamber, separated by means of a porous pot, is charged 
with water acidified with sulphuric acid, electrolysis should result 
in the collection of all the acid in the anode chamber; with a 
suitable porous pot, as much as 91*5% of the acid was separated 
by this method. 

Cellulose Nitrate. A. Anckli ( Z . ges. Selims, u. Sprengstoffic 
1922, 17, 113— 115).— The action of pyridine on collodion-cotton 
(12% nitrogen) was studied with the object of elucidating the 
changes undergone by the basic organic stabilisers usually added 
to cellulose nitrate and glyceryl nitrate powders. The mtro- 
eotton was extraordinarily ‘easily gelatinised by the pyndme, 
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forming a very viscous liquid, which, however, rapidly lost its 
viscosity and in a few days had the appearance of ordinary pyridine. 
On adding water to the solution, a white, resinous mass was pre- 
cipitated, which tenaciously retained the odour of pyridine even 
after solution in sulphuric acid. The white powder obtained com- 
prised 80% of the original nitro-cotton, was easily soluble in acetic 
acid, soluble in alcohol, but almost insoluble in ether and in benzene. 
The substance burnt much more slowly than the original nitro- 
cotton. Its nitrogen content varied between 9% and 10%, and it 
was similar to the product obtained by Berl and Fodor (A., 1911, i, 
264) by the action of alkali hydroxides or carbonates on very dilute 
solutions of cellulose nitrate in alcohol and ether. When heated 
in a glass tube, the substance began to go brown at 1(55°, and 
became almost black at 250°. An alcoholic solution of the sub- 
stance when poured into water gave a very stable, opalescent, 
colloidal solution, which was coagulated by sodium chloride, am- 
monium sulphate, or gelatin, but gave no precipitate with aqueous 
tannin. With benzene and sulphuric acid, nitrobenzene was 
produced, whilst sulphuric acid and mercury caused an evolution 
of nitrogen tetroxide. A small quantity of the solution poured 
ori to a test-paper saturated with dimethylaminoazobenzene gave 
after a short time an intense red colour. ‘The colloidal solution is 
insoluble in ammonia, but easily soluble in alkali hydroxides, the 
solution giving a voluminous white precipitate with acids. Am- 
moniacal silver nitrate is reduced by the colloidal solution, but 
Ming’s solution is almost unaffected. The substance reacts 
readily with phcnylhydrazinc. The development of acidity is 
ascribed either to the volatilisation of the pyridine or to hydrolysis 
of a pyridine salt. H. C. R. 

Copper Salts of Aminosulphonic Acids. Marcel DetJspine 

and Rene Demars {Bull. Sci. Pharmacol , 1922, 29, R 20; from 

Ckem. Zentr., 1922, i, 634). — An investigation of the formation of 
complex salts of copper with amino-acids. Dimethylamino- 
sulphonic acid forms a simple copper salt, [Me 2 N -S0 3 ] 3 HCu,5H 2 0, 
light blue crystals. The nickel salt, [Me 2 X*SO § ] 2 Xi 1 forms small, 
bluish-green crystals, in. p. 128— 129 3 . “ Neither of these is a 
complex salt. The acid potassium hydrogen salt of aminomethane- 
disulphonic acid gives a copper salt, "[NH 2 *CH(S0 3 K)*S0 3 ],Cu, 
of deeper blue colour than copper sulphate but of lighter blue than 
copper salts of st-amino-acids. The nickel salt is pale blue. Among 
the p amino- acids, taurine lias no action on cuprous oxide. Phenyl- 
taurine dissolves cuprous oxide, giving a greenish-blue colour 
which soon changes to red and brown. Phenylmethyitaurine and 
phenylethyltaurinc, also, do not give copper salts of constant 
composition. G. W. R. 

Syntheses of Alkylidenecyanoacoiic Acids and of Sub- 
stituted Succinic Acids. I, Acids containing Aromatic 
Residues. Arthur Lapworth and John Alex an per McRae 
(T„ 1922, 121, 1699-1712). 
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The Preparation o! Methylgnanidine, and ol pp-Dimethyl. 
guanidine by the Interaction of Dicyanodiamide, and Methyl" 
ammonium and Dimethylammonium Chlorides Respectively 

Emil Alphonse Werner and James Bell (T., 1922, 121, 1790 ‘ 
1794). 

The Formation of Bromine Derivatives of Carbon Com- 
pounds without the Production of Hydrogen Bromide 

Biraj Mohan Gupta and Jocelyn Field Thorpe (T 1} ] W 
121, 1890—1904). 

Butenonitriles. II. P. Bruylants (Bull. Hoc . cliim . Pxlg ,, 

31. 225 — 230; cf. this vol., i, 817). — Vi ny]acr*toni trllc reacts readily 
with alcohols, yielding (3-alkoxybutyronit riles, when a trace of 
the corresponding sodium alkoxtde is present. In the case of the 
lower alcohols, the yield is diminished by reason of the polymerisation 
of the nitrile. The additive products, of the general formula 
0 R*CHMc'0H 2 *0N, arc colourless liquids of pleasant odour; the 
following have been prepared : (3 - hi eth ox yb u l gran itrile, b. p. ICO —. 
170 o /759 mm.; df, 0*91643; wg., 1*40664; jtf, 1*40938; 
1*41363 : [3 - ethoxylni tyronitr ile , b. p. 175*5 — 176*5° /764*7 mm ■ 
df, 0*89164; n 3., 1*40814; »*, 1*41076; n 1*41537; frpropaxy. 
butyronitnle , b. p. 192—1937766*5 mm.; df, 0-88312; «g a , 
1-41183; rif h 1-41443; 1*41908; (3-iso propoxybutyronUrik, 

b. p. 182 — 183°/764-2 mm.; df. 0-8740S; WjJ a , 1*40994; n% 
1-41235 ; 141759; ^-alhiloxyhn tyron itri k , b. p. 196—1987768 

mm.; df, 0*90165; ??£,, 142170; rif, 142441; 14293.); 

fi-butozybutyronitrile, b. p. 209*5 — 210*5°/757*5 mm.; df, 0-87785 ; 
,? Ha* 1*41705; nj}, 141961: nJJ,, 142474; [3 - i mhutoxyb idtjron ifr i k, 
b. p. 201 — 201*5°/763*5 mm.; df, 0*86876; 143123; lift 

1 41573 ; 1 *42073. An attempt to prepare the phenol derivative 

was not successful, leading to the formation of a mixture of the 
two crotononit riles from the vinylacetonilrilc ; the author states 
that this is due to the formation of an additive product and its 
subsequent decomposition. The action of concentrated sulphuric 
acid on the nitrile results in the formation of rsoerotonic acid, and 
the mechanism of the reaction is discussed. H. J. E. 

Optically Active Diazo-compounds. II. II. M. Chiles 
and W. A. Noyes (J. Amer. Ckent. Soc., 1922, 44, 1798 — 1810). — 
In a previous communication (Marvel and Noyes, A., 1921, i, 15), 
an account has been given of unsuccessful experiments under- 
taken in the hope of preparing optically active aliphatic diazo- 
compounds in which the only asymmetric carbon atom is combined 
with the two nitrogen atoms. Subsequently, Levonc and Mikeslia 
(A., 1921, i, 233) have described optically active ethyl diazosuc- 
cinate. Six such active compounds have now been prepared. 
The failure of former experiments is due to the fact that such 
compounds racemise very easily ; it is necessary to carry through 
all operations very carefully and to distil the compounds under a 
very low pressure. 

Ethyl (Ujlutamate hydrochloride , m. p. 96 — 98°, is dissolved in 
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water and the solution is mixed with sodium acetate, sodium 
nitrite, and ether and diazotised at -10° by the gradual addition 
of sulphuric or acetic acid. The product, which is a mixture of 
the corresponding diazo- and hydroxy-esters, is* treated with a 
quantity of sodium methoxide dissolved in ether and methyl 
alcohol sufficient to unite with the hydroxy- ester, and the diazo- 
ester is subsequently distilled under greatly diminished pressure. 
4s thus obtained, ethyl d-diazorjlutarate. has b. p. 92- -9370-1 
mm., [*Id +0-87° to +1*98°. Hydrolysis of the optically 
active ester by dilute sulphuric acid gives an optically active 
product which is probably a mixture of ethyl glutaeonate and ethyl 
')-ketotetrahydrofuran-2-carl)o\ylate. Saponification of the pro- 
ducts of the hydrolysis of the diazo- ester yields an optically active 
sodium salt which rotates in the same direction as the original 
amino-acid. When the sodium salt is acidified and the mixture 
extracted with ether, the ethereal extract is optically active in the 
same sense as the original amino-acid . Ethyl rf-diaz oglu tar ate is 
reduced by aluminium amalgam in the presence of moist ether 
and the product is hydrolysed by acid to glutamic acid, the rotation 
of which is about 13% of that of the pure substance. 

Ethyl d-glutamatc is converted at 1 GO — 170°/20 mm. into ethyl 
5-pyrrolidone-2-carboxy!ate, m. p. 54 D after softening at 49—50°, 
Mi > -245° in aqueous solution (cf. Fischer and Boehner 4 ’ 
1911, i, 485). 

Methyl d -glutamate hydrochloride, which could not be caused 
to solidify, is converted in a similar manner into methyl z-diazo- 
glutarate, b. p. 86— 8770-5 mm.. 85—86" 0-4 mm., 82 — S3' 0-° mm 
df 1-183, wg 1-4753, [*]g +0-89°. ' ' ' 

iso Propyl d •glutamate, a colourless, viscous liquid, b. p. ]|5— 
117°/0-15 mm.', df 1*023, «*{• 1*4402, \x]f t -f5-08° (the hydro - 
chloride is non-crystalline) is transformed by nitrous acid into 
iso propyl a -diazoglutarale, [a] D -f 1-24', which could not be distilled 
without decomposition; the crude material is hydrolysed by 
sulphuric acid (20%) to iso propyl x-hydroxyglutarate , ?ig 1-4440, 
MS t 1*12° in ethereal solution. 

An attempt to prepare u -butyl d-glutamale resulted in the 
production of n -butyl Z-pyrroJidohe-’l-carboxylate , a colourless liquid 
b. p. 151—15370*2 mm., df M101, wg 1-4773, ja]g — ] 2*39°. 

Ethyl ^aspartate hydrochloride, m. p. 95°, is converted by 
nitrous acid into ethvl a-diazosuccinalc, h. p. 77 78° 0*1 mm 
(ff 1-139, nj 1-4620, [i]g —1-23’. When hydrolysed with dilute 
sulphuric acid, it gives a product which has [r.]\\ -0-98° in ethereal 
solution. 

Ethyl /- x-amino-H-hexoate hydrochloride (ef. Xoves and Marvel, 
' oc - c 'd‘) is converted into ethyl X-x-diazo-n-hexoate , b. p. 54 — 55° '0-35 
mm., nf 1*4543, df 0-974, [ajg -1-92° when dissolved in anhydrous 
ciner. When hydrolysed with dilute sulphuric acid, it gives a 
Uevorotatory product from which a hevorotatory sodium salt is 
obtained after treatment with sodium hydroxide. The aqueous 
solution of the latter, when acidified, and extracted with ether, 
yields a hevorotatory ethereal extract. Ethy} d- z-diozo-n-kezoate, 
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b. p. 54— 5570-35 mm, d? 0*97, nf 1*453, [«]£ +1-84° i n (lry 
ethereal solution, is prepared similarly from ethyl rf-a-aniino 
w-hexoate hydrocldoride. 

Ethyl oL-diazoisohexoate, prepared from ethyl La-aminoisohexoatc 
hydrochloride, has b. p. 49 — 50 u /0*50 mm., df 0 ? 9G1, n-J 1 1*4333 
[oc]‘i> —1*52° in ethereal solution. 

The production of partly active hydroxy-esters by the treat- 
ment of diazo- esters with dilute acids together with the formation 
of partly active amino-esters by their reduction may indicate the 
existence of two forms of diazo-ester, possibly corresponding with 
the compounds indicated by the Cnrtius and Angeli-Thielu formula 
respectively. 

It seems impossible to reconcile the Curtius formula for active 
diazo-esters with the ideas of atomic structure and of non-polar 
valency proposed by Lewis and Langmuir. The Angeli— Thiele 
formula may be reconciled with these theories if it is assumed that 
the polar valency between an ammonium group and another atom 
is a definite bond located in a fixed position in the compound (cf. 
Noyes and Potter, A., 1915, i, 79). H. W. 

The p-Cklorovinylarsines. Frederick George Mann and 
William Jackson Pope (T., 1922, 121, 1754—1759). 

Manufacture of Allylarsinic Acid. F. Hoffmann -La Roche 
& Co. (Brit. Pat. 167157). — Allylarsinic acid , C 3 H 5 *AhO(OH) 2 , 
colourless needles or coarse prisms, m. p. 129 — 130 a , is prepared 
by treating tertiary alkali arsenites in aqueous solution and in 
the presence of an excess of alkali with allyl haloids. The silver 
salt, sodium hydrogen salt (+aq), colourless, lustrous tablets which 
partly melt at 87 — 88°, the hygroscopic disodium salt, and the 
insoluble zinc , lead , copper, cobalt , and iron salts arc described. The 
acid is not precipitated by the addition of magnesia mixture or 
calcium chloride to its cold ammoniacal solution, but, on being 
heated with these reagents, it precipitates a white magnesium or 
calcium salt. IP W. 

tsoPropylstannonic Acid and its Derivatives. John 
Gerald Frederick Druce (T., 1922, 121, 1859-1863). 

Preparation of c*/cb>Propane in a Pure Condition. Max 

Trautz and Karl Winkler (,/. pr. C 'hem., *1922, [ii], 104, 37 - 
43 ). _ cyc/oPropane is conveniently prepart'd by the reduction of 
trimethylene bromide in amyl alcohol by zinc dust at 100 115 ■ 
The gas evolved is fractionated at a low temperature in an apparatus 
which is described, and pure cyclopropane obtained with the following 
constants: vapour density, 1*45 — 1*49; d±‘* of liquid, 0720, 
m . p. _127° ; b. p. — 34*5° /750 mm.; «He 1*000977. ^ ^ 

Problems of Organic Chemistry. I. The Velocity oi 
Ring Fission in Gases. Isomerisation of cycJoPropane. 

Max Trautz and Karl Winkler (J. pr.JJhem., 1922, | it], 

53 79 ). — As no case of intermolceular change in a gas has so wr 

been studied kinetieally, measurements have been made of the 
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reversible reaction, propylene cyclopropane. The mixture re- 
sulting by passing pure cyclopropane or propylene through a tube 
a t a definite temperature of about 600° or 700° is analysed by 
finding the density of the product in the liquid state at -79° 
(cf. this vol., ‘i, 909). The result has to be corrected for the 
polymerised material also formed. The equilibrium mixture con- 
sists very largely of propylene. The isomerisation of cydo propane 
to propylene is unimolecular, and its speed is influenced by the 
shape of the vessel and the material of which it is made, although 
these effects decrease in magnitude with rise of temperature. The 
heat of the reaction at 550—650° is calculated to be 63900 cal. At 
higher temperatures the reaction proceeds further and carbon, 
methane, and hydrogen are formed from propylene. W. O. K. 

Application of the Octet Theory to Single King Aromatic 
Compounds. Ernest C. Crocker (J. Amer. Chem. Sac., 1922, 
44, 1618 — 1630). — A theoretical paper in which the Lewis-Langrauir 
octet theory is considered as undergoing evolution, in that the 
original cubical octet lias given way in certain cases to that of an 
octet which consists of four pairs of electrons arranged as are the 
points of a tetrahedron. The pairing tendency of electrons is 
considered as possibly due to the presence of magnetic properties 
in the electrons (magnetons). The Kekule, Dewar, and centric 
formulae of benzene are expressed in octet nomenclature and are 
considered as unstable forms. A stable arrangement is deduced 
and shown to be applicable, not only to benzene, but also to other 
aromatic compounds. In this arrangement, there is a ring of six 
carbon atoms, each singly linked to its neighbour on either side 
and to hydrogen. The remaining six electrons arc situated between 
the carbon atoms in the plane of the ring, thus forming an octet 
for each carbon atom. These six “ aromatic ” electrons are con- 
sidered as being in stable equilibrium only when paired up near 
carbon atoms 1, 3, and 5, or 2, 4, and 6 (or oscillating between 
these forms in benzene itself or in derivatives containing six identical 
substituents). Substituents on the carbons are considered as 
favouring the retention of one or other grouping of electrons, 
according to their electrical action on the adjacent or very near 
electrons, resulting in ortho, meta, or pa: ‘a patterns. Substituents 
with more than five kernel charges on the octet joining ^he ring 
plus its attached hydrogens are indicated as favouring the ortho 
and para patterns (as in toluene and chlorobenzene), and those 
with five or less charges as favouring the meta pattern (as in nitro- 
benzene and benzaldehyde). Substitution is considered as possible 
W hydrogens arc lightly held (’* open ’’ positions of 

the adjacent aromatic electrons). The influence of these electrons 
is to open” or “close” positions according to their attractive 
action on the hydrogen kernels. The relative ease of substitution 
into the various substituted benzenes is treated as a result of 
polarity considerations, which are developed as an essential conse- 
quence of the octet theory, and an addition to the above-mentioned 
aromatic structural considerations. Preference for substitution 
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in ortho- or para-positions is treated in like manner. Pyridi n? 
thiophen, furan, and pyrrole are treated similarly and afford striking 
continuations of the postulated structure in their behaviour 
Addition of any kind is shown to be inconsistent with the retention 
of the aromatic structure in the remainder of the ring. J. p, § 

Conjugation and the Structure of Benzene. Maurice L 
Huggins (J. Jmer. Chem. Soc ., 1922, 44, 1607 — 1017).— A theo- 
retical paper, in which on the basis of an assumed maximum j n 
the force -distance curves, representing the repulsion between 
electrons, the probable mechanisms of the simplest types of organic 
reactions are given and explained. As intermediary steps in those 
reactions, bonds of three or four or more electrons surrounded by 
three, four, or more atomic nucleii are assumed. The reactivity of 
double and triple bonds is explained on this point of view. Con- 
j ugation is briefly considered and the structure of typical com- 
pounds given, some of those being similar to those put forward by 
Erlonmeyer. The relationship of keto-enol tautomerism to con- 
j ugation is also discussed. When this idea of conjugation is applied 
to benzene, a formula of the centroid type, as proposed by Kdrner 
is obtained. The evidence for and against this structure is briefly 
considered. It is shown that the objections raised against it are 
all invalid or inconclusive. On the other hand, the know n properties 
of benzene and its derivatives are very adequately represented by 
their centroid structures. Further, recent evidence from crystal 
structures proves that this benzene structure is the correct one. 

J. F. S. 

Oxidation of o-Toluenesulphonamide. A. V. Pamfilov 
{Bull. Inst . Polj/t. Ivanovo-Voznesensk , 1921, 4, 167 — 168}. —In 
the oxidation of o-toluenesulphonamide to o-benzoicsulphmide 
(“ saccharin ”) by means of potassium permanganate, the yield 
obtained is increased by 10 — 15% and the proportion of per- 
manganate required diminished by nearly 50% if the alkali salt 
of the sulphonamide is used instead of the free sulphon amide. 
Electrolytic oxidation of the sulphonamide (Chemische Fabrik 
vormals von Hoyden, D.R.-P. 85491), like that of p-tolucnesulphonic 
acid (Sebor, A., 1903, i, 554), gives unsatisfactory results. 

T. II. P. 

The 'Formation of Derivatives of Tetrahydronaphthalene 
from >-Phenyl Fatty Acids, II. Arnold Stevenson and 
Jocelyn Field Thorpe (T., 1922, 121 , 1717 — 1722). 

Absorption of Ultra-violet Rays by Naphthalene, Victob 
Henri and Pierre Steiner {Coinpt. rend., 1922, 175, 421-423). 
— A quantitative measurement of the absorption of solutions oi 
naphthalene in hexane, ethyl ether, alcohol, and water reveals 
seventeen bands between A—3207 and A =2563 and one band in 
the extreme ultra-violet at A— 2209. The absorption curve of 
naphthalene is. displaced towards the red with respect to that of 
benzene, and its absorption is more than ten times as strong as 
that of benzene. The frequencies of the naphthalene bands present 
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double periodicity which corresponds with the fundamental 
'ntervals a=921 and 6=159. The influence of the solvent on the 
* trum of naphthalene is the same as in the case of benzene. 

' W.G. 

Triphenylniethyl. XXX. Diphenyl-p-naphthylmethyi and 
the Colour of Free Radicles. M. Gombtcrg and K. W. Sullivan, 
juu. (J. Amer. Chem. Soc. t 1922, 44, 1810 1833).— Diphenyl- 
Lnaphthylmethyl has been isolated in the crystalline state. The 
conductivity of the free radicle has been examined in sulphur 
dioxide and the conductivities of the chlorides and bromides of 
triphenylniethyl, diphenyl* a-naphthyl methyl, and diphenyl- [i-naph- 
thvl methyl have been determined in both sulphur dioxide and 
hydrogen cyanide. The results show that the property of electro- 
lytic dissociation is general for this class of compound. The 
bromides give strongly conducting solutions with but little difference 
between the conductivities of the individuals. The chlorides are 
not such good conductors, and there is a variation among them. 
The conductivities of the chlorides are related in the same way 
as the dissociation of the corresponding free radicles, the order of 
diminishing conductivity being, diphenyl-a-naphthylmethyl chloride, 
diphenyl- (3-naphthylmethy 1 chloride, and triphenylniethyl chloride. 
The latter has a large negative temperature coefficient of con- 
ductivity. The same relationship holds for the free radicles; 
diphenyl- |3-naphthylmethyl is a better conductor than triphenyl- 
methyl. The conductivity of the triaryl methyl haloids in hydro- 
cyanic acid is uniformly greater than in sulphur dioxide. The 
bromides show molecular conductivities comparable to that of an 
aqueous solution of potassium hydroxide, or about twice the con- 
ductivity of the alkali haloids in water. The molecular weight of 
diphenyl- fl-naphthylmethyl has been determined in carbon tetra- 
chloride, ethylene chlorobromidc, benzene, nitrobenzene, cyclo- 
hexane, p-bromotoluene, p-dichlorobenzene, aud naphthalene, the 
freezing points of which cover the range —22' to +80 3 , It is 
found that the hexa-aryletliane is dissociated from 15% to 50%. 

The effect of change in concentration of the free radicle on the 
dissociation and colour of the solutions lias been examined. The 
resulting changes in colour intensity are independent of the changes 
in dissociation. Also the changes in colour intensity which result 
from variations in temperature are not parallel to the changes in 
dissociation which are thus produced. Those facts point to the 
conclusion that the development of colour in solutions of free 
radicles is not due entirely to dissociation of the hoxa-arylcthane 
into the triarylmethyl. The most satisfactory explanation of the 
facts is in the hypothesis that, in addition to dissociation, there is 
also tantomerisation of the benzenoid triarylmethyl into the 
quinonoid form. The equilibrium between the bimolecular and 
unimolecular forms on the one hand, and that between the two 
unimolecular tautomerides on the other, are not equally influenced 
by changes either in concentration yr in temperature. 

Diphenyl-fr-naphthylcarbinol, colourless crystals, in. p. 117-5°, 
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is most conveniently prepared by the action of magnesium phenyl 
bromide on ethyl [3-naphthoate in the presence of boiling toluene 
It is reduced by zinc dust and acetic acid to diphenyl- (5-naphthyl, 
methane, in. p. 77 — 78°, which has properties differing from those 
described to it by Lehne (A., 1880, 478). Diphenyl- p-naphtkijlmp^ 
chloride, m. p. 94*5°, is prepared in almost quantitative yield tv 
saturating an ethereal solution of the carbinol with hydrogen chloride 
in the presence of calcium chloride ; it gives red additive prodntfa 
with stannic and mercuric chlorides. It is converted by an alcoholic 
solution of sodium ethoxide into diphenyl- (5- naphthylmethyl etkjl 
ether, colourless crystals, m. p. 114°. Diphenyl-$-naphthjlmi\y\ 
anilide has m. p. 158*5°. Diphenyl- (3 -naphthylmethyl bromide, 
colourless crystals, m. p. 130°, is prepared by the addition of acetyl 
bromide to' a solution of the carbinol in benzene. Diphenyl 
^naphthylmethyl, a colourless or pale yellow, finely divided, crystal, 
line powder, m. p. 135—140° to a red liquid, is obtained by the 
action of molecular silver on a solution of diphcnyl-p-naphthyl. 
methyl chloride in carbon disulphide. It appears to form an 
additive compound with methyl butyl ketone. It is transformed 
by oxygen into the corresponding peroxide , colourless crystals, 
m. p. 166°, the yield being 72% of that theoretically possible when 
an ethereal solution of the radicle is used, but only 46% in the 
presence of benzene as solvent. The free radicle is not very sensitive 
to light. It reacts with iodine in accordance with the scheme 
2CPh 2 -C, 0 H 7 -bI 2 — ► 2C 10 H/CPh 2 *I, but an equilibrium is attained 
before the change has proceeded to completion. H. \V. 

Metachromism of Toluidine-blue. Robert Schwarz and 
Erika Herrmann (Kolloid Z., 1922, 31, 91—94). — The colloid 
chemical properties of toluidine-blue have been investigated with 
the object of explaining the met achromatic behaviour of this sub- 
stance. On diffusion of 0*2 to 0*002% solutions, it is found that 
separation into two diffusion zones takes place with velocities of 
6 nnn. and 9 mm., respectively, per twenty-four hours. The 9 in in. 
zone is considerably lighter in colour than the 6 mm. zone. The 
formation of the two zones is confirmed by ultrafiltration measure- 
ments, and both sets of results indicate that solutions of toluidine- 
blue constitute a polydisperse system which contains both colloidal 
as well as molecular disperse particles. Transport experiments 
bring about a separation, the cathode region becoming reddish- blue 
in colour and the anode pure blue. The behaviour of solutions of 
toluidine-blue with various colloidal substances has been examined. 

..Thus a-silicie acid gel is coloured blue, whilst the (5-gel is coloured 
red. Similar results were obtained with the various preparations 
of stannic acid, barium sulphate, aluminium hydroxide, and mag- 
nesium ammonium phosphate. The results all point to the one 
conclusion, namely, that the metachromism of toluidine-blue is due 
in the first place to the difference in the degree of dispersion of the 
adsorbent and in the second place to the electrical condition of t e 
adsorbing surface, which is determined by the nature of the ions 
adsorbed on the surface. ' " • * * 
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The Condensation ol Phenols with the Hydrochlorides of 
Cyanamides and Carbodi-imides, and its Relation to the 
ffoesch Reaction. Wallace Frank Short and John Charles 
vmith (T., 1922, 121, 1803—1808). 

The Solubility and Volatility of 3 : 5-Dinitrophenol. Nevil 
Finceht 1 Sidgwick and Thomas Weston Johns Taylor IT 
[922, 121, 1853 — 1859). v 

The Migration of Acyl from Nitrogen to Oxygen. L. Chas. 
Raifori* and John R. Couture {J. Amer. Chem. Soc 1922, 44, 
[ 792 — 1798) —In continuation of previous work (Raiford, A., 1 920* 
,156), it is shown that, when the acetyl and benzoyl radicles are 
ntroduced into the o-arainophenols obtained from o- and m-cresol, 
■espectively, the benzoyl radicle is found attached to nitrogen in 
>ach case, regardless of the order of introduction, thus confirming 
he observations reported previously. 

o-Cresol is converted by bromine into o-bromo-o-eresol, and the 
alter is converted by sodium nitrite and glacial acetic acid into 
).bromo-3-nitro*o-cresol, m. p. 90*5°, which appears to be the 
ioIc product of the change. The nitro-compound is reduced by 
foiford’s method (A., 1911, i, 993) to o-bromo-3-amino-o-creJol 
hydrochloride. This substance is converted by acetic anhydride 
tnd fused sodium acetate into 4 -bromo - 2 -acetylami no-o-tclyl acetate , 
)ale brown, silky needles, m. p. 200°, which is slowly dissolved by 
iqueous sodium hydroxide solution with the formation of 4 -bromo- 
1-mtylaminO’O’Cresol, colourless needles, m. p. 1 1 9 J . Benzoylation 
if the latter compound with benzoyl chloride and sodium hydroxide 
jives i-bromo-2-benzoyknnino-o-tohjl acetate , slender, colourless 
leedles, m. p. 168°, the constitution of which is established by the 
ibservation that it is hydrolysed by aqueous sodium hydroxide 
olution to 4 - b romo-2 -be nzoyla mino-a-creml, rose-coloured needles, 
n. p. 194'5°, which is also formed by the action of benzoyl chloride 
hi an ethereal solution of 5-bromo-3-amino-o-cresol. Acetylation 
•f 4-bromo-2-benzoylamino-o-eresol with sodium acetate and an 
ixcess of acetic anhydride gives 4-bromo*2Jjciizoyiamino-o-tolyl 
.eetate, m. p. 167° (see above). 

6-Bromo-4-nitro-m-crcsol (ef. Raiford and Lea veil, A., 1914, i, 
064) is reduced to the corresponding amine hydrochloride which is 
omerted by sodium acetate and acetic anhydride into 6-6/wno-4- 
Mtplamiiw-nUolyl acetate, colourless leaflets, m. p. 188°. The 
dion of aqueous sodium hydroxide on the latter compound leads 
o the formation of b~broatoA-acct>/l(ioii no-m-crc-soL almost colour- 
's needles, m. p. 199° (decomp.), which is transformed by benzoyl 
ulonde in the presence of sodium hydroxide into Q-broMoA-bcnsoyl- 
mo-m-tolyl acetate , slender, colourless needles, m. p. 157— 158' J . 
lie constitution of the latter substance is established by the 
| servation that fi-bromo-4-ainino-fw-cresol is transformed by 
jenzoyl chloride in dry ethereal solution into fi - b romo A-beozoyl- 
p^-m-cresof, almost colourless leaflets, m. p. 223 a (decomp.), 

> ic ^ converted by anhydrous sodium acetate and acetic 
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anhydride into 6-bromo-4-benzoylamino-m-tolyl acetate, identical 
with the product described above. H. Vv. 

Separation of Volatile Substances from Gases which are 
Absorbed with Difficulty. II. Use of Cresols. E. Berl 
and W. Schwebel (Z. angeiv. Ckem 1922, 35* 189 192; c f, 
ibid., 1921, 34, 278, 369, 377). —Mixtures of cresol with ethyl ether, 
ethyl alcohol, and acetone give lower vapour tension values than 
the pure compounds; moreover, heat is developed when the sub* 
stances arc mixed ; it is therefore concluded that molecular com. 
pounds are formed. In the case, however, of benzene and carbon 
tetrachloride (and therefore of hydrocarbons and chlorinated hydro- 
carbons in general), no such reduction of vapour tension takes 
place. The formation of molecular compounds, as detected by 
vapour tension measurements, docs not take place between anisole 
and ethyl ether, ethyl alcohol, and acetone. A. A. K 


Formation of Additive Products between Cresols on the 
One Hand and Ethyl Ether, Ethyl Alcohol, Acetone, Benzene, 
etc., on the Other. C. and W. von Rechenbero ( Z . angtv. 
Ckem., 1922, 35, 397— 398).— As mixtures of cresols with ethyl 
ether, ethyl alcohol, acetone, carbon tetrachloride, benzene, and 
other volatile solvents, give perfectly smooth viscosity curves, 
which show no maxima, and the vapour-pressure curves likewise 
show no minima, the authoi-s conclude that, contrary to the opinion 
of Berl and Schwebel (preceding abstract), no molecular additive 
compounds can be formed between these substances. G. 1. 11. 


Additive Products between Cresols and Alcohols, etc. 
E. Berl and W. Schwebel (Z. ciwjew. Ckem., 1922, 35, 398).— A 
reply to von Rechcnberg (preceding abstract). 

The authors maintain their view that molecular compounds are 
actually formed between cresols and ethyl alcohol or ether, and 
acetone; a vapour-pressure minimum is not necessarily to be 
expected when molecular compounds arc formed, l urther, the 
formation of molecular compounds does not necessarily cause a 
maximum in the viscosity curve, as the viscosity of the compound 
may be less than that of its components. G. r. i ■ 


Chlorination of Quinol. Alfred Eckert ami Rcmlf 
Endler (J. pr. Chem., 1922, [ii], 104, 81 -84). -The chlorination 
of quinol in acetic acid yields a mixture of tctraehloroqumol, m. p. 
226° and 2 : 3-dichloroquinol, in. p. 143 — 145 and a small quail i ) 
of 2 : 5-dichloroquinol, m. p. 105- -168°. By chlorination m clilow- 
form solution, 5 grams of 2 : 5-dicliloro<iuinol may ^containea 
from 10 grams of quinol. VV ' 

Researches on Residual Affinity and Co-ordination. K 
Cobaltammine Salts of the Nitro-Dyes. Gilbert £• il0 ^' 
and Herbert Joseph Seymour Kino (T., 1922, 121, li-*— " 

The Precursor of Indian-yellow. K. Gortek ( 
hot. Buitenzonj., 1922, [in], 4, 200-207) -Euxanthogen, JAc * 
stance isolated by VVicchowsky from the leaves of Mamjtf 
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(cf. van Scherpenberg, A., 1916, i, 321), is preferably named mangi- 
h r m. The author has confirmed Wiechowsky’s formula, C, H 0 , 
whence the substance is isomeric with euxanthic acid/to which 
gives rise in the organism. The precursor is best prepared from 
the bark, which is first exhausted with light petroleum and then 
with 00% alcohol, the latter giving a yield of 2-5% on evaporation. 
The leaves yield somewhat less readily T7%. The substance 
forms thin, pale yellow needles, m. p. 271°, [oc]g +32*8° ; unlike 
euxanthic acid, the substance does not at once liberate carbon 
dioxide from sodium hydrogen carbonate solution, whence the author 
concludes that it contains no carboxyl group. Ferric chloride gives 
in alcoholic solution a green coloration. Folding’s solution is 
reduced on prolonged heating, Rial’s reagent gives a green colour. 
Diazomethane yields a dmdhjl ether, C 1h H 16 0 9 (0Mc) 2 , m. p. 276°. 
Mangiferin crystallises from dilute alcohol with 3H 0 G, of winch 
lH g O is lost on exposure to air and the rest at 1 10° fn a vacuum. 
It yields an amorphous kepla-aMi/l derivative, C ld H n O u {QAc)-] 
in. p. about 150°. Euxanthic acid under the same conditions 
yields a crystalline ietra-aer-lyl derivative, C lft H l2 O ]0 (OAc).,, m. p. 
176°, although the substance contains six hydroxyl groups. After 
previous drying in a vacuum over sulphuric acid, this acetyl deriv- 
ative loses 1H 2 0 at 80° in a vacuum over phosphorus pent oxide, 

apparently from a non aeelylated grouping, 0 <Cq^. The author 


| OH H I OH 
O'OH'C — O — C IK 1 — CO.,- 
H OH H 

OH HO OH 

of the ring on the left through 180”, 
to form the y - pyrono ring. 



/\ 


proposes for mangiferin 
(— euxanthogen) the an- 
nexed constitution. The 
transformation to cu- 
xanthic acid would take 
place by addition of a 
molecule of water at the 
ester grouping, rotation 
and elimination of water 
O. B. 


Additive Compounds of Gold Haloids with Benzyl 
Sulphide. Georue McPiiail Smith (J. Amr. Chan. Soc .. 1922 , 
44, 1 *09- -177o). — The two compounds which are produced by the 
interaction of gold chloride with benzyl sulphide ("Herrmann, A., 
190o, i, 733) are additive eompounds of gold monoohloride and 
gold dichloride, respectively, with benzyl sulphide. They are 
conjugated compounds, probably constituted as shown in the 


formulae, [ClAu . . . S(CH 2 Ph)J and | ( ( ’{>Au . . . S(CH,Ph) 2 ]. 
Inlike the additive compounds with platinous chloride, 
un ^° further molecules of the organic 
sulphides to form interpolation compounds, such as jPMSRJCl, 
(«. Tsehugaev and Renevolenski, A., 1913, i, 1149; Tschugaev 
and Epbljanski, A., 1913, i, 1149; Tschugaev and Chlopin, A., 
4, i, 479), the conjugate compounds of *old mono- and db 
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chlorides appear to be incapable of yielding interpolation com 
pounds by the further addition of benzyl sulphide. Diehloro' 
gold-benzyl sulphide probably exists in chloroform solution as 
solvate of the formula Cl 2 AuS(CH 2 Ph) 2 ,CHCl 3 . 

The compound Br 2 Au ) S(CH 2 Ph) 2 , prismatic needles of a dark 
maroon colour, is prepared by extracting an aqueous solution of 
chloroauric and constant-boiling hydrobromic acids with ether and 
addition of benzyl sulphide to the ethereal extract. It is t-raius. 
formed when heated with alcohol into the compound BrAu,S(CH 2 Ph) 
long, colourless, transparent needles. The substance IgAUjSjCHgPhjf 
black, prismatic needles, is prepared similarly to the correspond* 
ing dibromo-compound ; attempts to isolate the compound 
IAu,S(CH 2 Ph) 2 were not successful. The substance ClIAu,S(CH 2 Phb 
is also described. H . \\ r . * 

Preparation of Symmetrical Aryl Alkyl Ethers. Farrex. 
fabriken vorm. Friedr. Bayer & Co. (D.R.-P. 343930; from 
Chem . Zeiitr 1922, ii, 700). — Aryl alkyl haloids are heated with 
alkali hydroxides. Dibenzyl ether is prepared by heating benzyl 
chloride with potassium hydroxide at 180 — 200° or with sodium 
hydroxide at 90 — 120°. It is a colourless liquid with slight blue 
fluorescence, b. p. 285 — 290°. Ditolyl dimethyl ether has b. p. 
300 — 310°. The products have uses as solvents. O. VV. R. 

The Solubility of the Alkali Salts of Benzoic and the 
Hydroxybenzoic Acids in Water. Nevil Vincent Sidgwick 
and Elinor Katharine Ewbank (T., 1922, 121, 1844 -1853). 

The Reaction of Orga nomagnesium Compounds on Nitriles. 
Action of Magnesium Methyl Bromide on Phenylacetonitrile. 

Alb. Rondou {Bull. Sac. ckhn. Belg . , 1922, 31, 231 -241.) — 
Magnesium methyl bromide acts in an analogous manner to metallic 
sodium on the nitrile, producing new substances from it by poly- 
merisation. Two of these have been obtained pure and examined. 
The chief product is a bimolccular polymeride, previously obtained 
by von Meyer (A., 1895, i, 582) as an oil, but now as crystals of 
m. p. 114*5 — 115\ It is stated that crystallisation is hindered by 
traces of impurities. The termolceular polymeride differs from 
those previously prepared, and an attempt to investigate its struc- 
ture leads to the conclusion that it is 4 : fl-rliamino-3 : 5-diphenyl- 
2-benzylpyridine (cf. Wedekind, A., 1911, i, 219). H. 3. E. 

The Action of Acetic Anhydride on some Benzylidene- 
anthranilic Acids. V. J. B. Ekeley, E. 0. Rogers, and 
Margaret Swisher (,/. Amer. Chem. tfoc., 1922, 44, 1756 — 1758).— 
In previous papers (A., 1912, i, 211 ; 1913, i, 395; 1014, i, 576; 
1915, i, 166), it has been shown that oxazine derivatives are pro- 
duced when acetic anhydride reacts' with benzylideneanthranilie 
acids. The reaction has been extended further to a large number 
of aldehydes and appears to be of very general applicability. Tie 
acids are usually very readily prepared but, for some unexplained 
reason, the condensation pf anthranilic acid with cmninol or 
(3-naplithoIaIdehyde • methyl ether could not be effected, bn- 
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expectedly, o-nitropiperonal gives two anthranilic acid derivatives 
which are convertible into different oxazines, thus indicating the 
possibility that o-nitropiperonal is in reality a mixture of two very 
similar nitration products . 

The following benzylideneanthranilic acids are obtained by 
mixing molecular proportions of the requisite aldehyde and 
anthranilic acid in concentrated alcoholic or benzene solution at 
0 °. 3 .Nitrosalicylideneanthranilic acid, orange -red needles, in. p. 
227°. 5-NitTOsalicylideneanthranilic acid , orange-red needles, m. p. 
270°. 2 : 4-Dinitrobenzylideneanthranilk acid , mustard -coloured 
prisms, m. p- 153°. m-Tolylidencantkranilk acid, orange-red 
crystals, m. p. 202*5°. p-Ditlkylami nobenzylideneanlhmnilic acid , 
red needles, m. p. 154°. Terephttolylideneanthranilic acid , yellow 
crystals, m. p. 300°. $-Eth#xybenzylide.neantkranilk acid , yellow 
needles, m. p. 117°. o - Methoxybcnzyl ideneantkra n ilic acid , yellow 
needles, m. p- 130°. _ $-Hydroxymphthylideneanthranilic acid , 
orange crystals, m. p. 252°. 4 - M e tkoxy-% - methylbc n zyl id enean thra - 
nilic acid , straw-coloured needles, m. p. 161°. 3 : 4 -Dmdhoxybenzyl- 
ideneanlhmnilic acid , pale yellow needles, m. p. 169°. o-Carboxy- 
beiizylideneantkranilic acid , colourless crystals, m. p. 225°. Nitro • 
p ipcronylide neanihra nilic acid (x-form), yellowish -brown crystals, 
in . p. 185° (decomp. ) . N itropipzronylidemanthmnilic ac id ( p-'form ) , 
yellow crystals, m. p. 128°. 2:4: i)-Trimetlwxy benzylideneanthranilic 
acid, orange-yellow crystals, m. p. 151°. p •Homosalicylidene- 
anthranilic acid, red needles, m. p. 209°. 

These acids yield the oxazinc derivatives either by heating 
molecular proportions with acetic anhydride in xylene solution 
for several hours under a reflux condenser or by heating them 
with an excess of acetic anhydride and removing the excess by 
distillation. With terephthalylideneanthraniiic acid, the reaction 
is effected in boiling nitrobenzene. The following individual sub- 
stances are described : 4-AcchjU'^-W -nilro-'l' -acetoxyphc n yldi hydro- 


2 : i-benzoxazineA-om, C c H 4 < ( v ^ ? , colourless 

A Ac*CH*C 6 H 3 {OAc)N 0 2 

crystals, m. p. 190°. 4-Acetyl-3-»-nitrQ-2'-(icctoxyphenyldihydro- 
2 A-benzomzine.-bone, colourless crystals, m. p. 178°. 4 -Acetyl 

3- 2' : 4 ' -dinitrophenyldihydro - 2 : 4-benzoxazine - 1 -one, straw-coloured 

crystals, m. p. 110°. 4-Acctyl-3-2'-acetoxy-4 , -methoxyphenyldikydro- 
2 : 4-benzomzine-l-one, colourless crystals, m. p. 156°. 4 -Acetyl- 
^-p-didhyktminophenyldi kydro-2 ; 4 -benzoxaz ine-l-one, colourless crys- 
tals, m. p, 170°. 4-Acetyl-Z-p-phenylcncb\sdihydro-2 : 4 -benzoxazine- 
l'0%e, colourless crystals, m. p. 267°. 4-Acetyl-Z-p-eth oxy phenyl - 
dihydro- 2 : 4-be.nzoxazine-l-one, colourless crystals, m. p. 182°. 

4- Acdyl-%-o-methoxyphenyldihydro-2 : 4-benzoxazine-l-one, colourless 

crystals, m. p. 178°. 4-Acdyl-3-^-aceioxynapkthyldihydro-2 : 4- 
hcn^xazine-l-one, colourless crystals, m. p. 198°. 4-Acetyl-^-p- 
‘Mdhoxy.m-tolyldihydro-2 : 4-benzoxazmc-l-onc, colourless crystals, 
ai. p. 128°. 4-Acetyl-3-mp-dimelhoxyphenyldihydro-'2 : 4-benzoxazine- 
l '°, ne j colourless crystals, m. p. 183°. 4- Acelyl-3-o-carboxy phenyl- 
dihydro- 2 : 4-benzoxazine-l-one, colourless crystals, m. p. 134°. 

^•Acciyl-^nitro-W : 4 ' - me thylenedioxypken yldikydro - 2 : 4-benzoxazine- 
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1 -one (a-form), brownish -yellow crystals, m. p. 206°. 4-Acefai o 

nitro -%' : 4 ' - methyknedioxyphe nyldihydro - 2 : 4-benzoxazineA‘one (t 
form), colourless crystals, in. p. 165°. 4'Acetyl-2 ; 4 : 5-iritn If 
oxyphenyldihydro-2 : 4-benzoxazine-l-one, colourless crystals, m 
135°. 4-Acetyl-S~0‘acetoxy-p toUjldihydro-2 : i-benzdxazine-bwie 
ourless crystals, m. p. 166°. H. \V° 


Researches on Residual Affinity and Co-ordination, y 
S alicylatotetramminocobaltic Salts and the Constitution 0 f 
Oxonium Compounds. Gilbert T. Morgan and J ]) ir. 
Smith (T., 1922, 121, 195G— 1971). ‘ * N 


New Synthesis of /soFerulic Acid [3-Hydroxy-4-methoxv- 
cinnamic Acid]. F. Mautiinkr (J. pr. Ckem., 1922, [ii] ( 104 
132 — 136). — 3-Nitro-4-methoxycinnamic acid was prepared accord 
ing to the instructions of Kin horn and Grab ho Id (A., 188>" 4771 
and found to melt at 248 — 249°, not 140°, as given by these authors 
On reduction with ferrous sulphate and ammonia it yields 3.^7 , <1 

4 - methonjc i nna m i c acid , light, yellow crystals, m. p. 1 79 j 

which forms a diazo-compound, from which on boiling with dilute 
copper sulphate solution osoferulic acid, m. p. 228°, is obtained. 

/so Vanillin, prepared from pro toe a tech 11 aldehyde by partial 
methylalion, condenses with malonic acid in presence of acetic 
acid, and at the same time carbon dioxide is eliminated ami m- 
ferulic acid formed. W. 0. K. 


Formation and Properties of Fluorescein. 0 . Fishier and 
Martin Bollmann (J. pr . Chcm., 1922, [ii], 104, 123 — 131). — Jn 
fluorescein as ordinarily prepared there is at most only tracts 
of resorcinolphthalcin, a fact no doubt due to the instability of 
this compound at the temperature of the reaction. In presence of 
boric acid, however, the more stable boric acid ester is formed, 
and fair yields of rcsoreinolphthalein, nearly colourless crystals, 
in. p. 208 — 209°, are obtained (monoacdyl derivative, colourless 
needles, m. p. 161°). This forms a hydrochloride , tb 0 H 12 G 5 ,Htl 
reddish -ye I low leaflets, on passing hydrogen chloride into its 
ethereal solution, or 011 boiling with concentrated hydrochloric 
acid and then adding alcohol. This compound is useful in separ- 
ating the fluorescein formed from the resorcinolphthalcin. The 
hydrobromide , snnll leaflets, and hyd coiodide, stellar aggregates of 
dark red needles, are formed in like manner. Fluorescein forms 
two mono- and two di-methyl others, one of each being coloured 
and one of each colourless. These yield the following salts: 
coloured monomethyl ether : hydrochloride, prisms, in. p. 
(decornp.), hydrobromidc ; colourless monomethyl ether: hydro- 
chloride, dark yellow leaflets, decomp. 170 — 173°, hydrobromidc 
yellow needles, in tufts; coloured dimethyl ether: hydrochloride, 
yellowish -red tufts of needles, decomp. 114°; hydrobromide, orange- 
red leaflets in bunches, decomp. 172°; colourless dimethyl ether. 
hydrochloride , dark coloured needles losing their colour at HO, 
hydrobromide, orange leaflets, decomp. 92°, sulphate- reddis • 
yellow, niicroscopic’prisms, in. p. 212°, W. 0. h* 
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Camphene'-e|M-sefc . -carb oxylic Acids [1 : l-Dimethyl-6- 
me thylene-(l : 2 : 2)dic#cloheptane*-3-carboxylic Acidj, their 
preparation from Bornylene-epi-carboxylic Acid, and their 
Transformation into sec.-p-Hydroxycamphane-epi-carb- 
oxylic Acid [2-Hydroxy-3-methyl-mcso-dimethyl-(l : 2 ; 2}di- 
ci/cioheptanecarboxylic Acid] and S-Hydroxycamphane-ept- 
carboxylic Acid [4-Hydroxy-3-methyl-mes© -dimethyl- (1 :2 :2 )- 
di-cyc/oheptanecarboxylic Acid] (o- and p-Borneolcarb oxylic 
Acids). J. Bredt (J. pr. Cham., 1922, |u], 104, 1—27; cf 
! Bredt and Sandkuhl, A., 1909, i, 498).— It lias ken previously 
; suggested (loc. cit.) that by intermolecular change, two camphenc- 
^carboxylic acids, (II) and (III), should be obtained from bornylene- 
j carboxylic acid (I). The acid (11) has already been obtained as 
lits isomeric lactone, and (III) is now prepared for the first time. 

: The tertiary hydrobromide of cam phene- epi-sec. -carboxylic acid, 
in. p. 157° (previously known as a-hydrobromoborriylenocarboxylic 
acid), is obtained by acting on borny leneea rboxy I i c acid with 
fuming aqueous hydrogen bromide, and this on treatment with 
alkali readily yields the tertiary hydroxy-acid, m. p. 170° (loc. 
cit.}. This acid on dry distillation under reduced pressure, or on 
steam distillation, yields an acid, m. p. 76 — 77°. The same acid 
may be obtained directly from the hydrobromide by distilling in 
steam, or better, by warming with quinoline. This acid proves 

to be camphcne -cpi-scc. -carboxylic acid , b. p. 156- 157°/ 13 14 

mm., 132—133°/4 mm., 114°/1 mm. It crystallises from acetone 
or alcohol in plates. Treatment with hydrogen bromide yields 
the hydrobromide, m. p. 157°, from which the hydroxy-acid, 
m. p. 176°, and camphenccarboxylic acid, in. p. 76 — 77°, can again 
be obtained. With hydrogen bromide dissolved in acetic acid like- 
ivise, camphenccarboxylic acid hydrobromide is formed and no 
isomerisation to bornylenecarboxylic acid takes place. It forms a 
stiver salt, CnH 15 0 2 Ag, small leaflets, not hygroscopic, an ethul 
ester, b. p. i21— 126715 mm., 128— 130722 mm., [aj D +4 04 °, 
n u , 1-47604. On treatment with mercuric acetate, a white 
precipitate soon separates, C 13 H 20 O 5 Hg, indicating a terminal 
~C-CH 3 group (Balbiano s reaction). It is oxidised by perman- 
f^l^ rbox y^ m Phenecam.phonc add (1 V), nodular crystals, m. p. 
w4—w3o • The anhydride of camphenccarboxylic acid is formed 
hydroxy-acid, m. p. 176°, with boiling acetic 
anhydride. It is a liquid, C 22 H 30 O 3> b. p. 260—270 /13—15 mm. 
^anipiienecarboxylic acid on treatment with acetic acid and a 
ew drops of sulphuric acid yields a product which is separated 
lr ™ on al distillation into a higher and a lower boiling fraction. 
*\ ro K m 7 e . lower boiling fraction has been separated p-borneol- 
1 ° x y*olactone (d -j- J)-bornylene carboxylic acid, and an 
unsamrated acid apparently isomeric with bornylenecarboxylic 
e * lg , b ? ilin S faction consists of acetyl-Uydroxib 
p a we-epi - carboxylic acid (acetyl borncol-p-carboxyhc acid), water - 

hvHmv'T ma V C crysta,Sj m - P- 011 hydrolysis with potassium 

y oxide solution, the above-mentioned borneol-p-carboxulic acid 
)> eaflets, m. p. 180—181°, is obtained, and*(d-M)-see.-p-enrfo- 
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acetoxywmphine-epi-carboxylic acid [(d -f \)-acetyUsoborneol.o. Cat f j 
oxylic acid], hard, glistening prisms, m. p. 116°, yielding (d-Hlja * 
bomeol-o-carboxylic acid (VI), small leaflets, m. p. 172°, on hydr 0 L-°' 
With permanganate, borneol-p-carboxylic acid is * oxidised t 
8-ketocamphane-epi-carboxylic acid {'p-camphocarboxylic acid ) (yn? 
tufted needles, in. p. 133 — 134°, whereas (d-f Z)4M>orneol-o.ca r } ) , 
oxylic acid is unchanged, but is oxidised by nitric acid to camphor! 
acid. It is converted by acetic anhydride into (d+Q-bornyfene 
epi-carboxylic acid, m. p. 110 — 111°, which is also formed on drv 
distillation of {d+])-acctylisoborneol-o-carboxylic acid. ^ 


ch 2 -ch-ch*co 2 h OH 2 -CH-OH-C0 2 H 0H a — ch-ch*co H 


CMco 


CMe, 


| CMe* 

CH CH, 


gh 2 :c 

(i.) “(it.) 

C0 2 H*GMe 2 '0H — CH*C0 2 H 

0 H 2 J * 

C0 2 H-CH — CH 2 


"-cm, 

(mo “ 

ch 2 ~ch— ch*co 2 h 

I CMe a j 

OH-CH — CMe-CH 2 


(iv.) 


(V.) 


CH a — CH— C(0H)-C0 2 H 

I CMe« I 

i i 2 I 

CH 2 — CMc-OH, 

(VI.) 


CH 2 — CH— CH*C0 2 1I 

| OMe 3 j 

GO — CMe-CH, 

(VII.) 


W. 0. K. 


Tropinonecarb oxylic Acid Esters. R. WillstAtter, 0. 
Wolfes, and H. Maeder (U.S. Pat. 1419091). — Succindialdr- 
hyde is condensed with the mono-calcium salt of ethyl acetone- 
diearboxylate and methylnminc. The tropinone citcr formed 
is an oily substance which hardens when exposed to air and takes 
up 2 mols. of water; m. p. 02 — 03° (pier ate, in. p. 133 — 135°). 

Chemical Abstracts. 


Tropinonecarboxylic Acid Esters. O. Wolfes and II. 
Maeder (U.S. Pat. 1419092). — An aqueous solution of succin- 
dialdehyde is added to a solution of an acetoacetic ester, alkali, 
and methylamine and the reaction product shaken with chloro- 
form ; the chloroform solution thus obtained is extracted with 
dilute sulphuric acid to obtain (on adding soda and extracting 
with chloroform) a tropinonecarboxylic .acid ethyl ester, an oily 
substance which solidifies on exposure to the air for some time. 

Chemical Abstracts. 

Reduction of Acid Chlorides to Aldehydes by Means of 
Nickel Catalysts. H. Sciiliewiensry (Z. angew. Chem., 1922, 
35, 483). — The preparation of aldehydes from acid chlorides by 
means of hydrogen in the presence of Kelbcr's nickel catalyst 
(A., 1917, ii, 215), has been described by Rosenmund (A., 1918, 



ORGANIC CHEMISTRY. 


i. 939 

i, 300). The author’s attempts to repeat the preparation of benz- 
aldchyde according to these directions have been unsuccessful 
The reaction could not be effected in the presence of catalysts 
prepared from freshly precipitated basic nickel carbonate which 
was (a) ignited while moist in air to the oxide and subsequently 
reduced by hydrogen in an electric furnace at 310—320", (6) directly 
heated in the tube at 310 320° and subsequently reduced at the 
same temperature, and (c) dried at 100° in air and then ignited 
and reduced in hydrogen at 310—320°. Failure cannot be attributed 
to inactivity of the catalyst 'which rapidly caused the hydrogenation 
of fats. H. W. 

Reduction of Acid Chlorides to Aldehydes by Means of 
Nickel Catalysts. K. W. Rosjenmuxd ( Z . angew . Chan., 1922 
35, 483).— In reply to Schlicwicnsky (preceding abstract), it" is 
pointed out that attention has already been directed (A./ 1918 
i, 300) to the variability in the behaviour of palladium and nickel 
as catalysts in the conversion of acid chlorides into aldehydes by 
hydrogen. A trustworthy procedure has been given in the case 
of palladium (Rosenmund and Zetzsche, A., 1921, ii, 320); a 
modified method will be published in the case of nickel. H. W. 

A-Oximino-ethers . II. A -Aryl Ethers of 2:4- and 
2 : 6-Dinitrobenzaldoximes . Fred Barrow, Evan Dalton 
Griffiths, and Edward Bloom (T., 1922, 121, 1713 1717). 

The Action of Sodium Methoxide and its Homologues on 
Benzophenone Chloride and Benzylidene Chloride. III. 

John Edwin Mackenzie (T. } 1922, 121, 1695 -1699). 

Piperitone. IV. The Interaction of d/-Piperitone and 
Semicarbazide, and the Isolation of Pure </f-Piperitone. 

John Read and Henry George Smith (T., 1922 121 1863— 

1872 ). 

A New Organic Acid (Kojic Acid) Formed by AsperqUlus 
orysae. Teijiro Yabuta (</. Chem. Soe. Tokyo , 1916, 37, 1185— 
1233, 1234— 1269).— The substance is not only present* in the 
organism, but is also formed abundantly when the latter is grown 
on steamed rice (“ Koji ; ') or in a 10° 0 solution of dextrose with 
salts; in the latter ease, one-tenth of the dextrose is converted 
according to the equation C 6 H 12 0 6 -f0=C 6 H 6 0 1 +3H,0. The 
formula originally given (A., 1913, i, 180) must be halved, as the 
result of molecular weight determinations. Kojic acid thus differs 
by one oxygen atom from maltol, which is formed from carbo- 
hydrates on distillation (A., 1910, i, 719). Both substances are 
3-hydro xy- 7 - py rones and give with ferric chloride a coloration 
similar to that given by salicylic acid ; kojic acid gives this reaction 
even at 1 ^200,000. The acid forms colourless, anhydrous needles, 
m - P* 1^2°, subliming in a high vacuum without change, readily 
in water, alcohol, or ethyl acetate, less soluble in ether, 
chloroform, or pyridine, scarcely at all soluble in most other 
solvents. The acid is precipitated by carbon dioxide from con- 
centrated solutions of its sodium salt* It giyes a red coloration 
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with yr-diazobenzenesulphonic acid, and reduces Fehling’s and 
ammoniacal silver solutions. The copper salt, (C 6 H B 0 4 ) 1! Cu ) j s 
the most characteristic of several crystalline salts, and is employed 
in the isolation of the substance. The barium salt has the com. 
position (C G H 5 0 4 ) 2 Ba,2C 6 H 6 0 4 ; the calcium and r strontium salts 
have a similar composition, +4H 2 0. The diacetyl derivative 
C 6 H 4 0 2 (0Ac) 2 , m. p. 102°, the dibenzoyl derivative, in. p. 13^’ 
the diphenylcarbamitc, 0 6 H 4 0 2 (0 , 00‘NHPh) 2 , 111. p. 170°, a nc j 
the monobenzoyl derivative, 0 G H 5 O 3 (OBz), m. p. 135°, have been 
prepared, the latter by benzoyl chloride acting on the substance 
suspended in ether. The dimethyl ether , C fi H 4 () 2 (()Me) 2 , prepared 
by diazomethane or methyl sulphate, m. p. 90°, is hydrolysed by 
boiling barium hydroxide solution into equimolecular proportions 
of formic acid, methoxyaeetic acid, and methoxyacetone (acetyl, 
carbinyl methyl ether). Ammonia transforms kojic acid into 
a base , C 8 H 11 0 3 N, probably the dimethyl ether of a hydroxy. 
methyl-1 lydroxy-y-pyridonc (comcnamic alcohol 1). This base was 
isolated as the hydrochloride , 111. p. 180 — 181°, the picrate , m. p, 
177°, and the platinichloride, m. p. 172°. The above facts suggest 
that kojic acid has either of the following constitutions : 


(I) 


HC-o-c-cn 2 -°H or (1I) hc-o-c;.ch 2 .oii 

HC'CO-C-OH HO-C-CO'CII 


In the case of maltol, Peratoner and Tamburello (A., 1905, 
i, 807) decided between similar alternatives in favour of a formula 
analogous to I, and Peratoner and Palazzo (A., 1005, i, 806) 
assigned to comenie acid a constitution of the second type, because 
the latter does, and maltol does not, react with benzenediazonium 
acetate or amyl nitrite (only compounds of the second type can 
tautomerically furnish the *CH 2 *CO grouping necessary for these 
condensations). Since kojic acid forms with benzenediazonium 
acetate a Hie ttcaio- derivative, C 12 H 10 O 4 N 2 ,H 2 O, m. p. (in scaled 
tube) 146 — 147°, the author considers that it is constituted accord- 
ing to formula II, so that it would be 3 -hydroxy- 6-hydroxv- 
methyl-y-pyrone, the alcohol corresponding with comenie acid. 
Various unsuccessful attempts at the conversion of kojic acid into 
known pyrone and pyridone compounds were made by oxidation and 
reduction. 

Bromine water yields monobromokojic acid, C 6 H B 0 4 Br, m. p. 
159 — 160°, furnishing a copper salt, (C 6 H 4 0 4 Br) 2 Cu, and with lead 
acetate and nitrate double salts of the compositions 
C 6 H 5 0 4 BrPb-C 2 H 3 0 2 

and C,H 3 0 4 BrPb'N0 3 . It yields a diacetyl derivative, 
C (i H 4 0 2 Br(0Ac) 2 , 

m. p. 94 — 95 s , and a dibenzoyl derivative, C 6 H 4 0 2 Br(0Bz) 2 , m.p. 
133—134°. It is converted by barium hydroxide in poor yield 
into hydroxykojk acid, C 6 H 6 0 5 ,JH 2 0, which gives with ferric 
chloride a transitory green or, in the presence of sodium acetate, 
a purple coloration. Hydroxykojic acid is probably 2 : 3-dihydrox}- 
6-hydroxymethyl-y-pyrone gnd yields an amorphous copper sa , 
C fi H 4 0 5 Cu. When the lead double salt of bromokojic and aceuv 
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Highly Condensed Derivatives of Xanthone. Alfred 
Eckert and Gertrud Enpler (/. pr. Chem ., 1922, [ii], 104, 91 — 
101) — Corresponding with anthraquinone, a w&sonaphthobi- 
anthrone is known (Scholl, A., 1910, i, 494). The analogous meso - 
naphthodixanthylene is now described. 

2 • 5 -Dichlorophenol and o-chlorobenzoic acid are condensed by 
boiling methyl alcoholic potash in presence of copper powder to 
form o-2 : 5-dichlorophenoxybenzoic acid, a white, crystalline 
oowder, m. p. 120 — 124°. Sulphuric acid converts this compound 
Into 1 : 4 -dichloroxanthone, long, colourless needles, m. p. 159— 
161 ° which, when boiled with methyl alcoholic potash under a 
reflux condenser yields 4 - chloro - 1 - melhoxyxanlhone , yellow needles, 
m p J 56 — 158°. Aluminium chloride removes the methyl group 
from this, with the formation of i-chloro - 1 -kydrozyxanthone, long, 
yellow needles, m. p. 156°. By treating 1 : 4-dichIoroxanthone 
with copper powder in boiling naphthalene, 4 : i'-dichloro-l : 1'- 
dimnthonoyl, long, colourless needles, m. p. 290°, is obtained, 
and this compound, on reduction with zinc dust in alcoholic potash, 
yields a pinacme, with the formula (I), yellow crystals, m. p. 276 — 
278°. This substance can be very easily oxidised back to dichloro- 
dixanthonoyl with chromic acid. On further reduction with 
red phosphorus and hydrogen iodide, it yields meso benzdixanthylene, 
golden-yellow plates, m. p. 236 — 237°. This substance on oxid- 
ation with chromic acid yields dixanthonoyl, and when heated 
at 140 — 150° with aluminium chloride loses two atoms of hydrogen 
to form meso naphthodixanthylene, yellow needles, m. p. 140 — 
150° (II). It has not been found possible to carry out this last 
change . by illuminating a solution of wasobenzdixanthylene in 
acetic acid. 




Preparation of Benzanthrone Derivatives. British Dye- 
stuffs Corporation, Limited, Arthur George Perkin, and 
George Douglas Spencer (Brit. Pat. 183351). — Hydroxybmz- 
anihrone is obtained by heating a mixture of benzanthrone (50 
parts), anthraquinone (50 parts), alkali hydroxide (300 parts), 
water (75 parts), and sodium chlorate or sodium nitrate (35 parts) 
VOL. cxxtl i. 1 1 



i. 942 


ABSTRACTS OE CHEMICAL PAPERS. 


in an autoclave slowly at 250° and then maintaining the temperature 
during three hours between 260° and 265°. The product is digested 
with boiling water, and anthraquinone removed by filtration. 
Hydroxybenzanthrone is precipitated from the filtrate by carbonic 
acid or a stronger acid. * 

Aminobenzanthrone is prepared by gradually heating a mixture 
of hydroxybenzanthrone (25 parts) and ammonia ( d O' 880, 500 
parts) in an autoclave at 200 ° and subsequently maintaining the 
temperature at 220 — 230° during seven hours. The product is 
diluted with water and filtered, whereby aminobenzanthrone is 
isolated as dull red crystals; unchanged hydroxybenzanthrone 
can be recovered by acidification of the filtrate, H. 

Introduction of Arylamino-groups into Aminoanthra* 
quinones. Badische Anilin & Soda-Fabrik {Fr. Pat. 
526686; Brit. Pat. 171292; Swiss Pat. 90480; from Chern. Zmtr 
1922, ii, 639). — Aminoanthraquinones or their substituted deriv- 
ativ 4 are treated with metallic compounds of primary aromatic 
amines, or with such metals or metallic compounds, especially 
metallic amides, which give with amines metallic arylamine com- 
pounds, in the presence of weak oxidising agents such as air. For 
example, by heating l-amino- 2 -methylanthraquinone with sod- 
amide, or with sodium, magnesium, or aluminium anilides, 

1- amino- 4 -anilino- 2 -methylanthraquinone is obtained. 1-Amino- 

2 - methylanthraquinone and sodium p-toluidide similarly give 

l-amiiwA-^4oluidino-2-methylanthraquimne, lustrous, metallic, dark 
violet prisms, m. p. 266°. Other compounds similarly prepared 
are the following, s- 1 : 4 -Dianilinoanthraquinone, lustrous, 
metallic, violet needles, m. p. 217° ; *1 : 4-Bi-p-toluidmoanthra. 
quinone ; iio-Q-anil'ino&nthv&qtt mane (?)> violet, lustrous 

needles, m. p. 239°; {-aminoA-anilinmnthraquinone, m. p. 192°; 
amino-p-toluidinoanthraquinone, m. p. 253°; amino-o-toluidm- 
antkrcuminone , m. p. 206° ; s-dianilinoanthraquinone, violet needles 
with slight metallic lustre, m. p. 152°; anthraquinanedihjdro- 
5-pkmylphemzim, m. p. 233° (cf. A., 1921, i, 274); diammophenyl 
aminoanthraqu inane , dark violet crystals. O. W . K. 


Preparation of l-Amino-2-antbraqninone Aldehyde. 
Leopold Cassella & Co., (D.R.-P. 3461 88 and Swiss Pat. 
73683; from Chem. Zentr 1922, ii, 638).— The condensation 
products obtained by heating l-amino- 2 -methylanthraqumone 
with aromatic nitro- com pounds, -with or without addition o 
primary aromatic amines in the presence of alkalis, are treated 
with acids. The condensation product of the composition 

C 6 H 4 <^>C 6 H 2 (N H 2 ) 1 *(C H: N-Aryl ) 2 obtained by the action of 

1 - amino - 2 - methylanthraquinone on nitrobenzene in the presence 
of potassium carbonate or on ( 3 -naphthylamine in the P rese * c ® 
nitrobenzene, is heated with sulphuric acid or Withacetica 
and strong hydrochloric acid. The 1-aminoanthraquinme^Me 


Ayde thus obtained, C 6 H 4 <^q 0 ^C 6 H 2 (NTI 2 ) , CHO, forms 


lustrous, 
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metallic, red crystals, m. p. 231 — 233°. The solution in strong 
sulphuric acid gives a diazo-compound with sodium nitrite. When 
heated with primary amines, it gives an azomethine. G. W. R, 

Picolinoylaminoanthraquinones. E. de Barry Barnett 
(Chem* News, 1922, 125, 143 — 144). — 1 -Piwlinoylaminmnthra- 
quirum, C^HjoOgNa, a dark yellow, crystalline powder, m. p. 
282—284° (decomp.), is prepared by the action of crude picolinoyl 
chloride on a solution of 1-aminoanthraquinonc in tetraehloro- 
ethane. On alkaline reduction, it forms a red vat-dye, but the act ion 
takes place slowly and with considerable difficulty. 2 -Picolinoyl 
aminoanthraquinone forms almost colourless crystals, m. p. 257 — 
258°. The compounds could not be caused to react with alkyl 
haloid with the formation of soluble, quaternary (pyridinium) 
salts. H. W. 

Anthraquinone Derivatives. K. Wilke (U.S. Pat. 1417875). 
—By the action of fuming sulphuric acid on 1 -nitro-2-alkylanthra- 
quinones, products are formed which arc insoluble in alkalis and 
are good starting materials for the manufacture of dyes. Con- 
ducting the reaction with exclusion of air gives products of greater 
purity. Elimination of the elements of water occurs between the 
nitro- and alkyl-group with formation of new isooxazole derivatives 
of anthraquinone. l-Nitro-2-methylanthraquinone yields 1 : 2- 
anthroquinoneisooxazole, m. p. about 250° (decomp.). 1 : o-Di- 
nitro-2-methylanthraquinone yields greenish-yellow crystals of 
d-nitro-l : 2 -anthraquinonei$ooxazob 2 . 1 -N itro-2-ethylanthraquin- 

one yields 1 : 2-antkraquinonemethylisooxazole, coarse, dark brown 
crystals, m. p. about 210°. 1 -Nitro-2 -methyl- 5 : 6 : 7 : 8-tetra- 
chloroanthraquinone yields 5:6:7: S-tetrackloro- 1 : 2-anthraquin - 
mdsooxazole, a greenish-yellow powder, m. p. about 242° (decomp.). 

Chemical Abstracts. 

Preparation of Camphene Hydrochloride. Chemische 
Fabrik auf Aktien (vorm. E. Schering) (D.R.-P. 348484 ; from 
Chem. Zentr 1922, ii, 699 — 700). — Camphene is treated, in the 
presence of a suitable diluent, with hydrogen chloride at low tem- 
CH -CH“CMe P era tures. The hydrochloride (formula annexed) 

I 2 i i" 2 thus obtained forms branched snow-white crystals, 

| CH 2 m. p. 125 — 327°. It has a strong odour similar to 
CH -CH-CMeCl men ^ 10 ^ but quite distinct from that of 

2 * pinene hydrochloride and uobornyl chloride. It 

is unstable and readily loses hydrogen chloride, which results in 
the gradual formation of tsobornyl chloride. This transformation 
takes place more quickly in the presence of acids. By shaking 
camphene hydrochloride with water, camphene hydrate is formed 
in quantitative yield. The reaction takes place more quickly in 
the presence of alkalis. G. W. R. 

The Borneol obtained from the Magnesium Compound of 
Pinene Hydrochloride. G. Vavon and A. L. Berton (Compt. 
rend., 1922, 175, 369 -372). — Pinene hydrochloride when treated with 

ll * 
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Grignard s reagent and then oxidised yields a mixture of borneol 
and tsobomeol in different proportions depending on the tem, 
perature of oxidation. The authors state that their experiments 
yield no evidence as to the stage at which the formation of tun 
isomerides takes place and suggest the possibility pf the existence 
of isomerides in the pinene hydrochloride. H* J. E. 

Phenylcamphenol. A. M. Nordstrom (Hyllningsshrifi tUfa 
gnad Ossian Aschan , 1920, 129— 133).— Magnesium phenyl bromide 
and camphenol yield a viscid, oily substance, phenylcamphenol \ 
b. p. 166—167 0 /15 mm., df 1-0620, rifi 1-55085, and a little diphenyl, 
Elimination of water yields a compound- , probably of the annexed 

~ constitution, df 1*0002, »8 1-54679. It does not 

/ OH oh. 2 f orm a nitrosochloride, but treatment with formic 
CPh- “CMe^CH acid yields phenylopobornyl formate, a viscid oil, 

\ 1 „ I b. p. 183-5—185718 mm., df 1-0801, nf 1-53461, 

Oil -Oxlg by hydrolysis of the ester, of which there arc 
obtained phenylopobomeol, b. p. 164-5 — 166° /7 mm., df 1-0583, »|j 
1-55160, and an acid crystallising in fine needles, m. p. 164°. Phenyl- 
apoborneol on oxidation yields phenylopocamphor, b. p. 18o 18/ /20 
mm., df 1-0716, w? 1-55228 (semicarbazone, m. p. 214°); the 
latter on oxidation gives phenyla^ocamphoric acid, lustrous scales, 
m. p. 205° (anhydride, m. p. 118 — 119°; diethyl ester, b. p. 200— 
20r/7 mm., df 1-7028, ng 1-50596). Phenylapoborneol yields, 
according to Chugaev, phenylapobornylene, b. p. 135°/ 13 mm., 
df 0-9907, 7 ig 1-54466 (nitrosochloride, m. p. 164°) and a substance, 
b. p. 70—7478 mm., df 0-9108, rc'J 1-53619, which on oxidation 
gives benzyl alcohol and a ketone (semicarbazone, m. p. 199 ). 

Chemical Abstracts. 

Action of Sulphur and Sulphur Compounds on Terpenes, 

P, P. Budnikov and E. A. Schilov (Bull. Inst. Polyt . Ivanovo- 
Voznesensk, 1921, 4, 110— 112).— When terpenes, b. p. 155—160°, 
are subjected to prolonged boiling with sulphur in a reflux apparatus 
and in an atmosphere of carbon dioxide, hydrogen sulphide and 
other gaseous products are formed together with a reddish-brown, 
oily liquid having a characteristic, acrid odour. Fractional dis- 
tillation of this liquid at either ordinary or reduced pressure yields 
a number of products which all contain sulphur and form pre- 
cipitates when treated with alcoholic solutions of mercuric chloride, 
auric chloride, and lead acetate. The mercury compound gradual y 
decomposes with formation of mercuric sulphide and a red, oily 
liquid when boiled with water, and yields a distillate free from 
sulphur, but containing chlorine, when distilled in a current of 
steam. * Hydrogen sulphide is also liberated when the fractions 
of the original product are treated with strong acids. Similar 
sulphur-containing products, giving precipitates with some of die 
heavy metal salts, are obtained when terpenes are treated^™ 
hydrogen sulphide under the conditions mentioned above. V 
Sulphur probably unites with terpenes at the doubly linkup 
giving a compound" of the formula 
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JOUsr 


i®-\ 

CMe 9 ,GK 9 


or 


ch*ch 2 *ch-- 


S — CMe CH— v 

i i i \ 

I i C.Mc 2 W 


In the compound formed with mercuric chloride, the latter probably 
unites with the sulphur, the subsequent decomposition bv steam 
being represented by the equation : J 


CljHgS^ 


,CMe- 


CH-CH 


- 9 H \ 

CMcj^OH, 


► HgS + CHCi; 


yCMeCl-CH- 


\ 


\ 


CH„ 


CMc 2 
-CH- / 

X. H. P. 


The Composition of Beechnut Oil ( Oleum fagi sylvaticce ) 

A. Heiduschka and P. Roser ( J . pr. Chem 1922, [ii], 104, 137_ 
160). — An exhaustive analysis shows the presence in this oil of 
0-39% of a-iinolenic acid, 9*19% of a-linolic acid, 76*69% of oleic 
acid, 4*88% of palmitic acid, 3*4 5% of stearic acid, and 0*82°/ 
of material which could not be saponified and was essentially 
phytosterol. \\ 0. K 


The Essential Oil from Inchi Grass {Cympopogan Ccesius, 
Stapf.). K. L. Moudgill and K. R. Krishna Iyer iPerf. and 
Essent. Oil Bee., 1922, 13, 292 — 295). — The constants for this oil 
(yield, 0*8%) are: r/f 0*9187; nf, 1-484; |>]*? -38*9°; acid 
number, 1*7; saponification number, 5-6; acetyl number, 120; 
percentage of aldehydes (Bennett’s hydroxylamine method), 4*2! 
The oil is not identical with any of the known commercial oils 
from ahied grasses, and may be used as a substitute for palmarosa 
oil, which it resembles in odour. It contains i-borneol, Z-camphene, 
Mimonene, Uerpineol, and unidentified sesquiterpene constituents! 

H.C.R. 

Essential Oil of Juniper from Cyrenaica, V. Massera 
(Riv.Jtal. ess. profumi, 1922, 4, 23—24; irom Chem. Zenir 1922, 
i, 1079). — A sample of essential oil of juniper from Cyrenaica had 
d 15 0*8715; [ajjj-hG 0 ; nf, 1*4732; acid number, 0*54 ; esterification 
number, 4-91 ; acetyl number, 11*92. a-Pinene and cadinene were 
present. A sample from another locality had similar properties. 

G. W. R. 


Empirical and Structural Composition of Natural and 
Synthetic Caoutchouc. F. Kirchiiof ( Koll . Chem. Beihefle, 
1922, 16, 47— 87). — A critical discussion in which the author by 
means of an examination of the analytical data of Harries and his 
Co- workers attempts to show that Para caoutchouc has the empirical 
ormula C 10 H 17 . The African Congo caoutchouc has, like the 
« isoprene and piperylene caoutchouc, the formula C 10 H 16 , 
Jhioh has been generally accepted for all forms of caoutchouc, 
hese formulae are in keeping with the behaviour of these substances 
unrig ozonisation and oxozonisation. Because of this new 7 formula 
rara caoutchouc, it must have a 'constitution different from 

11*2 
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that put forward by Harries. The Para caoutchouc hydrocarbon 
must have an open chain in which the group 

=CH”CH 2 -CH 2 — CMe= 

must appear, but in which other groups must also exist, as 
shown by the appearance of formic, carbonic, t and succinic 
acids during the decomposition of the ozonide. Here, in part, is 
the difference between Para caoutchouc and synthetic isoprene 
caoutchouc. An attempt is made to build up structural formulae 
which shall represent the quantitative relationships of the ozonide 
decomposition, the depolymerisation in solution and the decom. 
position on distillation in a vacuum. Since the purely chemical 
structural formula is insufficient to represent both the chemical 
and physico-chemical facts, the author has advanced a spacial 
formula which, it is claimed, explains the colloidal, physico-chemical, 
and chemical properties of caoutchouc. J. F, g. 

Anemonins. Yasuhiko Asahina and Atsushi Fgjita [Acta 
Pkytockim 1922, 1, 1 — 42).— A resume in German of Asahina : s 
work on anemonin, most of which has been published in Japanese 
only (cf. A., 1892, i, 241 ; 1896, i, 623; 1899, i, 930; 1914, i, 561; 
1915, i, 1067 ; 1916, i, 401 ; 1920, i, 70, 321, 493, 678 ; 1921, i, 798). 

W. G. 

The Colouring Matter of Lithospermum erythrorhizon. 
Rik6 Kajima and Ciiika Kuroda {Acta Pkytockim ., 1922, 1, 43- 
65), — The colouring matter of sliikon, the dried roots of Lilho- 
spermum erythrorhizon, has been isolated in a crystal line form and been 
shown to be a monoacetyl derivative, m . p. 85 — 86°, of shikonin. If the 
acetyl derivative is dissolved in dilute alkali and the solution is then 
acidified with dilute acid, shikonin itself, Ci 6 H 16 0 5 , m. p. 147°, is 
obtained. It gives sodium and copper salts and on acetylation yields a 
triacetyl derivative, m. p. 113°, but if the acetylation is carried out in 
the presence of zinc dust , a penta-acetyl derivative of reduced shikonin, 
m. p. 90°, is formed, which on bromination gives a browm-compound, 
C 16 Hi 2 0 5 BrAc 5 ,H 2 0, m. p. 123°. Shikonin also yields a dibenzoyl 
derivative, m. p. 168°, and an oxime, m. p. 163°. The constitution 
assigned to shikonin (annexed formula) is that of h-methijl-to- 
pentenyl'2 : 5 : 8-trihydroxy- 1 : 4 -mphth- 
quinvne . In support of this view, it is 
/ \/ \qh shown that on heating, shikonin is partly 

I I JcH 2 *CH 2 -CH:CMe 2 converted into skikazarin (1 : 4-dihydr- 
\/V ' “ “ oxy-8-methylanthraquinonc), m.p. 232°, 

GH GG and on dry distillation gives 1- and 2- 

niethylanthracen.es. Shikazarin, if distilled with zinc dust, givt^ 
the same products. When oxidised with potassium permanganate 
in acetone solution, shikazarin gives 3-methylphthalic acid. Tn- 
aeetylshikonin on oxidation with ozone yielded acetone, £jf c ^ liuc 
acid, and 3 : 6-dihydroxyphthalic acid. W. G. 

The Structure of the Compounds produced from Olefines 
and Mercury Salts: Mercurated Dihydrobenzofurans. 
Roger Adams, F. L. Roman, and W. N. Sperry (J. Amr. CHm, 
Soc., 1922, 44, 1781 — 1792).— Experimental evidence is adclucea 
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f ro m the literature to disprove molecular formulae, such as 
CH 2 ;CH 2 ,Hg(OH)X ! for the compounds from olefines and mercuric 


gaits. 

A series of mercurated dihydrobenzofurans of the general struc- 
ture Ce^^Q-^H'CHg'HgX, is described. These compounds 


are remarkably stable towards acids in comparison with other 
mercury salt-olefine compounds . They are converted by potassium 
iodide into the corresponding iodide and by treatment with sodium 
amalgam give compounds of the general type R 2 Hg. No reasonable 
molecular formula for the mercurated dihydrobenzofurans can be 
written which will explain the structure and the chemical reactions 
of these compounds. The additive formula allows of a simple 
explanation of all the experimental facts. 
l-AcetoxymercurimethyUl : 2 ■ di hydrobenzofu ran , 

C6 H 4<-O-> CH ' CH 2' H g' OA0 - 


colourless plates, m. p. 80 — 81°, is prepared by the gradual addition 
of an aqueous solution of mercuric acetate to a suspension of o-allyl- 
phenol in water. It is converted by sodium chloride solution into 
1-cMoromercurimethyLl : 2 -dihydrobenzofurans m. p. 137°, which is 
also obtained from o-allylphenol and mercuric chloride in the 
presence of water, ethyl alcohol, or ft -butyl alcohol. If the reaction 
is effected in the presence of aqueous hydrochloric acid, an unstable 
intermediate compound, probably OH'CgH^CHg'CHCbCHo'HgCl, is 
also formed which, however, could not be isolated in a homogeneous 
condition. The acetoxy-compound is converted by hot potassium 
bromide solution into 1 -bromomercurimethyl- 1 : 2 - d ihydrobenzofu ra n , 
colourless, lustrous crystals, m. p. 122°, and by potassium iodide 
into 1-iodomercurimethyl-l : '2-dihydrobenzofuran, colourless plates, 
m. p. 114—115*5°; the latter substance is also obtained from the 
chloromercuri-derivative and potassium iodide. 1 : 1 -Sulphato- 
mercuridimethylenebis - 1 : 2-dih ydrobenzofuran, 

(c 6 H 4 <^2>CH'C H 2 Hg) 2 S° 1 , 

m. p. 123° (decomp.), is prepared by the cautious addition of o-allyl- 
phenol to a solution of mercuric oxide in aqueous sulphuric acid. 
Reduction of 1-chloromercurimcthyl-l : 2-dihydrobenzofuran by 
sodium amalgam and ethyl alcohol leads to the production of 
1 : bmercuridimethylenebis - 1 : 2 -dihydrobenzofurctn, 

(c 6 n 4 <!:Q£>CH'CH 2 ) 2 Hg, 
colourless crystals, m. p. 93°. 

o-Allylanisole reacts with an aqueous or methyl alcoholic solution 
of mercuric acetate with the formation of a-acetoxymercun-y-o- 
amsylpropan-fi-ol, C 6 H 4 (OMe)*CH 2 *CH(OH)*CH 2 *Hg*OAc, which 
could not be caused to crystallise. It is readily decomposed by 
hydrochloric acid with regeneration of o-allylanisole. It appears 
to be converted by sodium chloride into the corresponding chloride, 
which could not be caused to solidify. Mercuric chloride or sulphate 
does not react with o-allylanisole. 
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1 -Iodomercurimethyl- 1 : 2-dihydrobenzofuran ia transformed by 
a hot solution of iodine in aqueous potassium iodide into Liofa 

methyl - 1 : 2-dihydrobenzofuran , C 6 H 4 <C^q^^>GH*CH 2 I, colourless 

crystals, m. p. 36-5 — 37-5°, b. p. 150 — 151°/13 — 15 «mm., 4 . 7^2 
(liquid), ri% 1-614; the latter substance is reduced by granulated 
zinc and hydrochloric acid to l-methyl -\ : 2-dihydrobenzofuran 
b. p. 199—2027744 mm., d& 1-507, rig 1-536. H. W. 1 

The Relation between Vitali’s Reaction and the Constitu- 
tion of the Alkaloids which give it. Paul Hardy (J. Pham, 
Ghim 1922, [vii], 26, 172— 176).— It has been pointed out that 
Vitali’s reaction is given by substances other than atropine and 
hvoscyamine. The author shows that it is a general reaction for 
esters of certain acids the constitution of which is analogous to that 
of tropic acid. The reaction is given by scopolamine and by iso. 
atropylcocaine but not by homatropine or veratrine. H. J. E. 

Salts of Codeine : The Hydrobromide ; Preparation of 
Solutions for Injection. Felix Martin (J. Pham . Chivi., 
1922, [vii], 26, 176—187). — Codeine hydrobromide crystallises with 
2 mols. of water, which are not lost on exposure to the atmosphere; 
in dry air, £ mol. of water is lost at the ordinary temperature. At 
100°, the salt is only partly dehydrated and must be heated at 
115 — 116° before becoming anhydrous. The solubility in water 
at 97° is 2-04. Addition of sodium benzoate or salicylate increases 
its solubility at the ordinary temperature ; this is considered to 
be due to double decomposition, as codeine salicylate may be ex- 
tracted with ether from a mixed solution. Several analyses of 
commercial codeine indicate a product of a high degree of purity. 

H. J. E. 

Harmine and Harmaline. VI. The Synthesis of iV-Methyl- 
totrahydronorharmine and the Constitution of Harmaline 
and of the Alkylated Harmines. William Ogilvy Kermack, 
William Henry Perkin, and Robert Robinson (T., 1922, 121, 
1872—1896). 

Preparation of O-AIkyl Derivatives of Hydrocupreine. 

Vereinigte Chininfabriken Zimmer & Co., (D.R.-P. 341140; 
from Chem. Zentr., 1922, ii, 812). — Hydrocupreine oxide, which 
may be obtained by oxidation of hydrocupreine, is alkylated 
by the usual methods and the products are reduced to the alkyl 
derivatives of hydrocupreine. Since the nitrogen atom which is 
alkylated is protected by an oxygen atom, ammonium bases are 
not formed. Hydrocupreine oxide (leaflets, m. p. 199°, obtained 
by the action of 30% hydrogen peroxide on hydrocupreine) is 
treated with ethyl sulphate, ethyl hydrocupreine oxide sulpm^ 
thereby obtained, forms colourless needles. By heating with excess 
of sulphur dioxide under pressure, ethyl hydrocupreine is obtaine . 
By treatment of hydrocupreine oxide with ethylene chloride 
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reduction with sulphuric acid and sodium sulphite, chloroethyl 
hydrocupreine is obtained; it forms colourless needles, m. p. 164°. 

G.W. R. 

The Isolation of Muscarine, the Potent Principle of 
Amanita Muscaria. Harold King (T., 1922, 121, 1743—1753), 

Arylated Pyridines and their Relations to the Correspond- 
ing Pyrylium Compounds. IV. Walther Dilthey [with 
J NtfssLEiN, Heinr. Meyer, and H. Kaffer] (J. pr. Chem 
1922, [ii], 104, 28-36; of. A., 1921, i, 735).— It has been showri 
that whereas the salt-forming powers of pyrylium compounds are 
not much affected by the introduction of aryl groups, those of 
pyridine compounds are considerably weakened. It has now been 
found, however, that, under suitable conditions, penta- and tetra- 
phenylpyridines form a picrate, and that pentaphenylpyridine 
forms a perchlorate, the basicity thus being rather stronger than 
had been suspected. 

The following new compounds have been prepared: Penta- 
pkenylpyridine picrate, nodular, yellowish- orange crystals or compact 
prisma, m. p. 233—237°, perchlorate, colourless crystals, m. p. 299°; 
2:4:5: (i-tdraphenylpyridine picrate , small, yellow needles, m. p 
192—193° ; 4:5: $4riphenyl-2-(p-brornophenyl)pyridine, colourless 
needles, m. p. 172° (picrate, m. p. 226°) ; i-phenyl-2 : 6-tfi-(p-6romo- 
pJimyl)pyridine } colourless, silky needles, m. p. 196° (hydrochloride, 
citron-yellow needles, picrate , yellow prisms, m. p. 212°); 4:6- 
dipUnyU 2- (4- methoxy-3-methylphenyl)pyridine. } colourless needles, 
m. p. 112° (hydrochloride, greemsh-yellow r crystals like glass-wool, 
m. p. 100 — 104°); 4 : ^-diphenyl-2~(%-hydroxy-m-tolyl)pyrxdine, 
colourless needles, m. p. 151—152° ( picrate , yellow needles, m. p. 
232°); 4 : Q-diphenyl-2-(§-a-cetoxy-m-tolyl)pyridine, colourless prisms, 
m. p, 99 — 101° (picrate, nodular, yellow crystals, m. p. 126 — 127°). 

W. O. K. 

Preparation of Hydrogenated l-ALkylpyridine-4-Carb- 
oxylates. E. Merck (D.R.-P. 344028; from Chem. Zcntr,, 1922, 
ii, 810), — Trigonelline (methylbetaine of pyridine-3 -carboxylic 
acid), its 1 -alkyl homologues, or the salts of these compounds are 
reduced by metals in alcoholic solution. Reduction of trigonelline 
chloride by tin and hydrochloric acid in methyl alcoholic solution 
gives methyl l-methylhexahydropyridine-3-carboxylate, an oil, b. p. 
92 94° /16 mm. The alkylhaloids have therapeutic uses. The 
methiodide has m. p. 190° (corr.). Ethyl 1-ethylhexahydropyridine- 
3-carboxylate, a basic-smelling, colourless oil, b. p. 108— 110°/13 
mm., is obtained by reduction of ethyltrigonellins hydrochloride 
(. hydrobromide). The latter is prepared by heating pyridine - 
3-carboxylic acid with ethyl bromide, sodium carbonate, and water 
m a closed vessel; it forms white, lustrous spangles, m. p. 227° 
(decorap.). ' G. W. R. 

Preparation of Hydrogenated l-Alkylpyridine-3-carboxyl- 

ates. Richard Wolffenstein (D.R.-P. 346888; from Chem , 
fantr., 1922, ii, 811). — In the place of 1 -alkylhaloids of alkyl pyridine- 
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3-earboxylates (this vol., i, 365), other quaternary ammonium salts 
are used. For example, methyl l-methylpyridine-3-carboxylak 
methosulphate is reduced by tin and hydrogen chloride to methyl 
l-methylhexahydropyridine-3-carboxylate, which is identical ^ 
the compound obtained by reduction of the corresponding 1-alkyl, 
haloids. Ethyl l-ethylh#mhydropyridine-3-mrboxylate t similarly p re . 
pared, is a basic, oily liquid. G. W. R 

Preparation of Alkyl Salts of Hydrogenated 1-Alkyl- 
pyridine-3-carboxylates. Richard Wolffenstein (I)Rp 
346461 and 348379 ; from Chem. Zentr 1922, ii, 810—811 ; c f. this 
vol., i, 365). — Hydrogenated l-alkylpyridine-3-carboxylates are 
treated with alkyl haloids or with other alkyl salts. By the action 

of methyl iodide on methyl l-methylhexahydropyridine-3-carb- 

oxylate in the presence of a diluent, the corresponding 1 -methiodidc 
is obtained. It is a colourless or light yellow, crystalline powder 
of fish-like odour, having m. p. 185—188°. The l-methobromide is 
a white, crystalline powder, m. p. 196°. The l-methochbride is 
prepared by the action of silver chloride on the 1-methiodide. The 
ethosulphate forms white, lustrous leaflets, m. p. 90 — 96°. The 
ethosulphate of ethyl l-methylhexahydropyridine-3-carboxylate is 
also mentioned. The products have therapeutic uses. 

G. W. R. 

Preparation of 1-Alkylpyridine Carboxylates. E. Merck 
(D.R.-P. 344029; from Chem. Zentr., 1922, ii, 810). — Betaines of 
the pyridine series are esterifled with alcohols by the usual method* 
in the presence of strong acids. The chloride of methyl l-jnetbjl 
pyridine-3-carboxylate, C 8 H 10 O 2 NCl,H 2 O, is prepared by heating 
trigonelline or trigonelline chloride with methyl alcohol containing 
hydrochloric acid. It forms colourless crystals, m. p. 101°. 

G. W. R. 

Preparation of Betaines of the Pyridine Series. E. Merck 
(D.R.-P. 344030; from Chem. Zentr., 1922, ii, 810). — Pyridine- 
carboxylic acids are treated with methyl chloride in alkaline solu- 
tion at about 100°. Trigonelline is thus prepared from pyridine-3- 
carboxylic acid. Pyridine-2 : 3-dicarboxylic acid (quinolinic acid) 
gives a methyl pyridine- 2 : 3-dicarboxylic acid having m. p. 157°. 

G. W. R. 

The 6-Alkyloxy-2-methyl quinolines. Gurney 0. Gute- 
kunst and H. Le B. Gray ( J . Amer. Chem. Soc., 1922, 44, 1741 — 
1746). — The preparation of 6-alkyloxy-2-methylquinolines involves 
the production of relatively large quantities of the various p- amino- 
phenyl alkyl ethers, some of which are more conveniently obtained 
by the reduction of the corresponding p-nitrophenyl compounds 
whereas others are derived more readily from the p-acetylamino- 
phenyl alkyl ethers. The amines are transformed into the 2-methyl- 
quinolines according to the Doebner-Miller quinaldine synthesis. ^ # 

p -Nitrophenyl butyl ether , slender, colourless needles, m, p. 32 , 
is prepared by the protracted* heating of a solution of p-nitrophenol 
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in aqueous alcoholic (50%) potassium hydroxide solution with 
butyl alcohol and butyl iodide under a reflux condenser, p -Amino- 
phenyl butyl ether , obtained by reducing the nitro-compound with 
stannous chloride and concentrated hydrochloric acid, is a pale 
yellow liquid, h, p. 143 144°/12 mm. p -Nitrophenyl iso amyl ether, 
a pale yellow liquid, b. p. 183°/18 mm., is reduced similarly to 
p-aniinaphenyl isoamyl ether , a pale yellow liquid, b. p. 149— 
150715 mm. 

p .Aceiylaminophenyl allyl ether, minute crystals, m. p. 88— 89°, 
is prepared by the action of allyl bromide on a boiling solution of 
p-acetylaminophenol and potassium hydroxide in alcohol (75%). 
It is hydrolysed by sulphuric acid to p-aminophenyl allyl ether , a 
pale yellow liquid, b. p. 143 — 144°/13 mm., the sulphate of which, 
large, colourless plates, m. p. 244° (decomp.), is described. The 
following compounds have also been prepared r p -Acetylamino- 
phenyl butyl ether, colourless needles, m. p. 112°; p -aminaphenyl 
butyl ether, a pale yellow liquid, b. p. 143—144712 mm. [ sulphite , 
large colourless plates, m. p. 270° (decomp.)]; p -acetylaminophenyl 
benzyl ether , colourless needles, in. p. 142°; p -aceiylaminophenyl 
iso butyl ether, colourless needles, m. p. 80—81°; p-aminophenyl 
iwfnityl ether, a colourless liquid, b. p. 145 — 146°/10 mm. ( sulphate , 
large colourless plates, decomp. 251—252°); p -acetylaminophenyl 
iso amyl ether, colourless plates, m. p. 103— 103-5°; p-aminophenyl 
iso amyl ether , a pale yellow liquid, b. p. 149 — 150°/lo mm. [sulphate, 
colourless plates, m. p. 253 — 254° (decomp.)]. 

§-Propoxy-%-mdhylqui)ioline, a pale yellow liquid, b. p. 176 — 
177716 mm, is prepared by the action of concentrated hydrochloric 
acid on a mixture of paracetaldehyde and p-ami nophenyl propyl 
ether hydrochloride ; the corresponding ethiodide crystallises in pale 
yellow needles, m. p. 147*5°. The following compounds are 
obtained in an analogous manner : G-Allyloxy-2- melhylquinoline, a 
red, oily liquid, and the corresponding ethiodide, small, yellow needles 
which could not be purified satisfactorily ; Q-butoxy-2- methyl- 
quinoline , yellow nodules, m. p. 52° after softening at 48°, b. p. 
182— 183°/13 mm. ( ethiodide , small, yellow needles, m. p. 186°); 
§dsobuloxy-2,-iriethylquinoline, a colourless, oily liquid, b. p. 171 — 
172712 mm. {ethiodide, small, yellow* needles, in. p. 142°); 6-iso- 
myhxy-%~methylquim)lim, a pale yellow liquid, b. p. 182 — 183°/10 
ram. (ethiodide, yellow needles, m. p. 201°). H. W. 

Quinolines. I. Preparation of 6-Ethoxy-2 : 4-dimethyl- 
quinoline. S. Palkin and 51. Harris (J. hid. Eng. Ghent., 
1922, 14, 704 — 705). — The method employed is a modification of 
mat described by Mikeska, Haller, and Adams (A., 1921, i, 54). 
The reaction product is distilled in steam for half an hour, cooled, 
decanted, and the tarry residue washed with dilute hydrochloric 
acid, which is added to the main liquid . Excess of sodium hydroxide 
solution is added and the oil which slowly rises to the surface is 
removed and distilled under reduced pressure (30 — 70 mm.). The 
oil is collected up to 225°/30 mm. The crude base is treated 011 
a steam-bath with acetic anhydride and poured into water* Most 

1 1 ** 
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of the primary base and the hydro-base are thus removed ^ 
insoluble acetyl compounds. The filtrate is treated with excess 
of sodium hydroxide solution, and the solidified base removed 
dissolved in twice its weight of hydrochloric acid, and diazotised. ‘ 

On dilution with water, the hydrochloride of the base dissolves 
leaving a residue containing phenacetin and the nitroso- compound 
The filtrate is steamed for twenty minutes to decompose diazoniuni 
salts, filtered through cotton, and neutralised. The base solidifies 
and is collected on a filter and distilled in a vacuum. It is then 
recrystallised from 18% hydrochloric acid and the solution filtered 
in three stages — namely, at 40 — 50°, at room temperature, and at 
0°. The product has b. p. 314 — 316° and m. p. 88 — 88*5°, Boiling 
range curves for the crude base and after the diazotisation process 
are given. A. 0. p. 

Preparation of Substituted Derivatives of Hydrogenated 
2-Phenylquinoline-4-carboxylic Acid, and their Salts. Fritz 

Zuckmayeb (D.R.-P. 344501; from Ckern . Zentr ., 1922, ii, 811).— 
An earlier patent (this vol., i, 574) is modified, whereby in place of 
2-phenylquinoline-4-carboxylic acid, hydroxy-, amino-, or acetyl- 
amino-derivatives substituted in the quinoline group are used. By 
reduction of 7-acetylamino-2-phenylquinoline-4-carboxylic acid with 
sodium amalgam, 'i-acelylamino-2-phenyltetrahydroquinolineA-carb- 
oxylic acid is obtained; it forms yellowish-brown crystals, m. p. 
210°, and gives a light yellow mfroso-compound. The potassium 
salt is a tasteless, yellow powder. Reduction of 6 -hydroxyl- 
phenylquinolineA-carboxylic acid (a yellow mass, m. p. above 300°) 
yields ^-hydroxy ^phenyUetrahydroquuiolineA-carboxylic add ; it is 
a white, tasteless powder, m. p. 248 — 250° (decomp.). The tetra- 
hy-dro-compounds may be acetylated, and form nitroso-compounds. 

G. W. R. 

Preparation of 2-ar-Tetrahydronaphthylquinoline-4-carb- 
oxylic Acids. Chemische Fabrik auf Aktien (vorm. E. 
Sobering) (D.R.-P. 344027 ; from Chem. Zentr., 1922, ii, 811 — 
812). — Isatins are condensed with ar-acetyltetrahydronaphthalenes 
in alkaline solution. 2-&r-TetrahydronaphthyIquinolineA-carboxylic 
acid, from the condensation of isatin with ar-acetyltetrahydronaph- 
thalene, forms dark yellow, transparent leaflets, m. p. 196 — 197-5 J . 

With 6-bromoisatin, l-bromo-2^r4etrahydromphthylquinoline4- 
carboxylic add is obtained ; it forms yellow crystals, m. p. 228— 
229-5° G. W. K. 

Phenylcarb azole. Alfred Eckert, Fritz Seidel, and 
Gertrud Endler (J. pr. Chem., 1922, [ii], 104, 85 — 90 ).— Carte 
azole, when heated in a reflux apparatus with o-iodobenzoic acid 
in nitrobenzene solution in the presence of potassium carbonate 
and copper oxide yields carbazole-o-benzoic acid, white, lustrous 
needles, m, p. 184° (methyl ester, long needles, m. p. 138— 

This decomposes at 350 — 400° to yield 9-phenylcarbazole, m. 

95°, piy-ified as the picrate, *m. p. 120—129°. When heated w 
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m. p- 


/\ at 280°, carbazole-9-benzoic acid 

j | an acridone derivative (annexed formula), 

f I crystals, m. p. 190°. This is also formed on boiling 
Y carbazole-9- benzoic acid in xylene solution with 
ICO phosphorus pentachloride and then adding alumin- 
ium chloride. On reduction in alcoholic solution 
with sodium, the derivative yields the di- 
hydroacridine derivative, CbJL^N, yellow needles 
158—160°. W. 0. K. 


Preparation of an Unsaturated Ether of p-Dihydroxy- 
diphenylacetamidine. Society for Chemical Industry in 
Basle (Swiss Pat. 91728; from Chem. Zentr 1922, ii, 699).— 
p-Aminophenyl allyl ether is condensed with p - aeety laminopheny 1 
allyl ether in the presence of phosphorus compounds such as 
phosphorus haloids, phosphoric oxide, phosphoryl chloride, or 
phosphoryl bromide, using benzene or toluene as diluting agents. 
The diattyl ether of p-dihydroxyphenylacetamidine thus obtained 
forms colourless crystals, nr. p. 85—86°. The hydrochloride is 
crystalline, m. p. 152 — 153°. This product has a more powerful 
local anaesthetic action than the corresponding saturated ethers. 

G. W. R. 


Glyoxalinedicarhoxylic Acid for the Recognition and 
Separation of Organic Bases. H. Pauly and E. Ludwig 
(Z. physiol. Chem., 1922, 121, 165 — 169). — Glyoxaiinedicarboxylic 
acid forms sparingly soluble and well crystallised mono-hydrogen 
salts with a number of organic bases. The hydrogen salts with 
the following bases have been prepared : Metiiylamine, m. p. 240— 
245°; dimethylamine, m. p. 238 — 239°; trimethylamine, m. p. 
260—265°; ethylamine, m. p. 253—254°; diethylamine, m. p. 180° ; 
propylamine, m. p. 212° ; w-butylaminc, m. p. 225—227° ; piperidine, 
m. p. 221—222°; d-coniine, m. p. 208—209°; atropine, m. p. 93°; 
the solubility of these being between 2 and 45 per cent., but with 
those of hydrazine, m. p. above 260°; guanidine, m. p. 241 — 242°, 
glyoxalinc, m. p. 245°, and /-histidine, m. p. 253 — 254° (decomp.), 
the solubilities arc very small. The ionisation constants for the 
two stages of ionisation are ^=0 00285 and A’ 2 =6-44xl0‘ 8 . 

H. K. 

Glucosamine as the Basis of Formation of Heterocyclic 
Compounds. Herm. Pauly and Ernst Ludwig ( Z . physiol. 
Chem., 1922, 121, 170 — 176). — Glucosamine forms heterocyclic 
compounds of the glyoxaline and pyrrole type more easily than 
dextrose. By condensation with silver cyanate, glucimidazolone 
(5-afiyS-tetrahydroxybutylglyoxal-2-one), C 7 H 12 0 s N 2 ,£H 2 0, is ob- 
tained, m. p. 130 — 135°, and [a$ —494° in water, and from 
potassium thiocyanate in a similar manner, 2 -tkiolglucimidazole, 
WW. m ’ P* and [*]£ —17*9° in water. On 

oxidation with hydrogen peroxide, the latter gives ghtcinimidazole 
hydrochloride > m. p. 162°, but when oxidised with dilute nitric acid 
an impure additive product of the silver salt; and silver nitrate was 

ll** 2 
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obtained. Stronger nitric acid gave glyoxalinecarboxylic acid 
Glucosamine condenses at 100° with acetoacetic ester or aeetyt 
acetone, giving, respectively, the ethyl ester of 2-metf%2-5. a jjy§. 
tetrahydroxybutylpyrrole-Z-carboxylic acid , m. p. 120°, and [a] D -f 49.70 
in water, and 3-acetyl-2-methyU5~ct^y84etrahydroxybutyipyrrok, m, p 
98°, and [a^— 25- 1° in water. H. K. 

Preparation of Aminoacetyl Compounds of 4- Amino-1- 
phenyl-2 : 3-dialkylpyrazolones. Farbwerke vorm, Meister 
Lucius, & Brining (Austr. Pat. 86136; from Chem. Zentr 
1922, ii, 575). — -Aqueous ammonia is allowed to act on 
4-chloroacetylamino-l -phenyl-2 : 3-dialkylpyrazolones, or the addi- 
tive compounds of the latter with hexamethylenetetramine are 
treated with acids, i^hloroacetykimino-l-phenyl-2 : 3-dmetkyl5. 
pyrazolone, m. p. 187°, is prepared by the action of chioroacetyl 
chloride on 4-amino- 1 -phenyl-2 : 3-dimethyl-5-pyrazolone. The 
additive compound with hexamethylenetetramine gives by treat- 
ment with strong hydrochloric acid 4 -aminoacetylamim^phenyl. 
2 : 3-dimethyho- pyrazolone (formula annexed). It forms a dikydro - 
*Tp, chloride , m. p. about 233°, and a 

y. monohydrochloride, m. p. 260—265°. 

MeNf ]CO The aminoacetyl compound may also 

MeCL_JCNH < CO , CH 2 ‘NH 2 be prepared by the action of aqueous 
ammonia on the chioroacetyl com- 
pound. 4-Ckloroacetylamino-l-phe.nyl-3-methyl-2-ethyl-5-pyrazolmi 
(m. p. 186°) gives with aqueous ammonia 4 -aminoacetylamino-b 
phenyl-3-methyl-2-ethyl-5- pyrazolone. The hydrobromide has m. p. 
about 150°. The compounds have antipyretic properties. 

G. W. R. 

Hydantoins. Synthesis of the Soporific 4-Phenyl-4-ethyl- 
hydantoin [Nirvanol], William T. Read (J. Amer. Chem. Soc ., 
1922, 44, 1746 — 1 755). — The synthesis is effected in accordance 
with the scheme :COEtPh CN-CEtPhOH “5- CN-CEtPh-NH, 

CN-CEtPh-NH-CO-NH, C0 <NS-6EtPh- 

The preparation of propionyl chloride by the' action of chlorine 
on a mixture of propionic acid and sulphur monochloride is 
described. The optimal conditions for obtaining phenyl ethyl 
ketone from benzene, propionyl chloride, and aluminium chloride 
have been ascertained. Phenyl ethyl ketone does not react with 
ammonium cyanide in aqueous or dilute alcoholic solution, whilst 
the yields are poor in 95% alcoholic solution. Reasonably good 
results are obtained when an absolute ethyl alcoholic solution of 
ammonium cyanide (made by the action of ammonia on hydrogen 
cyanide dissolved in alcohol) is employed. The best results are 
secured when dry ammonium cyanide dissolved in a small amount 
of ethyl alcohol is allowed to react with phenyl ethyl ketone or 
w'hen a mixture of hydrogen cyanide and phenyl ethyl ketone 
dissolved in alcohol is treated with ammonia. Under the best 
conditions, the yield ,of pheflylethylaminoacetonitrile is 90% oi 
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that theoretically possible, allowance being made for the recovered 
phenyl ethyl ketone, since the conversion is never complete. The 
yield does not appear to be affected by an excess of the reagent 
or the volume of solvent. The reaction is carried out at atmo- 
spheric temperature, the time being from one to four days. 

Phenylethylaminoacetonitrile reacts with potassium cyanate in 
glacial acetic acid to form the nitrile of phenylethylhydantoic acid 
In 80% yield. When this compound is boiled with hydrochloric 
acid (20%), it is converted into 4-phenyl-4-ethylhydantoin, the 
yield being 85%. It is possible to prepare the latter substance by 
the procedure outlined above from phenyl ethyl ketone without 
isolating and purifying the intermediate products; the yield is 
62% of that theoretically possible. 

Potassium or ammonium thiocyanate does not react with phenyl- 
ethylaminoacetonitrile in glacial acetic acid solution ; phenylethyl- 
acetylaminoacetic acid or its nitrile is not acted on by potassium 
thiocyanate in the presence of acetic anhydride. 

Phenylethylaminoacetonitrile is transformed by acetic anhydride 
into phenylethylafietyfamiTwacetonitri le, NHAc*CEtPh*CN, m. p. 
147°; phenylethylacetylmninoacetic add, prepared by the action of 
dilute hydrochloric acid on the nitrile, has m. p. 225° (decomp.). 

H. W. 

The Preparation of 6 : 6'-Di-x-hydroxytsopropylindig-otin 
from p-Cymene. Max Phillips ( J . Amer . Chem. Soc., 1922, 
44, 1775 — 1780). — p-Cymene is obtained by the distillation of 
spruce turpentine (cf. Schorger, A., 1917, i, 467) with steam, agitation 
of the distillate with sodium hydroxide solution and water, desic- 
cation over calcium chloride, digestion over sodium, and fractional 
distillation. It is converted into mononitrocymene by a modi- 
fication of the method described by Andrews (A., 1918, i, 339). 
The nitro-compound is oxidised by potassium permanganate in 
the presence of sodium hydroxide to o-nffro-p- z-hydroxyimpropyl- 
benzoic axid, colourless crystals, m. p. 168° (corr.), which is reduced 
by tin and hydrochloric acid, ferrous sulphate, and ammonia or 
(preferably) ferrous sulphate and barium hydroxide to o-amino-p-v.- 
hydroxyisopmpylbenzoicacid , colourless plates, m. p, 158° (corr.). The 
latter is transformed by chloroacetic acid into o-aminoacetic-p-a.-hydr- 
oxympropylbenzok acid , CMe^OHj'C^gtCOgHJ-NH'CH^COgH, 
faintly yellow, probably triclinic, crystals, m. p. 232-6° (corr.). 
Fusion of the acid with potassium hydroxide at 180 — 230°, and 
subsequent oxidation of the aqueous solution of the melt by air, 
gives 6 : ^-di-adydroxy[$opropylindigotin, which closely resembles 
indigotin in appearance. It dyes cotton from a hyposulphite bath 
greenish-blue, and compares rather favourably with indigotin as 
regards fastness to light, acid, washing, and rubbing. It differs 
from indigotin notably in its solubility in most organic solvents. 

H. W. 

The Cyanine Dyes. V. The Virtual Tautomerism of the 
Thiocyanines. William Hobson Mills and Walter Theodore 
&arl Bradnholtz (T., 1922, 121 , 1^89—1495). 
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Dyes Derived from Phenanthraquinone. I. Phenanthra- 
naphthazines. Anukul Chandra Sircar and Sikhibhusax" 
Dutt (T., 1922, 121, 1944—1951). 

Dyes Derived from Phenanthraquinone. I\. Naphtha- 
flavindulinea. Sikhibhusan Dutt (T., 1922, 121, 1951 — I 955 j' 

Synthesis of Substantive Azo-dyes derived from Naphth- 
alene. N. N. Voroshcov {Bull. Imi. Polyt. Ivanovo- Voznesensk 
1921, 4, 95 — 109). — In so far as the formation of azo-colouring 
matters of substantive character is concerned, the analogues of 
benzidine in the naphthalene series are, not the bimolecular naph- 
thidines, but the unimolecular naphthylenediamines with the two 
amino-groups in the 1:6-, 1:4-, 2:6-, and 1 : 6-positions. The 
scale of colours given by these colouring matters approximates to 
that obtained with the corresponding compounds of the benzidine 
series. T. H. P. 

Attempts to prepare Red Sulphide Dyes. I. Edwin Roy 
Watson and Sikhibhusan Dutt (T., 1922, 121, 1939 — 1943). 

The Constitution of the Products Arising from the Con- 
densation of o-Aminoazo-compomids with Aldehydes. I. 

Otto Fischer (J. pr. Chem ., 1922, [ii], 104, 102 — 122).— The 
colourless bases obtained by Goldschmidt (A., 1890, 614; 1891, 
839) by the action of aldehydes on o-aminoazo-compounds, and 
considered by him to be triazines, are now shown to be derivatives 

/NH 2 

of 1-aminobenziminazole, C 6 H 5 <^^CH , as they are converted 

by hydrogen iodide into a derivative of bcnziminazole, and an 
amine, and also as they can be synthesised from such a benzimin- 
azole derivative by heating the ehloroimide, obtained from it 
on treatment with a hypochlorite, with a base. Moreover, it has 
in certain cases been found possible to isolate the SchifTs base 
compounds formed as intermediate stages in the condensation 
to Goldschmidt's bases, corresponding with the SchifTs base com- 
pounds obtained by the action of aldehydes on p-aminoazo-com- 
pounds. 

[With Wolfgang Meier.] — From p-tolueneazo-P-naphthyl- 
amine and salicyaldchyde in methyl alcohol in presence of piperidine, 
tolueneazo-o-hydroxybenzylidene-fi-naphthylamine is formed, deep red 
prisms, m. p. 162°, and this compound, on longer boiling in alcohol, 
acetic acid, formic acid, or alcoholic hydrogen chloride, or on 
heating with pyridine, further condenses to 1 -ip-tohidino-2-o- 
hydroryphenylnaphthiminazole , white, compact crystals, m. p- 
192° ( diacetyl compound, white, compact crystals, m. p. 180 
[decomp.]). Similarly, p-tolueneazo-p-naphthylamine yields with 
furf uraldehyde p -tohien eazof v rfu rylidene-fi-napkthylamine, needles, 
m. p. 66°, which further condenses to 1-p -toluidino-2-furylnaphlk- 
imidazole, white needles, m. p. 215° ( nitrosoamine , light yellow, 
compact crystals, depomp. *about 150 — ^160°) i and with benz* 
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aldehyde, 1 -p-toluidino-2-phenyl- a-naphthiminazde, needles, m. p. 
208° (nitrosoamine, light yellow crystals). 

The following compounds have been similarly prepared from 
0 . aminoazo - p - toluene . 1 * p - Toluidino - 2 - phenyl - 5 - methylbenz - 
iminazole, m. p. 231° (nitrosoamine, compact, yellow crystals, 
m. p. 129°); l-p4oluidinO'2-o-hydroxyphenyl-5-melhylbenziminazole, 
white needles, m. p. 197 — 198° (diacetyl derivative, microcrystalline 
structure, but not crystallisable), l-p4olmdino-2-faryl’5-methylbenz- 
iminazole, white, compact crystals, m. p. 227°. 

[With H. Schwappacher.]— The following compounds are 
obtained similarly. From benzeneazo-p-naphthylamine and para- 
formaldehyde, 1-anilino-x-naphthiminazole, colourless prisms, m. p. 
184° ( hydrochloride , white needles, m. p. 254°, picrate, yellow, 
pointed crystals, m. p. 206 — 207° ; nitrosoamine , long yellow needles, 
m. p. 120 — 121°). From o-tolueneazo- fi-naphthylamine, compact 
prismatic dark red crystals, m. p. 125—126° (acetyl compound, 
fine, light red needles, m. p. 150—151°), and paraformaldehyde, 
1 -Q-toluidino-oL-napkthiminazole, yellow, crystalline powder, m. p. 
166—167° ( nitrosoamine , m. p. 130° [decomp.]) is formed. From 

0- tolueneazo- p-naphthylamine, with acetaldehyde, l-o -toluidino- 
'2-meikylnaphthiminazole, colourless prisms, m. p. 169 — 170° ( acetyl 
compound, small prisms, m. p. 117 — 118°); with benzaldehyde, 

1- o4oluidino-2-phenyl-y.-naphthiminazole, colourless needles, m. p. 
210—211° (picrate, pointed, yellow crystals, m. p. 181 — 182°); 
with salicylaldehyde, l-o4oluidino-2-o- hydroxy phe nyl n aphth i m in- 
azole, fine needles, m. p. 194 — 195°; with p-hydroxybenzalde- 
hyde, l-o4oluidino-2-p-kydroxyphenylnaphthiminazole , colourless, 
granular crystals, m. p. 228° (nitrosoamine, yellow, crystalline 
powder, decomp. 100°; diacetyl compound, coarsely granular 
crystals, m. p. 208°); with furfuraldehyde, l*o4du,idino-2-fiiryl - 
naphthiminazole , fine, colourless needles, m. p. 194 — 195° (nitroso- 
amine, yellow crystals, m. p. 147° [decomp.]). 

[With H. Kracker.] — O n treating naphthiminazole with a 
hypochlorite X-chloro-z-naphthiminazole, colourless, flat prisms, 
m. p. 198 — 199°, is obtained. This reacts with p-toluidine to 
yield 1-p-toluidino-a-naphthiminazole, short needles, in. p. 221 — 
222°, identical with the base obtained by Goldschmidt from form- 
aldehyde and p-tolueneazo-p-naphthylaniine. In the same way, 
hypochlorite yields with 2-methyliminazole, 1 -chloro-2- methyl- a- 
naphthiminazole, fine needles, m. p. 229°, which reacts with aniline 
to give l-anilino-2-methylnaphthiminazole, m. p. 231 — 232°, 
identical with the substance formed from acetaldehyde and benzene- 
azo- (3-naphthyl amine, and with toluidine, to give l-toluidino-2- 
methylnaphthiminazole, m. p. 197—198°, obtained from p-toluene* 
azo-(3-naphthylamine and acetaldehyde. W. O. K. 

A New Fractionation Method for Protehjs and their 
Derivatives. M. A. Rakttsin (Biochem. Z ., 1922, 130, 432 — 
141). — The filtrates from a 95% alcoholic extract of a large number 
of animal and vegetable proteins and of enzymes were tested 
qualitatively by various colour reactions and found to contain 
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carbohydrate and nitrogenous substances in most cases. p e p g - 
fibrin peptone can be fractionated by extraction with 95% alcoh ^ 
and subsequent successive treatment of the filtrates with a K}o/ 
suspension of aluminium hydroxide for periods of twenty-foil 
hours each, into a number of fractions which differ from one anothe* 
in their colour reactions to various protein and carbohvrb)/ 
reagents. H. K 

Combined Action of Enzymes. A. J. J. Vandeveld* 
(Natuunvetenschapp. Tijdsckr ., 1921, 3, 200 — 203). — The assump 
tion that enzymic action in a living organism is due to the com. 
bined action of several enzymes is tested by experiment. Xhe 
action of a mixture of invertase (extracted from yeast) and of 
amylase (extracted from malt) is compared with the action of each 
enzyme alone. No increased action could be observed although 
the experiment was repeated in various ways. There is no evidence 
of a difference in the action of enzymes alone and in mixtures. 

Chemical Abstracts. 

The Action of Chymosin and Pepsin. VII. Further 
Experiments on the Purification of the Enzyme of the 
Stomach. Olof Hammarsten ( Z . physiol. Chem., 1922, 121 
240 — 260). — The starting material was prepared by extraction of 
the mucous membrane of the pig’s stomach with 0-2% hydrochloric 
acid and precipitation of the “ crude pepsin” as a hyaline mass 
by half saturation with sodium chloride. Preliminary experiments 
are described in which the sodium chloride is diafysed away in 
0-2% hydrochloric add solution and the solution kept at 37—38° 
to denature. The solution was then either (1) dialysed against 
water, (2) precipitated by half saturation with sodium chloride, 
or (3) precipitated by saturation with ammonium sulphate. A 
detailed account is to follow later. The present communication 
deals with the fractional extraction of the “ crude pepsin ” by 
water in a centrifuge, dialysis of the extracts and analysis of their 
contents in organic matter, pepsin, and chymosin. The successive 
extracts except the later ones compare favourably in activity 
with Pekelharing’s pepsin, although the qualitative reactions are 
different. A comparison of the clotting time’ on milk (chymosin 
factor) and the digestive action by Mett’s test (pepsin factor) of 
the author’s preparation with Pekelharing's preparation showed 
no parallelism under any conditions. The author’s solutions are 
stable, very faintly acid, and lose activity rapidly if neutralised. 

H. K. 

The Action of Chymosin and Pepsin. VIII. Relative 
Sensitiveness to Alkali of the Stomach Enzymes of the Calf 
and Pig. Olof Hammarsten [Z. physiol. Chem., 1922, 121, 
261 — 282). — Michaelis and Rothstein (A., 1920, i, 775) found that 
alkali destroyed chymosin and pepsin from the pig’s stomach at 
the same rate, whilst the author (A., 1915, i, 911) found that these 
enzymes when prepared from the calf’s stomach were acted on 
by alkali at totally different rates. This is now ascribed to the 
influence of the use of different animals. Chymosin from the pig’s 
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stomach is destroyed much more rapidly than from the calf's and 
the same probably applies to the pepsin. Moreover, the experi- 
ments show the distinct entities of chymosin and pepsin as they 
are destroyed at different rates. H K ^ 


The Proteolytic Enzymes of Malt. Harry Lundin 
(Biochem. Z., 1922, 131, 193 — 218). — The optimum P u for malt 
peptase is 3-7 — 4-3 in malt, and 3-2 in green malt. Malt peptase 
is not found in malt germ. The malt tryptase of green malt and 
of malt germ acts best at P H 6*3. At the optimum P Tl neutral 
salts have little action. The autolytic process in malt is con- 
ditioned by the various enzymes, each having their own optimum 
P H . For the autolysis, the general optimum P n is 4-3— 5*0 in malt 
4 •{ in green malt, and 6*3 in malt germ. H s 


Inactivation of Saccharase by Small Quantities of Silver 
Salts. H. von Euler and Karl Myrback (Z. physiol Chem 
1922, 121, 177 — 182). — Euler and Svanberg (ibid,, 1919, 107, 269' 
302) had previously shown that whilst invertase was inhibited by 
silver salts in proportion to their concentration, mercuric salts 
behaved differently, the results lying on a curve . A re-examination 
of the effect with silver salts reveals, however, a parallelism with 
mercury salts, the previous results being due to the observation 
now recorded that the results depend greatly on the concentration 
of the enzyme. jj 


Toxicity. The Combined Action of Quinine and of 
Narcotics on Invertase and on the Action of Arsenic Com- 
pounds on Maltase, and on a-Methylglucosidase. P Ron a 

Y. Airila, and A. Lasnitzki ( Biochem . Z., 1922, 130, 582— 591).—’ 
The combined inhibitory actions of quinine and narcotics on 
invertase is less than the sum of their individual actions. Arsenious 
acid, arsenic acid, and atoxyl had no action on maltase or on a- methyl - 
glucosidase, but methylarsenious oxide was inhibitory. H. K. 

Amylases of the Cereal Grains — The “ Insoluble " Amylase 
of Barley. Julian Levett Baker and Henry Francis 
lverard Hulton (T., 1922, 121, 1029—1934), 

Emulsin. II. Richard VVillstatter and Gertrud Oppen- 
heimer (Z. physiol. Chem., 1922, 121, 183—194; of. this vol., 
’’ 282 * 390)— In continuation of previous work, it is found 

that those enzyme actions of the emulsin complex which proceed 
Jest m a decidedly acid medium follow the unimolecular law, as, 
or instance, the hydrolysis of salicin, arbutin, phenvlglucoside, 
and nebcin. By comparing the time at which 50% of the following 
giucosides have been hydrolysed, helicin, salicin, phcnylglucoside, 
arbutin, methvlglucoside, prunasin, and amygdalin, by nine totally 
distinct preparations of emulsin, it is found that the ratio of the 
ime values for helicin, salicin, and phenylglucoside' alone is the 
same m each case. This is the first quantitative demonstration 
_? 0I * e enz yipe of the emulsin complex can attack different 
helic’ eS * enz Y me > phenylglucosidase, is most specific for 
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The Enzyme Hydrolysis of Benzyl Succinate. J. m 

Howard (J. Amer. Chem. Soc ., 1922, 44, 1763 — 1765; cf. Shonfe 
and Row, A., 1921, i, 341 ; Christman and Lewis, A., 1921, i, 755 . 
Volwilcr and Vliet, this vol., ii, 41). — The lipase of the pancreas 
hydrolyses dibenzyl succinate only to benzyl hydrogen succinate' 
the latter is not hydrolysed by this enzyme. H. W. ' 

The Chemical Action of Rennin. G. S. Inichov (Biochm 
Z., 1922, 131, 97— 108).— There is no appreciable increase of acidity 
on addition of rennin to milk or caseinogen solutions under various 
conditions. Peptonisation does not therefore occur. The action 
of rennin is purely physical, the formation of casein being due to 
a change in the degree of dispersity of the solution under the 
influence of the ferment and in presence of bivalent ions and 
hydrogen ions. H. K. 

Phosphatases. I and II. M. Tomita (Biochem. Z. } 1922, 
131, 161—169, 170 — 174). — I. Saccharophosphatase. Animai 

organs possess a phosphatase which can hydrolyse saccharose 
monophosphate. The order of activity of the organs is : kidney, 
liver, spleen, pancreas, brain, and, least of all, muscle. The 
enzyme is thermo-labile. 

II. Hexosemonophosphatase. The kidneys, spleen, liver, and 
muscle of cold- and warm-blooded animals can hydrolyse hexose 
monophosphate. Muscle extract exerts the weakest action. The 
action is more pronounced in each case than with saccharo- 
phosphatase. H. K. 

Comparative Study of Ring-substituted Phenylphosphinic 
and Phenylarsinic Acids. D. R. Nijk {Bee., trav, ckim., 1922, 
41 401 — 500). — A comparison of the aromatic derivatives of nitric, 
phosphoric, and arsenic acids shows that nitrobenzene, phenyl- 
phosphinic acid, and phenylarsinic acid are very stable compounds 
from which the acidic group is not easily removed. In the case 
of the two last-named, removal of the group may be effected by 
very energetic methods. However, on the introduction of an amino- 
group in the ortho- or para-position with respect to the acidic group, 
the stability of the resulting phosphinie or arsinic acid undergoes 
considerable modification, although no such change is observed 
in o-nitroaniline or p-nitroaniline, the nitro-group remaining quite 
stable. The author points out that p-aminophenylphosphinic 
acid is less stable than the corresponding arsenic compound. If 
the amino-group be introduced into the meta-position with respect 
to the acidic group, no such change of stability takes place; it 
is a matter of some difficulty to remove the acidic group from 
m-aminophenylphosphinic and m-arn inophenylarsinic acids. The 
author considers that the compounds studied exhibit an alternation 
of properties in aromatic derivatives of the same type containing 
nitrogen, phosphorus, and arsenic. , 

Full experimental detail of the work is given, and methods 01 
preparation are described for 3 -nitrophenylphosphinic acid, 3 -amino- 
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phenylphosphinic acid, p-aminophenylarsinic acid, 5-nitro-2-amino* 
pbenylarsinic acid, phenylarsinic acid, and 3-nitrophenylarsinic 
acid, which arc claimed to be more satisfactory than those previously 
published. The nitration of phenylphosphinic acid was effected 
0 s ; it has been stated (Michaefis and Benzinger, A., 1878 
57 ) that a temperature of 110° is necessary. The method specified 
in the patent (D.R.-P. 264924) for the preparation of phenyl- 
aisinic acid is criticised. 

The following substances do not appear to have been previously 
described : 3- nitro-i-aminophenylphospkinic acid , deep yellow 
plates, in. p. 231° (decomp.); m-carbethoxijaminopkenylphosphinic 
add, thick, white plates, m. p. 140°, saponified on boiling in aqueous 
solution, cannot be diazotised, and gives no coloration with 
p-naphthol; nitro-3-carbethoxyaminophemjlphosphinic acid, a bright 
yellow substance, explodes on heating ; the aqueous solution does 
not react with nitrite, and is turned deep yellow by sodium hydr- 
oxide ; 2*( ? )nitro-S-ami n o phe nylphosphinic acid , deep yellow needles 
m. p. 185°. H. J. E. ' 

The Crystalline Form of Atoxyl [Sodium p-Aminophenyl- 

arsinate]. G. Gilta (Bull. Soc . ckim. Belg., 1922, 31, 211 

213).— Detailed measurements of the crystals were made in order 
to obtain a rapid method of distinguishing between this substance 
and sodium diaminodiphenvlarsinate. Monoclinic, a * b • c = 
2*481: 1:0-963, (3 - 97° 40'. The work of Melon (Bull. Acad. 
Roy. Belg., 1922, 50) is criticised. H. J. E. 

Preparation of Aromatic Aminoarsinic Acids. Rocke- 
feller Institute for Medical Research (Dutch Pat. 6581; 
from Chem. Zentr., 1922, ii, 873— 874).— a-Halogenacylamides of 
the composition X'CHR’CONRjR* (where X=halogen, R= alkyl, 
aryl or hydrogen, R 1 ,R 2 =alkyl, aryl, substituted aryl, or hydrogen) 
are allowed to act on aminophenyiarsinie acid, its homologues, its 
derivatives (substituted in the nucleus), or the salts of these com- 
pounds. p-Phenylglycylami doors in ic acid, 

C 6 H f (As0 3 Il 2 )^TNH'CH 2 'C0-XH 2 ) (4) 
is obtained by the action of chloro- or iodo-acetamide on the 
sodium salt of p-aminophenylarsinic acid; it forms colourless 
crystals, m. p. above 280°. The sodium salt forms colourless 
masses of crystals. By treating an alkaline solution of p-amino- 
phenylarsinic acid with chloroacetylcarbamidc, p -phenylglycyl- 
mbamdoarsinic acid, C 6 H 4 (Asq 3 H 2 ) tl> '(NH-CH 2 *CO-NIPCO'NH 2 )< 4) 
is obtained. p-Phe nylglyci near si nic acid is formed from this acid 
by hydrolysis; it has m. p. above 280°. The sodium salt contains 
two molecules of water of crystallisation. From a-chloroacetyl- 
methylcarbainide and p-aminophenylarsinic acid, p -phenylglycyl- 
wethylcarbamidoarsinic acid, 

. . C 6 H 4 (As0 3 H 2 ) fl) -(NH-CH 2 -C0*NH*C0*NH-CH3),< 4) 

^ obtained; it forms colourless crystals, m, p. 232 . p~ Phenyl- 
Sycylartilinoarsinic acid, prepared similarly, using iodoacetanilide, 
orms a crystalline mass, p -I J hc nyTghjcyl-T^ -a min opke ndarsinic 
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acid is prepared by the action of 3 iV-chloracetylamino-1 -hydroxy, 
benzene on p - aminophenylarsinic acid in alkaline solution. 
forms small plates, m. p. above 230°. G. W. ft 

Preparation of Aromatic Arseno-compojmds. Rocgj. 
feller Institute for Medical Research (Dutch Pat. 6352- 
from Ckem. Zentr 1922, ii, 573— 574).— •Aminophenylarsinic acids 

or aminopkenylarscnoxides, unsubstituted in the aromatic nucleus 
in which a hydrogen atom of the amino-group is* replaced by 
an acylary lamino -group of the composition -CHR*C0'NHR 
(R= alkyl, aryl, or hydrogen; R 4 =aryl with one or more acid 
groups such as hydroxyl, sulphonamide, carboxyl, or sulphonie 
acid) arc reduced by ordinary methods to corresponding arseno- 
compounds. Phenylglycyl-ro'-aminophenol-p-arsinic acid is re. 
duced by hypophosphorous acid and hydriodic acid to the corre- 
spondingarseflo-compound, which is a yellow powder, m. p. 180^ 
190°. The dihydrochloride forms a light yellow powder, m. p. 
about 130°, which can only be kept in sealed vessels in the presence 
of indifferent gases, or in a vacuum. Phenylglycyl-m! -aminophend- 
p-arsenoxide, AsO*C 6 H 4 *NH*CH 2 , CO , NH , C 6 H 4 , OH, is prepared by 
reduction of the corresponding arsinic acid with sulphur dioxide 
and hydriodic acid. It is a white powder with m. p. above 200° 
after softening at 130°. Phenylglycylanthranilic acid-p-ttmnoxidt , 
As0*C c H 4 ‘NH‘CH 2 *C0»NH-C 6 H 4 *C0 2 H, is similarly prepared. The 
compounds have therapeutic uses in trypanosome and spirochsete 
infections. & W. R. 


Physiological Chemistry. 


Preparation of Crystalline Oxyhemoglobin. Michael 
Heidelberger (J. Biol. Chem. y 1922, 53, 31 — 40). — The method 
described depends on the fact that the washed corpuscles from dog’s or 
horse’s blood crystallise almost completely in the presence of toluene 
when saturated with a mixture containing four parts of carbon 
dioxide to one part of oxygen. The oxyhsemoglobin so obtained 
may be rccrystallised by dissolving in sodium carbonate solution 
and reprecipitating by saturation with the above mixture of gases. 
Salts may be removed from the recrystallised product by pressure 
dialysis. It is essential to perform all operations in the cold and 
in the presence of excess of carbon dioxide, and to prevent the 
oxy haemoglobin becoming dry at any stage. Using this method, 
preparations with 96—100% of the theoretical oxygen capacity 
have been obtained. E. S. 

Effect of Carbon Dioxide on Sugar in Blood. Friedrich 
Binswanger (Pfliiger's Archiv, 1922, 193, 296 — 312; from Chffl- 
Zentr., 1922, i, 1053 — 1054). — Increase in the proportion of carbon 
dioxide in the air indices hyperglycaemia in rabbits, eats, and dogs 
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Whilst increase in blood sugar is first observed in rabbits when 
20% of carbon dioxide is present, 7% suffices to induce the condition 
in cats. The nature of the diet is without influence. Diminution 
of the pressure of carbon dioxide by forced respiration is without 
effect on the sugar content of the blood in man. Carbon dioxide 
hyperglycaemia is probably due to general cell injury, as it is 
accompanied by a marked fall in body temperature. G. W. R. 

Adrenaline Hyperglycaemia. Ch. Achard, A. Ribot, and 
lioN Binet {Rev. mid., 1921, 38, 447—456; Ber. ges. Physiol 11 
319; from Chem. Zentr ., 1922, i, 987— 988).— The percentage 
increase in blood-sugar and its duration depend on the amount 
of dextrose injected. With injection of dextrose and adrenaline, 
hyperglycaemia is more pronounced. Hypophysis extract exerts 
the same effect. With dextrose and aqueous pancreatic extract, 
the hyperglycaemia is leas than with dextrose alone. Pancreatic 
extract partly neutralises the effect of adrenaline in adrenaline 
hyperglycaemia, G. W. R. 

Partition of Urea in Blood. C. Etienne and M. Veraix 
[Cmpt. rend. soc. Biol. , 1922, 86, 394 -395; from Chem. Zentr., 
1922, i, 1054).— Marked differences are found in the urea contents 
if blood and blood-clot. The amount of urea found in each com- 
ponent depends on the length of contact between clot and plasma, 
tn experiments with liquids containing blood corpuscles, addition 
if trichloroacetic acid prevents diffusion of urea. G. W. R. 

The Lipoids of the Blood in Tuberculosis. B. H. Henning 
J. Biol. Chem., 1922, 53, 167— 170).— The blood of twenty-one 
uberculosis patients was found to contain normal amounts of 
ecithin and of total fatty acid. When estimated without saponi- 
ication, the content of cholesterol was also normal, but was uni- 
ormly low when the saponification method was employed. It is 
included that, in tuberculosis, the cholesterol of the blood is 
tartly replaced by a related substance giving the same colour 
caction. High values were obtained for “ residual ” fatty acid. 

E. S. 

Biochemistry of Methyl Alcohol Poisoning. I. M. Rabino- 
itoh [Arch. ini. Med., 1922, 29, 821 — 827). — In the case of a woman 
f seventy years, who lived for six days after taking methyl alcohol, 
be following results were observed : blood, increase of uric acid 
o 9 3 mg. per 100 c.c., urea to 144 mg., and creatinine to 4 - 5 mg,, 
ecrease in oxygen-saturation (15*5%) ; plasma, decrease in carbon 
loxide (26%). On the last three days, the acid-soluble phosphorus 
ontent of the blood varied between 8'6 and 10’8 mg. per 100 c.c., 
nd the dextrose content was 225 mg. per 100 c.c. The blood did 
ot contain methsemoglobin. Chemical Abstracts. 

, Bu ® er Systems of Blood-serum. Edward A. Doisy, 
I™? Eaton, and K. S. Chouke [J. Biol. Chem., 1922, 53, 
^^•"Experiments on the increased binding pow T er of serum 
)r car bon dioxide with increased tensions of .this gas have been 
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extended (cf. A., 1921, i, 753). Buffers due to the presence of the 
corpuscles are termed “ loaned ” buffers, and those independent of 
the corpuscles (phosphates, serum-proteins) “self-possessed 11 
buffers. Average results from a number of experiments on de- 
fibrinated human and dogs blood indicate that, between the P 
range of 7*45 and 7*25, 16% of the base furnished for the increase 
of hydrogen carbonate in serum comes from self-possessed non- 
migrating serum buffers, 1 to 3% of this being supplied by phos- 
phates, whilst loaned buffers supply 84%. Of the latter, 80% is 
due to the migration of hydrochloric acid into the corpuscles, and 
the remainder probably to the similar migration of other acids, 

E. S. 

Total Nitrogen and Residual Nitrogen Content of (Edematous 
Fluids. Rudolph Strisower (Wiener Arch . inn . Med., 1922, 
4, 115 — 120). — Normal values of the content of residual nitrogen 
in cedematous fluids lie between 0'02 and 0*05%; the content is 
parallel to the total protein content. The value is usually higher 
than that of the blood, and is increased in cardiac insufficiency, 
arteriosclerosis of the kidney and chronic parenchymatous nephritis. 
There does not appear to be any direct relation between the urcemia 
and the increase of residual nitrogen in the cedematous fluid. 

Chemical Abstracts. 

Solubility, Capillary Activity, and Hmmolytic Activity of 
Terpene Derivatives. Heinrich Rhode (Biochem. Z., 1922, 
130, 481 — 496). — The above-named properties of camphor, borneol, 
menthone, menthol, a- and p-terpineol, and norcamphor have been 
determined without revealing a relation between the physical 
properties and the haemolytic values. The haemolytic value of a 
substance is the same above or below its melting point. H. K. 

Effect of Ether on Anti-substances. J. Forssman (Compt. mi 
Soc. Biol , 1922, 86, 495 — 497 ; from Chem. Zentr., 1922, i, 1055).- 
When heated with ethyl ether at 56°, haemolysin is destroyed whilst 
agglutinin is unaffected. Protective anti-substances behave normally. 
With sera, varying results are obtained owing to the presence of 
protective colloids. To this may be attributed the fact that anti-sub- 
stances precipitated by ammonium sulphate behave differently from 
those precipitated by acetic acid and distilled water. G. W. R. 

An Equilibrated Sterilisable Fluid of Physiological 
Hydrogen-ion Concentration. Alfred Fleisch (Arch, expi 
Path. Pharm., 1922, 94, 22— 27). — The fluid has certain advantages 
over Ringer a or Tyrode’s solutions. It possesses a constant R u 
value of 7*52 at 37°, is isotonic with blood, is sterilisable, and 
contains potassium and calcium in a ratio which approximates to 
that in arterial blood, A similar relation exists between the total 
univalent and bivalent positive ions. The stock solution has e 
composition ; sodium chloride, 10*5 grams ; potassium emon 
0*5 gram; calcium chloride, 0*3 gram; magnesium chloride, 
gram; 5 c.c. of A -phosphoric acid, and 50 c.c. of water, 
requires filtering. For use*. 50 c.c. of the stock solution are mixe 
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wit-h 1 litre of water, heated, and, after cooling, saturated with 
oxygen. Five c.c. of sterile W-sodium carbonate solution are then 
added. The heating may be omitted if a sterilised solution is not 
required. Modifications may be made to give fluids either richer 
or poorer in carbon dioxide. 

[Imperfect Digestion and] the Amino-acid Fractions and 
Hippuric Acid in the Urine of Pellagrins. J. R. Murlin 
(U.S. Public Health Service, Hygienic Lab . Bull., 1920, ^o. 116 
45—' 72).—' The imperfect gastric digestion, established in 50—60°/ 
of the cases of pellagra, might be expected to lead to imperfect 
assimilation of protein material and the production of toxic im- 
perfectly resolved substances which might be eliminated in part 
unchanged in the urine. It is clearly suggested, by comparison 
of two subjects, one without free acid and pepsin in the stomach 
and the other with normal gastric juice, that the quantity of formol- 
titration nitrogen in the urine may depend on gastric conditions. 
The quantity of hippuric acid excreted by pellagrins, especially 
those kept on a maize- vegetable diet, is from twice to three times 
the quantity excreted by normal men on a general mixed diet. 
This may denote an intestinal condition capable of producing 
toxins which may have far-reaching somatic effects. 

Chemical Abstracts. 

Products of Prolonged Tryptic Digestion of Casein. 

Sigmund Fkankel and Paul Jellinek ( Biochem . Z., 1922, 130, 
592— 603).— When casein is digested with trypsin until the bromine 
reaction is negative for tryptophan, the filt rate after precipitation 
with Hopkins s reagent gives on removal of mercury and addition 
of alcohol racemic hydroxyproline in 0*8% yield. From the 
filtrate mercuric chloride precipitates histidine anhydride dihydro - 
chloride, decomp. 285°, in minute quantity. The mercuric chloride 
precipitate from alkaline solution, however, contained ammonium 
chloride and methylamine hydrochloride. The presence of the 
latter is attributed to a decarboxylase action of the tryptic ferment 
on glycine. H. K. 

Observations on Sugar Synthesis. II. An Abnormal 
Disturbance of Carbohydrate Exchange and its Relation to 
Diabetes MeUitus. Richard Wagner and J. K. Parnas (Z. 
ges. expt. Med., 1921, 25, 361 — 384; from Chem. Zentr ., 1922, i, 
393; cf. this vol., i, 487). — Further data are given with regard to 
the carbohydrate metabolism in a child with chronic interstitial 
hepatitis. Thyreoidin caused an increase in blood-sugar and a 
depression of acetone production, accompanied, however, by 
hpaemia, lipuria, and steatorrhoea. The production of sugar by 
degradation of body protein is held to be conditioned by thyroid 
activity, which is itself held in check by the pancreas as well as 
by mobilisation of liver carbohydrate. Conversely, excessive 
thyroid activity exerts an inhibitory effect on the pancreas. 

G. W. R. 
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Effect ol Radiothorium on Metabolism. K. Miyadera 
(Deut. nied. Woch 1922, 48, 252 — 253; from Chen i. Zentr. 
1922, i, 1049).— A single injection of radiothorium into the blood! 
stream causes a gradual disturbance of metabolism resulting in 
increase in the total nitrogen output in urine and faeces and also 
in the excretion of uric acid. These changes are attributed to 
increased protein decomposition and decreased nitrogenous anabol- 
ism. Oxidative processes are also intensified. G. W. R. 

Animal Calorimetry. XXII. The Production of Fat from 
Protein. H. V. Atkinson, David Rapport, and Graham Lt7sk 
[ with G. F. Soderstrom and James Evenden] (J. Biol Chem ^ 
1922, 53, 155 — 166). — From measurements of the respiratory 
quotient of dogs, it is concluded that, when the glycogen reservoirs 
of the body are full, the ingestion of large amounts of meat is 
followed by the production of fat from protein. E. S. 

Lung Stones. A. Scherer (Beitr. Bin. Tubercufose, 1921, 
49, 17— 27).— The chief constituents of lung stones are calcium 
carbonate and phosphates ; magnesium carbonate, magnesium 
phosphate, fats, cholesterol, and traces of silicates are also present. 

Chemical Abstracts. 

Degradation of Bile Pigments by Anaerobic Putrefactive 
Intestinal Bacteria. Fritz Passini {Wiener klin . Foci, 
1922, 35, 217—219; from Chem. Zentr ., 1922, i, 1057 — 1058).— 
Putrefactive anaerobic intestinal bacteria rapidly break down 
biliverdin and bilirubin. Formation of urobilinogen or urobilin 
was not observed. Presence of sugar does not prevent the decom- 
position of bile pigments by typical putrefying bacteria. Anaerobic 
fermentative bacteria have no effect on the bile pigments in sub- 
strates containing sugar. It is supposed that bile pigments are 
unaltered in those parts of the intestine where bacterial decomposi- 
tion is mainly fermentative, their decomposition being confined to 
those parts where putrefactive action is predominant. G. W, R. 

The Effects of Adrenal Feeding on the Iodine Content ol 
the Thyroid Gland. E. M. Black, M. Hupper, and J. Rogebs 
(Amer. J. Physiol, 1922, 59, 222— 226).— The addition of various 
preparations of adLrenal glands (ox) to the dietary of dogs causes 
an increase in forty-five days of 50' 7 — 70 4% in the iodine content 
of the thyroid gland. The effect appears to be chiefly due to a 
substance other than adrenaline. Chemical Abstracts. 

Probable Occurrence of Proteinogenic Amines in . the 
Thyroid. Ubaldq Sammaktino (Biochem. Z. } 1922, 131, 219— 
225).- — From 3 kilos of fresh thyroid glands, the author has isolate 
a trace of histamine picrate, tyramine picrate, and phenylet iv 
amine picrate, as well as inositol. At an intermediate stage oj c 
process of isolation, benzoylation of the purified alcoholic . extr , 
was resorted to and the insoluble benzoylated products iso a e 
and hydrolysed. In a shorter process, avoiding benzoylation a 
using 400 grains of ffesh hefrse thyroid and working very quie ) 
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inositol was again isolated, but only potassium picrate and an 
unidentified .picrate with m. p. above those of the picrates of the 
proteinogenic amines. H. K. 

Keratin. I« A. Heiduschka and E. Komm (Z. physiol. 
Chem ., 1922, 121, 221—230). — Horn-clippings were heated at 
atmospheric pressure, in a vacuum, in sealed vessels, and with 
water or ammonia in sealed vessels. The temperature of initial 
partial degradation varies with the time of heating and the con- 
ditions of the experiment. Among the volatile products are 
hydrogen sulphide, ammonia, and sulphur compounds. H. K. 

Beef Bone Fat and Neat's Foot Oil. Han ns Eckart (Z. 
I Inters . Nakr. Genussm., 1922, 44, 1—29).— A table of analytical 
constants of bone fats, marrow fats, kidney fats, and neat’s foot 
oils obtained from a well-nourished animal and as found in com- 
merce is given. The rate of increase in free fatty acids shown by 
bone fat and neat’s foot oil on storage depends on the conditions 
of storage, and is much more rapid if the sample is exposed to 
the action of light and air than if it is stored in the dark and sealed 
up. In the case of the solid fat exposed to light and air, an auto- 
catalytic hydrolysis appears to take place whilst in the case of 
the oil the hydrolysis appears to be a unimolecular reaction. 
Measurements of the surface tension of neat’s foot oil by the drop- 
pipette method gave values varying from 26*7 to 29*7 dynes /cm. 2 
at 50°, according to the sample. The mixed ethyl esters of the 
fatty acids from bone fat were prepared and their analytical con- 
stants recorded. The compositions of beef bone fat and neat’s 
foot oil are as follows : stearic acid, 19 — 21% and 2 — 3% ; palmitic 
acid, 20 — 21% and 17 — 18% ; oleic acid, 53 — 59% and 74‘5 — 76*5% ; 
glycerol, 5 — 10% in both cases; unsaponifiable substances, about 
0*5% and 01^0-5%, respectively. The presence of cholesterol in 
the unsaponifiable substances was confirmed. Tristearin was 
definitely obtained as a constituent of beef bone fat. H. C. R. 

Urinary Acidity. I. Some Effects of Drinking Large 
Amounts of Orange Juice and Sour Milk. N. R. Blatherwick 
and M. Louisa Long (</. Biol. Chem., 1922, 53, 103—109).— 
Orange juice produced alkaline urines with an increased organic 
acid and a decreased ammonia content ; lactic acid milk, however, 
caused strongly acid urines due to an increased excretion of acid 
phosphate. No increase in the organic acid content of the urine 
was observed in the latter case. E. S. 

Urine Iron, and Renal Function. Rudolf Ehrenberg 
and Alfred Karsten {Pjluger's Archiv, 1921, 193, 86 — 92; from 
Ohem. ' Zentr. , 1922, i, 650). — With moderate output nf urine, the 
excretion of iron in man is smaller with large amounts, and larger 
with small amounts of urine eliminated; for example, 0*5 mg. 
m 1000 c.c. and 1*9 mg. in 500 c.c. per day. The amount excreted 
is a measure of total renal activity. G. W. R. 
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Periodicity in Chloride Excretion during Drop s i Ca i 
Nephritis. P, L. Violle (Campt. rend, soc , Biol., 1922 gg 
362 — 363 ; from Chem. Zentr., 1922, i, 1052). — In dxopsicai nephritis 
with marked retention of chlorides, the excretion of sodium chloride 
is constant, independently of the water balance. When the kidneys 
again become permeable to chlorides, variations in the daily output 
of chlorides occur. G. W. R.. 

Theory of the Retention and Excretion of Absorbed 
Bromine Salts, and the Halogen Content of the Organism 

Fr. Baur and E. Oppenheimer (Arch. expt. Path.. Pham., 1922 
94, 1 — 21). — The known facts concerning the retention and ex- 
cretion of bromides are explained by the assumptions that the 
organism is in halogen equilibrium and that the ratio of chloride 
to bromide in the urine is the same as that in the organism. Xlsing 
these assumptions, expressions are deduced which give, in terms 
of the original chloride content of the organism, the amount of 
bromide and chloride which will be excreted on any day following 
the administration of one or several similar daily doses of bromide. 
These expressions may also be used to calculate the chloride content 
of the organism. E, S. 

Fate of certain Sulphur Compounds when Fed to the Dog. 

Carl L. A. Schmidt and Guy W. Clark (J. Biol. Chem., 1922, 
53, 193 — 207). — Estimations were made of the sulphur and amino- 
nitrogen content of the urine following the administration of certain 
sulphur compounds. The following conclusions are drawn from 
the results : Cysteic acid is deaminised hut is otherwise unattacked 
during its passage through the animal organism. In agreement 
with the results obtained with man (A., 1920, i, 510), taurine does 
not combine with urea to form taurocarbamic acid, neither is its 
sulphur oxidised to any appreciable extent. The administration 
of isethionic acid docs not lead to an increase in urinary sulphates. 
The greater part of the cystine absorbed undergoes oxidation. 
Urine is not a channel for the elimination of bile acids taken by 
the mouth. Appreciable amounts of sulphurous and thiosulphuric 
acids were found in the urine only after the ingestion of large 
quantities of sodium thiosulphate. E. S. 

Genesis of Thiosulphuric Acid in Animals. Serafiso 
Dezani (Arch. Farm . sperim. Sci. afj., 1922, 33, 76 — 80, 81— -91, 
97 — 109). — The author discusses previous work on this subject, 
methods for detecting and estimating thiosulphuric acid in urine, 
and the various hypotheses which have been advanced to explain 
the occurrence of this acid in the animal organism. Salkowskis 
method for estimating thiosulphuric acid (A., 1914, i, 455) leads 
to erroneous results. T. H. r. 

Fat Excretion. Elsie Hill and W. R. Bloor ( J . Bid . Chem -, 
1922, 53, 171 — 178). — The amount and composition of the fax m 
the faeces are to a large extent independent of the diet. Tn e!,e 
results favour the idea of a Tat excretion from the intestine. E. b. 
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Cholesterol in Cerebrospinal Fluid. Stanislao Fabris 
{Pvdiatria, 1921, 29, 1057 — 1064; Ber. ges. Physiol, 11, 322; 
from Chem. Zenit., 1922, i, 1058).— In normal children, 0’0i% of 
cholesterol was found in cerebrospinal fluid. In hydrocephalic 
cases, cholesterol was absent, whilst in tubercular meningitis 
increased amounts were found. G. W. R. 

Scorpion Venom. Wm. H. Wilson (Bull inst. Egypte , 1921, 
3, 67 — 73). — An examination of the venom of Prionurus citrinus 
and Buthus quinque-striatus. The former has d 1*903, and contains 
g-5% of mineral salts and 13*7% of other solid material, chiefly 
protein. It consists of a clear plasma containing numerous re- 
tractile granules of two types ; solubility and precipitation reactions 
are described, In contrast with the venom of spiders and snakes, 
the activity of that of P. citrinus is not destroyed by putrefaction. 

Chemical Abstracts. 

The Wax of Corpses. S. Goy and E. Wende ( Biockem . Z. s 
1922, 131, 8 — 12). — The wax of two corpses buried five and one 
and a half years, respectively, consisted essentially of free fatty 
acids, free glycerol being present in very small quantity. A certain 
amount of the free fatty acids had become converted into calcium, 
magnesium, and ammonium soaps. H. K. 

Acetonuria of Diabetes. Roger S. Hubbard and Samuel 
T. Nicholson, jun, (J. Biol. Ch&n., 1922, 53, 209— 230).— Based 
on certain assumptions, a formula has been developed by means 
of which the molecular ratio of ketogenic to antiketogenic sub- 
stances in the diet of diabetic patients may be calculated. From 
a study of a number of cases, it has been found that acetone ex- 
cretion varies inversely as the value of this ratio. The excretion 
of acetone is sometimes increased by the inclusion of additional 
fat in the diet, although the extra fat theoretically replaces fat 
which the patient had been drawing from his own reserves. 

E-8.S 

Acute Yellow Atrophy of the Liver. Max Kahn and 
Joseph Barsky (Arch, int . med., 1921, 28. 142—150; Ber. ges. 
Physiol, 11, 303—304; from Chem. Zentr 1922, i, 991).— 
In acute yellow atrophy of the liver, the tissue shows a very high 
water-content and an increase in ash, particularly soluble consti- 
tuents, chlorine, sulphur, and magnesium. Calcium, iron, and 
silicon show a decrease. The content of fat varies; lecithin, 
phosphatides, and sulphatides show decreases. G. W. R. 

Sugar Regulation in Paralysis Agitans. K. Dresel and 
t. H. Lewy (Z. ges. exp. Med., 1922, 26, 95—103; from Chem. 
jentr,, 1922, i, 897). — After administration of sucrose in paralysis 
Jigitans, blood-sugar remains normal for one and a half hours, but 
ultimately rises above the normal. After administration of dextrose, 
lood- sugar remains longer at a maximum than in normal cases. 

G.^W. R. 
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Efiect of Primary Sodium Phosphate on Body p 0W( , r 

Herbert Herxheimer {Klin. Woch., 1922, 1, 480 483; 

Chem. Zentr 1922, i, 985 — 986). -Phosphoric acid given as sodium 
dihydrogen phosphate has a favourable efiect on growth and 
energy production. * & W. R, 

The Effect of Adrenaline on Healthy Individuals. Aup li;D 
Bjure and John Svensson (Upsala Idkarefiremngs forhandH^ar l 
1921, 26, 36 pp. ; Ber. ges. Physiol 11, 319; from Chem. Zmtr\ 
1922^ i, 988) —Adrenaline, either in intramuscular or subcutaneous 
injections, produces increase in blood pressure and pulse frequency. 
Sugar in the urine does not increase, although an increase in blood! 
sugar occurs. The absolute amount of sodium chloride excreted 
in the urine increases, although the sodium chloride content of the 
urine decreases. G. W. R. 

Behaviour of 5-Iodoguaiacol in the Human Organism. 
Italo Simon {Arch. Farm, sperim. Sci . aff., 1922, 33, 133—144).- 
5-Iodoguaiacol, administered gastrically, produces little effect in 
the animal organism. In the rabbit, a dose of 0*64 gram per kilo, 
causes no inconvenience ; in the dog^O'83 gram per kilo, leads only 
to slight albuminuria ; in man, 0'25 gram per kilo, produces no 
harmful phenomenon, and 1 gram only transient diarrhoea. The 
compound is partly absorbed by the gastro-enteric tube and partly 
expelled with the fajees. A dose of 0 08 gram per kilo., administered 
to a dog, is eliminated in the urine in combination with sulphuric 
acid, whilst with a dose of 0 83 gram union occurs also with glycnr- 
onic acid. The elimination takes place rapidly. T. H. P. 

Choline as Hormone of Peristalsis. K. Arai (P/f%er’s 
Archiv 1922, 193, 359- 395; from Chem. Zentr., 1922, i, 889).— 
In experiments with cats suffering from artificially induced peri- 
tonitis, peristalsis was produced by administration of choline 
chloride (0 01 gram per kilo.). G. W. K. 

The Nature of Specific Poisons. Peter Bergell ( Z . physid. 
Chem 19*2 121, 231— 239). — The author has investigated the 
question w to whether an animal dosed with tropine is especiaHy 
sensitive to tropic acid, and, conversely, when dosed with tropic 
acid is sensitive to tropine, these components of the toxic alkaloid 
atropine being individually relatively harmless. Mice readdy become 
acclimatised to tropine or tropic acid. After the injection of a succes- 
sion of small doses of either of these substances, a subsequent injection 
of the other substance leads to death or very severe illness, n. 

Physiology and Pharmacology of the Leech, Hirudo 
medicinalis Werner Teschendorf {Pfiugcrs Archv, 1921, 
SSmCSb; from Ckm. Zentr., 1922, i, 893).-Tbe 
of the leech is comparatively little affected by an 
by variations in osmotic pressure, or by lnorgam var i a tions 

is sensitive to alkaloids, for example mcotme SmaU vamM 

in hydrogen-ion concentration have little effect on t ^ R 
alcohol and chloroform increase tonus. 
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Chemistry of Vegetable Physiology and Agriculture. 


Denitrification with Formates. Influence of the Ration 

j, Gkoenewege (Bied. Zenlr., 1922, 51, 219— 220).— With Bac- 
terium denitroformicicum , n. sp., using calcium formate as the 
exclusive source of carbon, denitrification docs not take place in 
culture solutions containing potassium monohydrogen phosphate 
owing to reaction with the calcium formate whereby calcium 
phosphate and free formic acid are produced. When the culture 
solution is maintained neutral or slightly alkaline, denitrification 
takes place only on aeration. If, however, the calcium formate is 
replaced by potassium or sodium formate, denitrification takes 
place even under anaerobic conditions. G. W. R. 

Fermentation of Hexoses and Related Compounds by 
Certain Pentose-fermenting Bacteria. W. H. Peterson, 
E. B. Fred, and J. A. Anderson {J. Biol Ghent 1922, 53, 111— 
123).— The action on various sugars of four cultures of the group 
of pentose-fermenting organisms previously described (this vol., 
i, 201) has been determined. Dextrose, lsevulose, lactose, raffinose’ 
and melezitose were converted almost quantitatively into lactic 
acid, small quantities of carbon dioxide, which is regarded as a 
product of cell respiration, also being produced. With the last 
three sugars, the action was slow, and, when the cultures became 
old, a secondary fermentation began with the production of volatile 
acids. Mannitol was fermented differently from the sugars, thus 
showing the influence of the terminal alcohol group. With one 
exception, in which no volatile acids were fonned, the products 
from this substance were lactic acid, ethyl alcohol, formic acid, 
and acetic acid. The action of the pentose-fermenting bacteria 
resembles that of Streptococcus lactis. The lactic acid produced 
by the former, however, is always optically inactive whereas that 
produced by the latter is active. E. S. 

The Acetone and Butyl Alcohol Fermentation of Various 
Carbohydrates. Guy C. Robinson (J. Biol Chew.., 1922, 53, 
125—154). — The fermentative ability of an organism of the Granu- 
lobacter type, isolated from a sample of fresh barley, towards various 
carbohydrates was studied. The course of fermentation was 
followed by making periodic estimations of the titratabic acidity 
of the media and of the amount and, where possible, the com- 
position of the carbohydrates present. The carbohydrates studied 
fell into two groups, according to the type of fermentation which 
occurred. In the first group, which consisted of dextrose, lsevulose. 
mannose, sucrose, lactose, and starch, the acidity of the media, 
after reaching a maximum, showed a decided fall, whilst the carbo- 
hydrate was completely consumed. The second group comprised 
galactose, xylose, arabinose, raffinose, melezitose, inulin, and 
mannitol. In these cases, the high acidity persisted and the 
consumption was incomplete. Dextrin' fell in^o the first or second 
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group, according as it was prepared by malt amylase hydroly^ 
or acid hydrolysis of starch. Trehalose, rhamnose, melibiose, and 
glycerol were not fermented. With mixtures containing dextrose 
and either sucrose or lactose, dextrose was preferentially consumed 
Maltose, however, was fermented concurrently *with dextrose 
lacvulose, or mannose. Galactose was more completely consumed 
in the presence than in the absence of dextrose. From the expert, 
mental data, it is concluded that the organism secretes the enzymes 
amylase, inulinase, and maltase, but not sucrase, lactase, orraffinase 
Raffinose is hydrolysed to melibiose and lsevulose by sucrase withiii 
the cell. E. g, 

Decomposition of Inositol and Glycerol after the Manner 
of True Sugars by Bacillus lactis aerogenes. H. Kumagawa 
(Biochem. Z., 1922, 131, 157 — 160). — In presence of calcium ca r . 
bonate and calcium sulphite, inositol is degraded by B. kctk 
aerogenes with production of acetaldehyde, lactic acid, and succinic 
acid. Glycerol gives acetaldehyde. H. K. 

The Action of Tribromoxylenol on the Tubercle Bacillus. 
(Mlle) T. Duboc ( Compt . rend., 1922, 175, 326 — 328).— Emulsions of 
bovine, avian, and human tubercle bacilli were treated with tri> 
bromoxylenol. Part of the organisms was absorbed at once- 
the remainder formed a yellow, frothy layer on the surface of the 
liquid, gradually disappearing as the liquid cleared. After periods 
of nineteen to one hundred and forty-hive days, varying with the 
nature and previous history of the organisms, all bacilli had dig. 
appeared and the liquid remained perfectly clear. Microscopic 
examination of organisms, periodically removed from treated 
emulsions, showed the gradual disappearance of acid-fast organ- 
isms, loss of structure, and finally complete solution. A. G, P. 

Accelerators of Fermentation. Hans von Euler and 
Signe Karlsson ( Biochem . Z 1922, 130, 550— 555). — Washed 
dry yeasts, free from co -enzyme, are not activated by juices and 
extracts containing much vitamin-5, but there is a marked acceler- 
ation of fermentation by washed dry yeast on addition of the 
co-enzyme. H* K. 

Influence of Mineral Spring Water on the Carbohydrate 
Interchange in Yeast. Paul Mayer (Biochem. Z., 1922, 131, 
1 — 5). — The use of Karlsbad water as solvent for the sucrose in 
yeast fermentation leads to an increased production of glycerol 
and dimini shed production of alcohol. Solutions made up from 
Karlsbad salts (powder form), show this effect to an enhanced 
degree. K. 

The Infl uence of Thyroxin on Alcoholic Fermentation. 
M. Tomita ( Biochem . Z. t 1922, 131, 175 — 177 ).— Thyroxin has a 
slight, stimulating action on alcoholic fermentation. H. K. 

Production of the Second and Third Forms of Ferment- 
ation with Saccharomyces Sak6 t Zygosaccharomyces nw^r, 

and Z. salsus . H. Kumagawa (Biochem. Z. t 1922, 131, li^ 
156). — The Japanese, yeasts’ named can ferment sugar according 
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the second and third modes. Saccharomycea Said can withstand a 
greater proportion of sodium hydrogen sulphite than German 
yeasts, with the resultant production of increased yields, 19*6^ of 
acetaldehyde, and 39*2% of glycerol, whilst the alcohol production 
was only 10%., H. K. 

Carboligase. V. The Binding of Carbon to Carbon 
Biosynthetically in the Aliphatic Series. Julius Hirsck 
(Biochem. Z. t 1922, 131 , 178— 187). — Yeast fermentation in 
presence of pyruvic acid leads to the production of optically active 
acetylmethylcarbinol, which is^ isolated and identified by its 
phenylosazone, m. p. 241 — 242°, its p-nitrophenylosazone, m. p. 
308—310° (decomp.), and its semicarbazone, 

OH*CHMe-C(:N*NH-CO-NH 2 )-CH 3 , 
m. p. 193—194°. This “ acyloin " condensation is brought about 
by the carboligase. ^ 

Ammonia as a Product of Protein Transformation 
caused by Mould Fungi and the Conditions of its Formation. 

V. S. Butkevich (Bee. d’ articles dedie au> Prof. C. Timriazev , 1916 
457 — 499 ; Abstracts Bacl., 4, 36).— The different species of fungi 
vary as regards their capacity to decompose proteins with form- 
ation of ammonia. The mould fungi are capable of utilising for 
the formation of ammonia not only amino- but also the amido- 
complexes. Both these reactions were studied, with the mycelium 
and with the expressed juice of Aspergillus niger. This fungus 
contains an enzyme which is capable of transforming the amido- 
group of asparagine into ammonia. An alkaline medium is most 
favourable for its action. The am mollification of the amino-group 
of amino-acids can only be observed with living cells. 

Chemical Abstracts. 

Formation of Citric and Oxalic Acids in Citrornyces 
Cultures on Sugar and a Process for the Estimation of these 
Acids. Wl. Butkewitsch (Biochem. Z. } 1922, 131, 327— 
337) —Various kinds of Citrornyces were cultivated on 10% 
sucrose solutions deficient in nitrogen, and calcium carbonate W'as 
added. Citric and oxalic acids were formed, and were estimated. 
In each case, a large yield of oxalic acid means a diminished yield 
of citric acid, and vice versa. This is due to the formation of oxalic 
acid at the expense of the citric acid. These two acids may be 
estimated when present together in an approximately quantitative 
manner either (1) by extraction of the mixed calcium salts with 
dmte hydrochloric acid, or (2) by dissolving the salts in hydro- 
cnionc acid and adding sodium acetate which precipitates calcium 
oxalate alone. The main discrepancy falls on the citrate. 

H. K. 

Utilisation and Formation of Citric Acid in .Cultures of 
itromyccs glaber on Sugar. Wl. Butkewitscii (Biochem. 
.,1922, 131 , 338— 350).— Citric acid is formed by Citrornyces 
9 er when grown cither on normal or on abnormal media. If 
C1 ric acic * or citrates be added to the nutrient media, oxalic acid 



i. 974 


ABSTRACTS OF CHEMICAL PAPERS. 


appears directly. In dilute solution, the “economic coefficient” 
of the utilisation of citric acid approaches that of dextrose, but in 
concentrated solutions it falls off. The combination dextrose-citric 
acid stimulates the productive metabolism. H, K. 

Action of Selenium on the Metabolism of Plants in Presence 
of the Radioactivity of Air and of Soil. Julius Stokusa 
[with P. KitiCKA, J. Penkava, J. Zelenka, J. Chmelaij, and 
V. JAnsky] ( Biochtm . Z., 1922, 130, 604 — 643; cf. this vol., i } (qg 
614). — The authors have investigated the action of ions containing 
selenium in the presence and absence of radium emanation on 
(«) the growth of azotobacter, (6) the germination of seeds, and 
(c) the development of plants. Sodium selenite is found to inhibit 
the growth of Azotobacter chroococcus but this inhibition is to some 
extent overcome by radium emanation. On the germination of 
seeds, both sodium selenite and selenate are detrimental, the 
selenite being the more powerful. Radioactive air accelerates the 
growth of seeds and inhibits the toxic action of selenites and selen* 
ates. A parallel behaviour is observed on the growth of plants, 
except that very minute quantities of selenates may stimulate 
growth. H. K. 

The Diastatic Value of Malt. Fr. Duchacek {Chen. IAsty , 
1922, 16, 202 — 207). — The importance, in post-war brewing, of 
knowing the diastatic value (determined by the method of Windisch, 
Woch. Brau., 1921, 38, 149) of the malt used, is pointed out, 
and this value is given for numerous samples of last year’s malt 
production in Czechoslovakia. From a comparison of the chemical 
and physical properties of these samples, it is concluded that none 
of these can alone allow of the estimation of the diastatic value of 
the sample in question, but that this value is more affected by the 
procedure in the germinator and in the malt-kiln. Particularly 
on the upper shelf of the latter is the diastase apt to be destroyed 
by inefficient drying, whilst efficient drying will sometimes double 
the diastatic value of a malt. R- T* 

The Presence of the Antineuritic Substance, Water- 
soluble B, in Chlorophyll-free Plants. C- R. Orton, E. V. 
McCollum, and Nina Simmonds [J. Biol . Ckem ., 1922, 53, 1—6).— 
Vitamin* 5 is present in small quantities in onion roots; it is there- 
fore concluded that this vitamin is not associated with the chloro- 
plasts in plant-tissue. The mushroom, Agaricus campestris , is a 
good source of vitamin -B; experiments with Indian-pipe, Move- 
tro-pa uriifiora, gave inconclusive results, whilst Gronoviuss dodder. 
Cuscuta Gronovii, could not be tested owing to its toxic properties. 

E, S. 

Preparation and Properties of Vitamin-B. Sogen Tsuxiye 
{Biochem. Z„ 1922, 131, 124— 139).— The author has. prepared 
an active vitamin-B preparation from an 80% alcoholic extrae 
of 30 kilos of rice polishings and from an aqueous extract of 4 Kilos. 
After cleansing with basic lead acetate, the vitamin is F ecl P^ * _ 
by phosphotungstic acid a ml the precipitate decomposed by ban 
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hydroxide. After removal of excess of barium hydroxide, a pre- 
cipitation is effected in acid solution with silver and the filtrate 
made weakly alkaline with barium hydroxide, whereupon a second 
silver fraction is obtained containing the vitamin. The vitamin 
preparation is. precipitated by tannin and picric acid and the 
picrate is soluble in alcohol and hot water. It is not soluble in 
the neutral state in alcohol of more than 80% strength, but is 
readily soluble in acidified alcohol and in water. & H K 

Glacial Acetic Acid as a Solvent for the Antineuritic Sub- 
stance, Water-soluble B. Victor E. Levine, E. V McCollum 
and Nina Simmonds (J. Biol Ckem 1922, 53, 7— 11).— Glacial 
acetic acid is a good solvent for the extraction of vitamin-5 from 
plant material. Impurities can be largely removed from such 
extracts by precipitation with ether. E g 


Chemical Constituents of Green Plants . XIX. Occurrence 
of Lactic Acid and Succinic Acid in the Leaves of the Rasp- 
bery (. Rubus idaeus). Hartwig Franzen and Emmi Stern 
{Z. physiol Ghem 1922, 121, 195— 220).— The aqueous extract of 
raspberry leaves, after removal of substances precipitable by lead 
acetate, contains^ chiefly magnesium, calcium, and manganese salts 
of lactic acid with a little succinic acid. The content of lactic 
acid in the dried leaves is 1%. The isolation and characterisation 
of these acids is facilitated by fractionation of the esters, conversion 
into hydrazides, and condensation with benzaldehyde. > II. K. 

Nutmeg Butter. H. B. (Mat. grasses, 1922, 14, 6099) —Nut- 
meg butter is composed of 1% butyrin, 19% olein, and’the remainder 
mynstm. It has m. p. 31°. Chemical Abstracts. 


The Presence of Cobalt and Nickel in Arable Soil. Gabriel 
Bertrand and Mokragnatz (Compt. rend., 1922, 175, 112—114).— 
samples of arable soils the authors have found respectively 
0-00028% of cobalt and 0-00136% of nickel, and 0-00037% of 
cobalt and 0 00174% of nickel. q 


The ESect of Lime, Leaching, form of Phosphate, and 
Nitrogen Salt on Plant and Soil Acidity, and the Relation 
7 T**? *? 4116 Feeding Power of the Plant. V. C. Bauer and 
• . C. Haas ( Soil Sci. t 1922, 13, 461 — 480). — Soja-beans and 
maize were grown in sand cultures with suitable nutrient solutions 
ana the rates of growth, together with the hydrogen-ion concen- 
trations of the juices of various parts of the plants were compared 
Limestone treatment, leaching, and the nature of the phosphate 
ana nitrogen salts applied produced considerable effects on the 
acioity of the nutrient medium and of the plant juices. The 
acidity was closely related to the growth and feeding power of 
tne plants. Limestone, by reducing soil acidity, reduced also the 
y y- ®°i a beans grown in the soil. In a few cases increased 
gour of the plants resulted from liming and this was accompanied 
of A aCr0ase ? of the plant juices. The increased acidity 

e nu Orient medium by leaching usually resulted in increased 
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acidity of the juices of maize plants. Acid phosphates raLs&:l 
the acidity of the medium and of the plant juices more than did 
rock phosphates. The availability of rock phosphate to the pj arj ^ 
increases with greater acidity of the medium. Ammonium nitrate 
increased the acidity of the soil and of the root juices of maize 
more than did sodium nitrate, but there was little difference 
apparent in the juices of the upper portions of the plants. Jde 
total acidity of soja-bean roots did not increase with increasing 
actual acidity. On the other hand, the total acidity of the maize 
plant increased with the actual acidity of the juices of both roots 
and tops. The total acidity of jmize tops was usually greater 
than that of the roots. Sodium nitrate produced greater acidity 
than ammonium nitrate in maize tops. Limestone reduced the 
actual acidity of soja bean nodules below that of the roots on 
which they grew. Variations in the .acidity of soja-bean nodules 
due to liming followed those of the juices of the upper portions; of 
the plant. A. G. P, 

Acid Soils. III. The Influence of Calcium Carbonate, 
Calcium Oxide, and Calcium Sulphate on the Soluble Soil 
Nutrients of Acid Soils. R. H. Robinson and D. E. Bums 
(Soil Sci 1922, 13, 449— 460).-^Tho acid soils examined responded 
very differently in held trials, when limjed to the requisite extent 
to satisfy the Veitch “ lime requirement.” Examination of the 
water-soluble constituents of laboratory samples showed the chief 
difference to be a rapid formation of nitrates in those soils which 
responded to lime in the field. Treatment with calcium sulphate 
ihcreased the soluble potassium and magnesiifin in all soils. [See 
also J, Soc , Ckem . hid., 1922, 677a]. A. G. P, 

Influence of Salts on Azoflcation in Soil. J. E. Greaves, 

E. G. Carter, and Yeppa Lund {Soil Sci., 1922, 13, 481-499).- 
Soil was treated with varying amounts of the chlorides, sulphates, 
carbonates, and nitrates of sodium, potassium, magnesium, calcium, 
iron, and manganese, and their effects on the rate of nitrogen 
fixation were compared. The toxicity of the salts is specific, and 
is not governed by the electronegative ion. All the salts examined 
were less toxic to the nitrogen- fixing organisms than to the 
nitrifiers or ammonifiers. The toxic quantity of any particular 
salt varied with the type of soil. No sodium salts were toxic in 
quantities up to 460 parts of sodium per million of soil. Potassium 
chloride and carbonate, manganese carbonate, and ferric sulphate 
did not stimulate nitrogen fixation under any conditions examined. 
All other salts had a stimulating effect. The common soil alkalis 
would not affect nitrogen-fixing organisms, even if present in 
sufficient quantities to retard ammonification, nitrification, and 
plant growth, provided' the soil is not acid and contains t e 
necessary nutrients. Nitrogen-fixing bacteria are much more 
distant to the salts than are ammonifiers, nitrifiers, and many 
higher plants. *’ 



i. 977 


Organic Chemistry. 


The Ozonides of Petroleum. Rudolf Koetsciiau (Z. anazw 
Ckem., 1922, 35 , 509—513; cf. Molinari and Fenaroli \ 1908 
i, 933).— A Texas transformer oil, d 0-915, was found to have a 
molecular weight of 293, whilst the ozonide, of which 25°/ was 
produced from the oil, had a molecular weight of 663. A solution 
of this ozonide in benzene, after keeping for a few hours had a 
molecular weight of 606 only and after two days a molecular 
weight of 4/9, showing that decomposition into compounds of 
lower molecular weight had taken place. The figure 663 corre- 
sponds closely with that of a dimeric diozonide (688). The mole- 
cular weighty of mineral oils determined in camphor are generally 
lower than those determined in benzene. The ozonides from 1 
Texas and Pennsylvanian spindle oils have a characteristic pungent 
odour, and separate as white, fioccuient precipitates, which gradually 
change to a red resin at temperatures of 20° and above. Oils 
poor in sulphui give more stable ozonides of a lighter colour The 
curves of ozone absorption are very steep at their commencement 
and the maximum increase of weight is 16—17%. White oils ” 
show no formation of ozonides, but a considerable increase in 
viscosity when exposed to the action of ozone. 

The ozone value is subject to too great variations for employment 
ui analysis, but a splitting number'' determined by taking the 
acidity of an ozonised oil which has been boiled for half an hour 
mth water is of utility in the examination of used transformer oils 

H. M. 

Hydrogenation of Unsaturated Hydrocarbons. Chkmische 

7i B ,f £ ioS EIES ?n«; EL T EKT ?^ < DR P - 35042 9 ; from Chem. 
Zentr., 19-2, n, 1026).— In the hydrogenation of unsaturated hydro- 
carbons by passing them , mixed with hydrogen, over metallic 
catalysts a better utilisation of the hydrogen is obtained by diluting 
ith methane, ethane, or ethylene. For example, in the preparation 
ol pure ethane from acetylene the mixture is diluted with ethane 
w/ v acetylene content of the mixture amounts to less than 

ethvl»n V °i Un !u &II ? iIarI y> in the preparation of a mixture of 
etiylene and ethane the mixture is diluted with ethane or ethylene 
'intu the acetylene content is less than 35% by volume. 

G. W. R. 

T R «!!™ ation o£ Bu tadiene from Ethylene. J. E. Zanetti, 
44 '. JU V an , d M ' 0rFNEE ( J ■ Amr. Chem. Soc., 1922, 

been' T7 2 ? 41 '~ The formation of butadiene from ethylene has 
tpmno! i ?* temperatures varying from 550° to 850°. The 
aCwS.f maximum formation has been shown to be 750°, 
and eerK C " ™ e < f eeom P° 31 tion of ethylene into methane, hydrogen, 
transfnJ^W^y- '^ le maximum quantity of ethylene 
transformed into butadiene is 0-0096 litre per litre of ethylene. 
vol. exxn. i. • L _ 
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It is suggested that the formation of aromatic hydrocarbons 
from ethylene takes place, at least in part, through the 
mediate formation of butadiene. Attention is directed to the 
formation of an aliphatic hydrocarbon of higher boiling po^ 
from one of a lower boiling point and to the possible role of similar 
reactions in the cracking of oils. H. \V. 

The Addition of Hydrogen Haloids to Isoprene. H. Stau. 
dinger, W. Kreis, and W. Schilt (Helv. Chirn. Acta , 1922 5 
743 — 756). — When isoprene combines with 1 mol. of hydrogen 
bromide, addition takes place at the a- and 8-positions with form, 
ation of dimethylallyl bromide [x-bromo-y -methyl butene) 
CMe 2 !CH‘CH 2 Br, the constitution of which was established in 
the following manner. It condenses readily with sodium ethyl 
malonate, forming ethyl y-methyl^-buknylmalonale , 
CMe 2 :CH’CH 2 -CH(C0 2 Et) 2 , 

b. p. 127711 mm. When hydrolysed with alcoholic sodium 

hydroxide, this gives y-methyl^-butenylmabnic acid , m. p. 955 

96°. The fact that the crude acid has a sharp melting point proves 
that the compound of isoprene and hydrogen bromide is a uniform 
product. y-Methyl-A^-butenylmalonic acid when heated at 160° 
loses carbon dioxide with formation of dimethylallylacetic acid 
(S-methyl -hexenoic acid), a colourless oil, b. p. 103 — 105°/10 mm. 
The constitution of this compound is fixed by its oxidation with 
permanganate to the known 8-dimethyl- 8-hydroxyleevulic acid and 
eventually into acetone and succinic acid. 

The halogen of a-bromo-y-methyl-A^-butene is specially reactive, 
on account of the double bond in the [Jy -position. With guaiacol, 
it condenses in alcoholic sodium hydroxide solution to give guamyl- 
y -methyl- ^-butenyl ether , a viscous, nearly colourless oil, b. p. 
140710 mm., which, by heating at 220°, changes into p-y -methyl 
A P-butenylguaiacol, b. p. 148— 149° /1 2 mm. The latter was 
methylated with methyl sulphate to ^-y-metkyl^-butenylveratrok, 
b. p. 140° /10 mm., which gave veratric acid on oxidation. The 
great reactivity of bromomethylbutene was shown by its behaviour 
with magnesium, when very little Grignard compound could be 
detected since it reacted almost at once with more of the bromide 
to form tetramethyldiallyl [^-dimethyl ^-octadiene\ b. p. 45— 
507 H mm. A similar reaction was observed by Rupe and Burgin 
(A., 1910, i, 161) with styryl bromide. They also obtained, besides 
the normal distyryl, an isomeric compound which, from its oxidation 
products, must be a diphenylallyl, that is avdiphenyl-A af *hexadiene, 
CHPh:CH-CH 2 *CHPh*CH:OH 2 , not aS-diphenyl-A'-hexene, as they 
supposed. Evidence was obtained of the formation of a second 
hydrocarbon, CMe 2 :CH*CH 2 ’CMe 2 -CH:CH 2 , in a similar manner 
from a- bromo-y-methyl-A^- butene. The presence of this com- 
pound would account for the observed formation of dimethyl- 
succinic acid among the oxidation products of the mixed hyd™' 
carbons obtained from bromomethylbutene and magnesium. Vvi- 
magnesium phenyl bromide, bromomethylbutene reacts to form 
y-methyl-A^-batcnylbenzenc! By the action of magnesium on 
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a-bromo-y-methyl-A^-butenyl bromide in presence of carbon dioxide, 
a small quantity of pyroterebic acid was formed. E. H. R. 

Isoprene Dibromide. H. Stau linger, 0. Muntwyler, and 
0. Kupeer [Helv. Chim. Acta, 1922, 5, 756—767). — The dibromide 
formed by addition of bromine to isoprene is aS-dibromo-y-methyl- 
A0-butene, since on oxidation it gives bromoacetic acid. The 
compound therefore contains two reactive bromine atoms (cf. 
preceding abstract). Attempts to obtain a cycfopentene derivative 
by condensing it with sodium ethylmalonate were not successful. 
Only one atom of bromine reacted with the malonate, the other 
being lost as hydrogen bromide. The condensation product was 
not a uniform substance but appeared to consist principally of 
ethyl hanethyl-k^-'pcntadicne-M-dicarboxylaLe.. On reduction, it 
united with four atoms of hydrogen and the resulting eater, after 
hydrolysis, was converted into a monocarboxylic acid which was 
identified as S-methylhexoic acid. The condensation product must 
consequently contain the ester, CH 2 !CMe*CH 2 ‘CH«C(C0 2 Et) 2 . By 
hydrolysing the condensation product before hydrogenating, and 
distilling after removing carbon dioxide, there wore obtained a 
methylpentadienecarboxylio acid and a lactone of a hydroxy- 
methylpentenecarboxylic acid which were not identified with 
certainty. The lactone may be that of y -hydroxy -h- me thy l- A 6 -pe nte. ne - 
carboxylic acid ; it is a colourless liquid, b. p. 105 — 110°/12 mm.; 
it is oxidised by permanganate or by hydrogen peroxide to succinic 
acid. Besides these two products were isolated a ladonic acid, 
m. p. 119—122°, giving a monoethyl ester, m. p. 85—86°, and a 
mixture of substances formed by the action of 1 mol. of isoprene 
dibromide on 2 mols. of ethyl malonate. 

From isoprene tetrabromide was obtained a new dibromoisoprene, 
b. p. 78 — -83°/12 mm., a liquid of pleasant odour. Isoprene 
dibromide, from isoprene and bromine in carbon disulphide solution, 
is an unpleasant smelling liquid, b. p. 90— 96°/12 mm., and has the 
constitution given above. When incompletely oxidised with 
permanganate, it forms ’xh^dibromO'^y-dihydroxy^-methylbutam, 
CH 2 Br*CMe(OH)<JH(OH)<JH 2 Br, in. p. 127°. From isoprene 
dibromide by treatment with alcoholic sodium methoxide was 
obtained a mixture of bromoisoprenes difficult to separate. Unlike 
isoprene itself, the mono- and di-bromoisoprenes do not polymerise 
to form caoutchouc-like products, but decompose when heated. 

E. H. R. 

Electrolytic Oxidation of Alcohols. I. isoAmyl Alcohol. 

Shunzo Koizumi (Mem. Coll Sci. Kyoto, 1922, 5, 359—382).— 
The material used in the investigation had b. p. 130 — 132°, d 0'811, 
and was obtained by fractional distillation of technical f.soamyl 
alcohol ; it possibly contained a small quantity of Qptically active 
amyl alcohol. The experiments were made in a divided cell, the 
cathode being of nickel gauze or sheet lead and the cathode solution 
being sulphuric acid or dilute sodium hydroxide solution. Lead 
peroxide acted most effectively as anode material. The products 

mm 2 
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of the oxidation were isovaleric acid, isovaleraldehyde, and carbon 
dioxide. In alkaline solution, the acid formed was always accom- 
panied by the aldehyde; the current efficiency increased with 
decreasing current density. In a sulphuric acid solution, aldehyde 
was produced only when the current density tell below 1 amp. 
per 100 sq. cm. For the electrolytic preparation of isovaleric 
acid, the most suitable current density was found to be 1— lq 
amp./sq. dcm., if the solution remained stationary and about 
2 amp./sq. dcm. when it was stirred. The most favourable con* 
centration of sulphuric acid was 10 — 20%. The temperature 
should be maintained below 30". Vanadium pentoxide, cerium 
sulphate, potassium dichromate, and ferrous sulphate were found 
to be effective oxygen carriers. . 

A convenient and rapid electrolytic method tor preparing jso. 
valeric acid without involving the use of a diaphragm is described 
in detail. H - w - 


Preparation of 

Chemische Werke 


Glycerol from Sugar. Vereisigtb 

Akt.-Ges. (D.R.-P. 343321 ; from Chem, 


Zentr .19 22, ii, 1085).— The fermentation of sugar to form glycerol 
is carried out with addition of salts of acid or neutral reaction as 
well as nutrient salts. As examples of the salts added, ferrous 
sulphate, aluminium sulphate, ammonium chloride, and calcium 
chloride are mentioned. Ammonium sulpnate, sodium phosphate, 
potassium sulphate, and magnesium sulphate are used as nutrient 
salts The addition of neutral or acid salts increases the yield 
of glycerol. The yeast is also less harmfully affected than is the 
case in alkaline solution. R - 


Preparation of Glycerol from Sugar. Vebeisktb 
Chemische Werke Akt.-Ges. (D.R.-P. 347604; from Chem. Zerir., 
1922 ii 1086).— In the formation of glycerol from sugar, the 
fermentation is allowed to reach its maximum intensity and, 
without interruption of the process, a further addition of sugar 
is made together with smaller amounts of yeast and nutrient salts 
than in the initial mixture. A larger yield of glycerol and a 
quicker fermentation arc thereby obtained. In* an example given, 
the yield of glycerol was 23% of the sugar used. G. VY . 

The Action of Epichlorohydrin on ^Normal Sodiim 
Phosphate in Aqueous Solution and the Stability 
Dielyceromonophosphoric Diester. Octave Baum ( • 

To l Mm., 1922, [iv], 31 848-862; of. A.192 ,i29)49^0 

attempting to prepare sodium a-glycerophosphatc by ^ 
chlorohydrin in place of the ,-n.onochlorohydn. a, 1 t at 
one of the -ONa groups of the sodium phosphate behaves m 
somewhat similar manner to the same group m sorhuin pb 
(cf. Foumeau, A., 1910, i, 246) causes other reactions to takep ^ 
simultaneously. When normal sodium phosphate f ep i c hloro- 
aqueous solution with an cquimo eeular q«»ntaty of P 
hydrin, formation of sodium monoglycidophosphate and d y _ 
phosphate occurs, am} at the same time sodium a-y-monog y 
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monophosphate and ay-monoglycerodiphosphate are formed. The 
two first-named substances are readily hydrolysed to a-glycero- 
phosphate and aa-diglyceromonophosphate, respectively. It is 
pointed out that the latter is extremely stable. An attempt was 
made to convert potassium diallyl phosphate into ococ-diglycero* 
monophosphate but this substance was only obtained in solution 
and in an impure condition ; all attempts at crystallisation failed. 
Like the sodium salt, it is very stable and is not hydrolysed by 
prolonged boiling at 120 ° under pressure (cf. Fischer and Pfahler 
A., 1920, i, 807). H. J. E. * 

Hydrolysis of pp'-Dichlorodiethyl Sulphide. Synthesis of 
Divinyl Sulphide and the Preparation of a Non-vesicant 
Isomeride of ppVDichlorodiethyl Sulphide. Sidney Hartley 

Pales and Stanley Arthur Nickelson (T 1922 121 2137 

2139). 

Monothioethylene Glycol. George Macdonald Bennett 
(T., 1922, 121, 2139—2146). 

The Constitution of Soap Solutions. Hexadecanesulphonic 
(Cetylsulphonic) Acid and other Sulphonates. Mabel 
Harriet Norris (T., 1922, 121, 2161—2168). 


Complex Compounds of Lead Acetate. R. Weinlaxd and 
Rudolf Stroh (Ber., 1922, 55, [5], 2219— 2225).— A series of 
salts in which the lead-acetate ion functions in all probability as 
kation has been prepared by the action of perchloric or nitric acid 
on lead oxide and acetic acid or on lead acetate under conditions 
which are precisely described in the original. The kation is con- 
sidered to be produced by the union of the lead atoms and the 
acetate residue by means of the subsidiary valencies of the oxygen 

, T o*r\Tp»rw "l j /OCMeX) i 
atoms thus, Pb<^’ ■ .X>Pb and j Pb-OCMelO >Pb l The 
L j t *-0;CMe-0 / j 

salts arc without exception beautifully crystalline. The per- 
chlorate acetates explode violently when strongly heated or when 
struck; occasionally they appear to explode violently without 
obvious cause. Their electrical conductivity is in harmony with 
the conception that they are complex salts. 

Fhe following individual compounds have been prepared: The 
[Pb 2 (CH 3 C0 2 ) 2 ](C10 4 ) 2 ,H 2 0, colourless, rhombic plates, formed 
oy tlie action of perchloric and glacial acetic acids on a thin paste 
of lead monoxide and water; the salt , [Pb 2 (CH 3 ‘C0,) 3 ]C10 4! 2H 2 0, 
colourless, microscopic needles : the salt, 

fPb 4 (CH 3 *C0,) 5 ](C10 4 ) 3} 2H.0, 

aggregates of needles or thick," hexagonal rods (this is the only 
salt of the series which can be crystallised unchanged from aqueous 

solution); the salt, j"pb 3 (CH 3 *C0 2 ) 4 |^ 4 .qq , large, rhombohedral 


crystals; the salt, [Pb 3 (CH 3 *C0 2 ) 4 ](N0 3 ) 2 ,H 2 0, microscopic needles 
^ salt, fPb 2 (CH 3 ‘C0 2 ) 3 ]N0 3 ,I^0 ! sirAll needles. H. W. 
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Complex Salt o! Mercuric Acetate and Sulphide . A Mt 0i 
(I Oazzetta , 1922, 52, ii, 27)— The compound, HgS,Hg(C H oT 
described by Bemardi and Rossi (this vol., i, 421), was preuar! 3 
by Palm (1862) in another way, and is referred to in current hand 
books. With other mercuric salts, such as the chlofide or iodide 
mercuric sulphide gives salts containing a complex kation of which 
the mercuric sulphide forms part (cf. Borelli, A., 1908, i 515 . 
ii, 1039; 1909, i, 452). T. H. p. ’ 

Saponification of Oils and Fats. H. M. Langton (</. 
and Colour Chemists' Assoc., 1922, 5, 41 —75). — Large scale experi. 
ments were carried out on the hydrolysis of various oils and fats 
under a steam pressure of eight atmospheres, using 2 ’ 5% of the weight 
of oil of calcium or magnesium oxide as catalyst. The resulting 
curves obtained are of the exponential type in every case the 
greater part of the oil or fat being hydrolysed in the first four hours 
and the velocity of the reaction thereafter falling to a very low 
rate. In most cases, magnesium oxide was more effective weight 
for weight than calcium oxide as a catalyst. H. C. R. 

The Action of the Brush Discharge on Fatty Acids and 
their Glycerides. Egon Eiciiwald (Z. angew. Cham., 1922, 35, 
505 — 506).— If oleic acid is subjected to the action of the brush 
discharge, the iodine value steadily falls, the mean molecular weight 
steadily rises, and stearic acid is produced. The increase in mole- 
cular weight per unit fall in iodine value increases from 63 at the 
beginning of the treatment to 43'5 after twenty-two hours’ treat- 
ment. About 11% of the acid is converted into stearic acid in an 
atmosphere of air or nitrogen and 15% in an atmosphere of 
hydrogen. It i$ considered that the bombardment of the molecules 
causes hydrogen atoms to become detached in a highly active 
state, and that they immediately saturate the double bonds of 
other molecules of oleic acid, leaving some highly unsaturated 
molecules, which polymerise and cause the increase in molecular 
weight. Glycerides show similar effects under the brush discharge, 
the glyceryl part of the molecule being unaffected. The resulting 
polymerised oils have high viscosities and flat viscosity-temperature 
curves, and are of value as lubricants. Owing to the possibility of 
intramolecular saturation of double bonds in the case of glycerides, 
the increase in molecular weight in this case becomes even more 
apparent in the later stages of treatment than in the case of the 
free fatty acids. H. C. R. 

The Transformation of Methyl a-Elseostearate into Methyl 
B-Elaeos tear ate. R. S. Morrell (J. Soc. Ckem. Ind ., 1922, 41, 
328t). — Polemical, pointing out that Bauer and Herberts (this 
vol., i, 806) failed to acknowledge the author’s work (A., 1918, 
i, 372), in which it was shown that methyl a-elaeostearate is trans- 
formed into the ^-variety when distilled in a vacuum. E. H. R- 

Brassidic Anhydride, and Anhydridisation by means of 
Carbonyl Chloride. D. Holds and K. Schmidt (Z. angew. 
Ckem., 1922, 35, 502— 503).*-Brassidic acid, brassidic anhydride, 



ORGANIC CHEMISTRY. 


i. 983 


and ethyl brassidate were prepared from erucic acid and its corre- 
sponding derivatives by isomerisation by means of nitrous acid. 
Brmidic anhydride crystallises from alcohol in small needles* 
in. p. 64°, and gives the theoretical iodine value with the Hanus 
reagent. It lias d? 0*835. Ethyl brassidate forms leaflets, m p 
30—30*5°, n 35 1*4587. The anhydrides of the fatty acids of train oil 
were prepared in an impure condition, containing chlorine, by 
the action of carbonyl chloride on their alkali salts. They formed 
pasty products of higher melting point than the corresponding 
glycerides and acids. The difference frequently observed between 
the acid and saponification values of the acids of fatty oils may 
possibly be explainable by the observation that they are often 
accompanied by a proportion of anhydrides, which, as in the case 
of erucic, brassidic, and other higher anhydrides, do not react 
normally with cold alcoholic hydroxide solutions. G. F. M. 

Promoters of the Hydrogenation of Oils. I. Seiichi Ueno 
{J. Cliem. Imi. Japan, 1922, 25, 777—783; cf. ibid., 1918, 21, 
898, and 1920, 23, 1216). — In the hydrogenation of herring and 
cotton-seed oils with hydrogen, using nickel or nickel sulphate 
(03—0*5% as nickel) as a catalyst, the presence of 2—3% of 
palmitic, oleic, stearic, or benzoic acid promotes the reaction. 

K. K. 

Perilla Oil. K. H. Bauer and R. Hardegg {Chem. UmscJiau, 
1922, 29, 301 — 305). — Experiments were made to separate and 
identify the saturated and unsaturated fatty acids of perilla oil, 
obtained from the fruit of the East Asian labiate Perilla ocymoides. 
The oil had the following constants; d 20 0*9280; nf, 1*4830; 
saponification number, 187*4; iodine number, 204*0; mean hexa- 
bromide number, 50*8%. The m. p. of the hexabromide was 180°. 
The oil contained 12% of saturated and 88% of unsaturated fatty 
aedds. By fractional precipitation of the magnesium salts and 
crystallisation of the acids from the different fractions, palmitic 
acid was identified in the saturated acids ; a second saturated acid 
of higher m. p. than palmitic appears also to be present. The 
unsaturated acids were investigated by oxidising with cold potassium 
permanganate in alkaline solution and extracting the oxidation 
product with different solvents. From the water-soluble portion 
were obtained the two hexahydroxystearic acids, linusic acid, 
?* P* an d isolinusic acid, m. p. 173—175°. From the water- 
iwluble^portion was isolated a tetrahydroxystearic acid, m. p. 
13 o— 140°, which may be identical with the acid obtained by 
-iNicolet and Cox through the dichloro- and dibromo-dihydroxy- 
steanc acids (this vol., i, 320). 

Attempts were made to separate the mixed hexahydroxystearic 
acids by fractional crystallisation of the methyl esters. It was 
5| P 0sa ible in this way to separate linusic and zsolinusic acids. 

y extraction of the mixed esters with ethyl acetate, however, an 
es , er soluble in this solvent w T as obtained, m. p. 158 — 160°, which 
W en hydrolysed gave what appears to be a new hexahydroxy- 
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stearic acid, m. p. 165°. Methyl linusate forms colourless, nw, 
seopic crystals, m. p. 195°. J2. H. r 

Direct Oxidation of Esters of Hydroxy-acids by Oxv^p 
or Air. L.-J. Simon ( Compt . rend., 1922, 175, 489 — 491; 
Fenton and Jones, T., 1900, i, 09; also Ciusa and PiergalEni A 
1914, ii, 004). — Ethyl lactate is spontaneously oxidised in contact 
with air, ethyl pyruvate being formed. The action is slow in the 
cold, but is accelerated by shaking or by the influence of lig-u 
On heating in a current of air, this ester, and also the methvl 
butyl, and amyl esters of lactic acid, yield the corresponding ester 
of pyruvic acid ; after some hours, sufficient oxidation has taken 
place to admit of detection of methyl or ethyl pyruvate by the 
formation of phenylhydrazones, whilst in twenty-four to forty, 
eight hours the transformation has taken place to the extent of 
5 to 10%. Rise of temperature facilitates the change, but after 
a certain point other and more complex reactions take place. I n 
the case of butyl lactate, heating for twenty hours at 180° gave a 
yield of 9% of butyl pyruvate. A second oxidation reaction of 
ethyl lactate occurs at the ordinary temperature, the products 
being acetaldehyde and carbon dioxide ; it is stated that this is 
one type of reaction which prevents larger yields of pyruvate 
being obtained. Direct oxidation of ethyl glycollatc to ethyl 
glyoxylate has also been observed and the question is raised as to 
the generality of this reaction with a-hydroxy-acids. H. J. E. 

Inorganic Complex Salts. Crystallographic and Optical 
Study. I. Isabel Ellie Knaggs (T., 1922, 121, 2069—2079). 

Preparation of Maleic Acid. Charles R. Downs (U.S. 
Pat. 1374720; from Chern . Zentr 1922, ii, 1055; cf. A., 1921, 
i, 216 — 217). — -For the preparation of maleic acid, benzene in a 
state of vapour is mixed with a gas containing oxygen and passed 
over vanadium oxide, as catalyst, at about 400°. In order to 
limit the oxidation, a constant temperature is maintained by the 
dispersion of mercury vapour in the zone of reaction. 

G. W. R. 

Ethyl a-Cyano-3-methylglutaconate and its Methyl 
Homologues. Edward Hope (T., 1922, 121, 2216—2223). 

The Addition of Hydrogen Cyanide to Derivatives of 
Glutaconic Acid. I. The Addition of Hydrogen Cyanide 
to Ethyl a-Cyano-p-methylglutaconate and its Homologues, 
Edward Hope and Wilfrid Sheldon (T., 1922, 121, 2223— 
2235). 

Action of Uranyl Acetate on some Organic Substances. 
I. Action of Uranyl Acetate on Tartaric Acid and its Salts. 
Fritz Kopatschek {Anal Asoc . Quim . Argentina, 1922, 10, 133- 
151). — An investigation of the effect of uranyl acetate on tartanc 
acid and tartrates, alone and in the presence of sugars, as show 
by polarimetric determinations. Uranyl acetate combines m 
hydroxylic compounds but, not with hydroxy-aldehydes. *• 
compounds formed are optically active, the optical activity bei l 
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probably due to the formation of new asymmetric atoms or to the 
formation of new complex compounds of greater rotatory power. 
The formation of such compounds depends on the presence of 
one or more central hydroxyl groups. The reaction in the case 
of tartaric acid and tartrates is influenced by concentration. The 
use of uranyl acetate in the estimation of tartaric acid is suggested. 
The supposed compounds are sensitive to light and unstable. 

G. W. R. 

Keto-enolic Tautomerism. H. I\ Kaufman n (Ber,, 1922, 
55, [B] t 2255— 2257).— A preliminary account of experiments 
with ethyl diacetylsuecinate (cf. Knorr and Kaufmann, this vol., 
i, 220), the details of which will be published subsequently. 

The ferric chloride reaction is given only by the a-ester (dienol, 
in. p. 45°) and the a^-ester (semi-enol, m. p. 20°) ; the a^-ester 
(liquid semi*cnol), on the other hand, does not give a coloration 
with ferric chloride when quite pure; the brown coloration pre- 
viously attributed to it is due to the presence of small amounts 
of the isomeric a 2 j*-ester. It appears, therefore, that the ferric 
chloride reaction is not common to all cnols. 

The a- and a 2 p-esters do not react with bromine under the con- 
ditions of K. H. Meyer’s bromine titration method, which, however, 
may be applied to the ccj [3-ester. It is, however, found that the 
direct and indirect methods lead to considerably different results. 
The cause of the discrepancy lies in the use of aqueous potassium 
iodide solution, since the presence of water causes secondary 
reactions which prevent the complete elimination of iodine. (The 
formation of ethyl diacetylfumarate by loss of hydrogen bromide 
from the additive compound primarily formed with bromine has 
been established.) The difficulty can be overcome by replacing 
the aqueous potassium iodide by a 10% solution of sodium iodide 
in alcohol, and this modification of the original process appears 
generally advisable. 

The proportions of a 2 [3- J and p- and y-cstcrs in equilibrium 
in alcoholic solution has been determined by a combination of 
the bromine titration and colorimetric methods. H. W. 

The Addition of Ethyl Sodiocyanoacetate and Ethyl Sodio- 
malonate to Ethyl Muconate. Ernest Harold Farmer (T., 
1922, 121, 2015—2022). 

Determination of the Three Dissociation Constants of 
Citric Acid. A. Baird Hastings and Donald 1). Van Slyke 
{J. Biol. Chem., 1922, 53, 269 — 276), — On the basis of the theoretical 
considerations previously outlined (this vol., i, S93), the three 
dissociation constants of citric acid have been calculated from the 
results of the electrometric titration of 01J/-citric acid with 
A -sodium hydroxide. The values obtained are: K'.=S*3x HT 4 , 
K 3=4-1 X10~ 5 , A' 3 =3-2x10“ 6 . ' E. S. 

Decomposition of Aliphatic Ketones. Alphonse Mailiie 
[Bull. Soc. c him., 1922, [iv], 31, 8G3 — 867). — A continuation of the 
author g work (this vol, i, 803) on the’behavipur of aliphatic ketones 
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when heated at 600° in presence of copper-aluminium. % 
substances here dealt with are methyl isopropyl ketone, rneth i 
isobutyl ketone, methyl butyl ketone, methyl isoamyl keto * 
diisopropyl ketone, isopropyl isobutyl ketone, and dihexyl keto^’ 
and the results obtained show that decomposition 'readily 0e( ,!J C ' 
under the conditions of experiment with formation of produ? 
which are chiefly gaseous. The molecule is disrupted at the ketoni 
group with formation of carbon monoxide and liberation of 
two residues. The latter react, by gain or loss of hydrogen t 
yield either a saturated or an ethylenic hydrocarbon. When 
residues are of a certain degree of complexity, they are furth ° j 
decomposed into simpler substances ; this occurs with the butvT 
isoamyl, isobutyl, and heavier groups. The composition of the 
gaseous products obtained varies with small increments of tem 
perature, a rise of 20° to 30° being sufficient to bring about a marked 
change. H. J. E. 

Diace tylacetone. John Norman Collie and Amy Am 
Beatrice Reilly (T., 1922, 121, 1984—1987). 

Solubility of Dextrose in Water. R. F. Jackson and Clara 
G. Silsbee ( U.S . Bureau of Standards , Sci . Papers, 1922, No. 437 
715— 724).— The equilibria in the system dextrose-water have been 
determined. At temperatures below 90°, three solid phases are 
capable of existence, namely, ice, a-dextrose monohydrate, and 
anhydrous a-dextrose. The freezing-point curve was computed 
from the data of Roth and of Abegg. The cryohydric point, 
determined graphically, lies at -5-3° (31*75% dextrose). The 
solid phase, a-dextrose raonohydrate, which occurs in lustrous 
plates, is stable between —5-3° and 50°. Its solubility shows a 
very high temperature coefficient. Thus, at 0*5°, 100 parts of 
water dissolve 54*32 parts ; at 50°, 243*76 parts of dextrose. The 
observed m. p., 80 — 90°, although located far from the extrapolated 
solubility curve, is shown to be compatible with the measurements, 
on the theory that p-dextrosc is present in the saturated solution 
and absent during a m. p. determination. Above the transition 
point, 50°, the anhydrous form becomes stable. The solubility 
measurements of this phase in the metastable state were continued 
down to 28°. Chemical Abstracts. 

Carbohydrate-sulphates. IV. Heinz Ohle (Biochem. Z. t 
1922, 131, 601 — 610). — By the action of chlorosulphonic acid in 
chloroform at —10° on dextrose in pyridine and subsequent 
acetylation, the crystalline sodium salt of tetra-acetyldextwse^moM- 
sulphate is obtained. It has ra. p. 137° (decomp.) and [a] D -f 12-45 3 
in water. The jtyridinc salt has [a] D 4-11*71° and m. p. 158— 160". 
On hydrolysis with baryta, dcxtrosc^-mmosiUphate is isolated as 
the brucine salt, m. p. 184°, and [a]* initially —4*07°, and after 
twelve hours —6*28°, Tctra-acetyldextrosc on sulphonation gave 
the pyridine salt of tcira-acetyldextrose -&*mono8ulphate } m. p. 121°. 
[a]p —4*65^ in w r ater. The sodium salt has m. p. 149 — 151° and 
[«]o -6-23° in water. By the action of silver sulphate on aceto- 
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bromoglucose in pyridine solution, a substance is obtained of doubt- 
ful constitution. It has m. p. 143—144° and [a] D -13 99° in 
chloroform, and loses the whole of its sulphur as sulphate instantly 
on treatment with baryta. The sodium salt of triacetyl fi-methyl- 
qiucoside-rnonosulphate has m. p. 141—142° and [a] D -5*1° in water, 
and on hydrolysis with baryta gave p- methylglucoside monosulpkaie. 
The brucine salt has m. p. 136 — 155° and [a] D — 32 5° in water. 

H. K. 

The Constitution of Acetone Derivatives of Glucose and 
Fructose. James Colquhoun Irvine and Jocelyn Patterson 
(T., 1922, 121, 2146—2161). 

y-Methylfructoside. Robert Charles Menzies (T., 1922, 
121, 2238—2247). 

Phosphoric Esters of some Substituted Glucoses and 
their Rate of Hydrolysis. P. A. Levene and G. M. Meyer 
[with I. Weber] ( J . Biol. Chem. } 1922, 53, 431* — 435). — In previous 
papers on this subject (A,, 1920, i, 712; 1921, i, 845), incorrect 
positions were assigned to certain groups in two of the esters. 
The substances described as phosphoric ester of £-benzoyl-ap-mono- 
acetoneglucose and ^-phosphoric esters of a-, p., y- 5 €-di ace tone- 
glucose were, in reality, the c- or ^-phosphoric ester of y-benzoyl- 
ap-acetoneglucose and the y-phosphoric esters of a-, {3-, e-, £-di- 
acetoneglucose, respectively. When these corrections are made, it 
appears that the more resistant esters are those with the phosphoric 
acid group in the c- or £- (probably the latter) position. Benzylidene- 
mmoacelone glucose, m. p. 141 — 142°, [oc]f +22°, was prepared 
from monoacetoneglucose. W T ith phosphoryl chloride, it gave 
the £- phosphoric ester of a p - monoa cetoneglucose , isolated in the form 
of its amorphous barium salt. The hydrolysis constant of this 
was 17 x 10~*. The abnormal results previously obtained with the 
p-phosphoric ester of yc£-trimethyl methyl glucoside are now' 
attributed to admixture with the ^-phosphoric ester of pye-tri- 
methyl methyl glucoside. E. S. 

Sulphuric Esters of some Substituted Glucoses and their 
Rates of Hydrolysis. P. A. Levene and G. M. Meyer [with 
I. Weber] ( J . Biol. Ghent., 1922, 53, 437 — 440). — The y-sulphuric 
ester of a-, (3-, €-, £-diacetoneglucose, isolated in the form of its 
amorphous barium salt, was obtained by the action of sulphuryl 
chloride on diacetoneglucose. The «- or £- sulphuric ester of 
ap-monoacetoneglucose was similarly obtained from y-benzoyl 
aP-monoacetoneglucose. These substances gave hydrolysis con- 
stants of 60 X 10~ 3 and 40 x 10~ 3 , respectively. E. S. 

Methylation of Xylose. Albert Carrdthers and Edmund 
Langley Hirst (T., 1922, 121, 2299—2308). 

A New Depolymerisation Product of Starch. Am£ Pictet 
and R. Jahn ( Helv . Chim. Acta, 1922, 5, 640 — 644).' — By heating 
potato starch in glycerol at 200— 2l0°, distilling off the glycerol 

mm* 2 
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under reduced pressure at the same temperature, and purifying 
the residue by dissolving in water and precipitating by means of 
alcohol, a new decomposition product of starch was obtain^ 
having the formula (C 6 H 10 O 5 ) 3 . It forms a white^, amorphous 
slightly hygroscopic powder, [a] D in water +162*2°. It does not 
give a coloration with iodine, and is identical neither with Prinjr. 
sheim’s triamylose or iso triamylose (A., 1913, i, 1156) nor with 
Karrer’s (3-hexamylose (this vol., i, 435), which may be identical 
with triamylose. It docs not reduce Fehling’s solution at the 
boiling temperature, and when hydrolysed with hot dilute sulphuric 
acid gives dextrose. It forms a Tiona-acetyl derivative, 
[C 6 H 7 O s (Ac) 3 ] 3 , m. p. 153—154°. The name trihexosan is proposed 
provisionally. The existence of the compound confirms the 
presence in the starch molecule of 0 6 H 10 O 5 units combined in 
groups of three, and cannot be reconciled with the idea that starch 
is a polymeride of an anhydride of maltose. E. H. R. 

Preparation and Properties of Cellulose Solutions. P, 

Waentio ( Papierfabr ., 1922, 20, 359 — 361 ; from C/tew. 

1922, ii, 1063— 1064).— Viscose solutions, suitably prepared, do 
not change so quickly as copper solutions. Cellulose, artificially 
prepared, is very sensitive to time, temperature, and method of 
bleaching, and to treatment with acids and alkalis. Healing with 
dilute alkaline solutions increases the viscosity of viscose solution. 
The changes in viscosity arc conditioned by colloidal as well as 
by chemical changes. It may be assumed that there is a difference 
in constitution between cotton and artificial cellulose, the latter 
probably consisting of molecular aggregates of differing sizes. 
Treatment with boiling dilute alkaline solutions results in a 
simplification of larger aggregates and a solution of smaller 
aggregates. W. R. 

Reactions of Cellulose with Sodium Chloride and other 
Neutral Salt Solutions. I. Preliminary Survey. JIeles 
Masters (T., 1922, 121, 2026- 2034). 

Cellulose. VII. Cellulose Copper Compounds. Km 

Hess and Ernst Messmer [in part with Erl. E. Jagla] ( Bcr ., 
1922, 55, [B], 2432— 2443).— It has been pointed out previously 
(A., 1921, i, 401) that the enhanced specific rotation of cellulose 
in ammoniacal copper hydroxide solutions is probably due to the 
formation of a complex copper compound. Measurements are 
now recorded of the specific rotations of such solutions with increas- 
ing concentration of copper and constant concentration of cellulose, 
and conversely with increasing cellulose and constant copper 
content. The concentration of ammonia, which within wide 
limits docs not affect the specific rotation appreciably, was kep 
uniform throughout. The results, particularly in the case o 
first series of measurements, are in harmony with the hypothec 
of the union of the molecules C 12 H 20 O 10 and Cu(0H) 2 . 
experiments are recorded with the biosc anhydride, obtained rc 
cellulose by means of q cetyl dhloride and hydrogen chloride, w 
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in Schweizeris reagent has a specific rotation of the same order 
as cellulose. Apparently, on account of dissociation, the results 
are not easy to interpret; this suggestion is supported by the 
observed influence of sodium hydroxide on the specific rotation of 
the solutions .* 

Indications of the nature of the copper complex are found in 
the observation that the blue zone wanders towards the anode 
when a solution of the biose anhydride in Schweizer’s reagent is 
subjected to electrolysis in the presence of sodium hydroxide, 
whereas, in the absence of the latter the copper wanders towards 
the cathode. Cathodic copper thus appears to be displaced into 
the anion by sodium hydroxide (similar results are recorded with 
solutions of glycerol and mannitol), and, in addition, the dissociation 
of the sodium copper salt is depressed by the excess of alkali. This 
is in complete harmony with the observation that a copper-biose 
anhydride solution gives a 'precipitate when treated with an excess 
of sodium hydroxide which contains copper, sodium, and carbon 
in the atomic ratio 1:2:12. 

Similar experiments with cellulose show that the specific rotations 
of solutions of the latter in Schweizer’s reagent are increased in 
a similar manner by the addition of sodium hydroxide, that copper 
is displaced from the kation to anion by the addition of the alkali, 
and that a compound containing copper, sodium, and carbon in 
the atomic ratio 1 : 2 : 12 is also formed. 

The capacity of the biose anhydride for combining with copper 
in solution is not exhausted when the substances are present in 
the proportion lCu : lC 12 H 20 O 10 . H. W. 

The Reduction of Lignin and of Carbohydrates with 
Hydrogen Iodide and Phosphorus. R. Willstatter and 
L. Kalb ( Ber ., 1922, 55, [/?], 2637 — 2652). — The behaviour of 
lignin towards hydrogen iodide and phosphorus is so closely similar 
to that of carbohydrates that the substances must be considered 
as nearly related in constitution. The for mu he for lignin proposed 
by Cross and Bevan and subsequently by Klason, which involve 
a relationship to aromatic substances, appear therefore to be 
improbable, whereas the authors' views in their more important 
features coincide with those of Fuchs (A., 1921, i, 309) and Jonas 
(A., 1921, ii, 554). 

The lignin is obtained from pine and red beech, respectively, 
by treatment with hydrochloric acid (d 1*21), in accordance with 
the method of Willstatter and Zcehmeister (A., 1913, i, 955). It 
is converted by boiling hydriodic acid {d 1-96) and red phosphorus 
mto a granular product which contains iodine; dehalogenation 
can only be effected incompletely with zinc dust in boiling glacial 
acetic acid solution. The final material is a pale grey or yellow 
rosin ; it is not homogeneous, and appears to consist mainly of 
two substances of faintly acidic character. A more promising 
^™1 is obtained by treating lignin under pressure at about 
-oO with red phosphorus and hydriodic acid (d 1-7) ; the products 
from pine and red beech lignins resemble one another closely, but 
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differ in the relative quantities of their constituents. The portion 
of the product which does not dissolve in ether is a pale grey, non. 
homogeneous mass, which melts at a very high temperature -with, 
decomposition and distillation of difficultly-volatile oils. The 
portion which dissolves in ether is separated by treatment with 
alkali into an acidic material (C— 76-50%, H= 10-39%), an almost 
colourless, brittle resin, and a mixture of hydrocarbons. The 
latter is separated by successive treatment with acetone and glacial 
acetic acid into a solid and a liquid portion both of which are free 
from oxygen. The composition of the mixture approximates to 
a mean value which corresponds with the formula PH 1<6 ; the 
liquid portion is somewhat richer, the solid portion somewhat 
poorer in hydrogen. The liquid hydrocarbons have d 0-9 — J.q 
for the fractions of lowest and highest boiling point. The lowest 
observed molecular weight is 167, the highest 842 (for the solid 
portion). The two mixtures are an interrelated analogous (not 
homologous) series the properties of- which are reminiscent of that of 
hydroaromatic hydrocarbons. 

The four different fractions thus obtained have been separately 
subjected to further treatment with hydriodic acid and phosphorus. 
The purified residue, which is insoluble in ether, is almost com. 
pletely converted into the mixture of solid hydrocarbons. The 
acid substance yields mainly solid together with some liquid hydro- 
carbons, the approximate ratio being 3:1. The liquid and solid 
hydrocarbon mixtures are practically unaffected. 

[With G. von Miller. ] — Hexitol, dextrose, xylose, and cellulose 
yield mixtures similar to those derived from lignin when treated 
with hydriodic acid and phosphorus under exactly similar conditions. 
The analogy extends to the production of the feebly acidic material 
and a product which is insoluble in all media. Xylose and cellulose 
yield larger proportions of compounds of high molecular weight 
than do dextrose and hexitol. These are also obtained in quantity 
from the humus-like material prepared by treating dextrose with 
hydrochloric acid. The known convertibility of hexitol into 
n-hexyl iodide suggests the possibility that the haloid is an inter- 
mediate product in the change ; this cannot, however, be the case, 
since it does not give a mixture of hydrocarbons under the experi- 
mental conditions actually used. It appears more probable that 
the intermediate compound is a derivative of furan or a di-olefine. 

H. W. 

Catalytic Synthesis of Hexamethylenetetramine. Law- 
rence E. Rombaut and Julius A. Nieuwland (J. Amt . Chm. 
Soc., 1922, 44 , 2061).— Hexamethylenetetramine is formed in small 
amount when a mixture of carbon monoxide, hydrogen, and 
ammonia at the atmospheric pressure is passed over a mixture of 
equal parts of reduced, finelv-dividcd nickel and very pure oi- 
atomaceous earth heated to *250—280°. A trace of ammonium 
cyanide and a relatively large quantity of ammonium carbonate 
are also produced, the latter undoubtedly resulting from tn* 
reaction, 2CO — ► C -f C0 2 , since a deposition of carbon is noticed 
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in the reaction chamber. Reaction does not occur when the nickel 
catalyst is replaced by platinised asbestos. The effectiveness of 
a catalyst in this synthesis undoubtedly depends on its ability 
to form an unstable carbonyl. H. W. 

preparation of Hexamethylenetetramine Derivatives. 

J. D. Riedel, Akt.-Ges (D.R.-P. 346383; from Ckem. Zentr., 
1922, ii, 1081) —Ethylene halogenhydrins are allowed to act, with 
or without solvents, on hexamethylenetetramine. The additive 
compound of hexamethylenetetramine and ethylene chlorohydrin 
forms crystals, m. p. 135 (decomp.). The additive compound of 
hexamethylenetetramine with ethylene iodohydrin forms rod-like 
prisms, m. p. 149° (decomp.). G. W. R. 

Preparation of Additive Products of Hexamethylene- 
tetramine with Esters of Monohalogen Fatty Acids. J. D. 

Riedel, Akt.-Ges (D.R.-P. 346462; from Ckem. Zentr., 1922, 
ii, 1081; cf. A., 1921, i, 774). — Hexamethylenetetramine is 
allowed to act on monobromoacetic esters of alcohols or phenols 
which are insoluble or slightly soluble in water. The additive 
compound of bomyl bromoacetate and hexamethylenetetramine 
is a white, crystalline powder from which bomeol separates 
gradually on warming with water. The additive compmmd of 
ihymyl bromoacetate (from thymol, bromoacetic acid, and phos- 
phoryl chloride, a yellow, heavy oil, b. p. 153 — 157°/4 mm.) 
and hexamethylenetetramine forms colourless needles, m. p. 
155—157°. Thymol is liberated on warming the aqueous solution. 
At body temperature, these compounds break up into the alcohol 
or phenol and the antiseptic additive compound of bromoacetic 
acid and hexamethylenetetramine. G. W. R. 

Preparation of Amino-alcohols. Paul Karrer (D.R.-P. 
347377; from Ckem. Zentr., 1922, ii, 1137— 1138).— Ethyl a-acetyl- 
amino-y-methylvalerate, CHMe 2 -0H 2 -CH(NHAc)*C0 2 Et, mixed 
with ethyl alcohol, is allowed to act on metallic sodium with 
occasional heating. After heating for two to three hours and 
adding ethyl alcohol, water is added and the alcohol distilled 
off. On extraction with ether, p-amino-S-methylamyl alcohol, 
CHMe 2 *CH 2 -OH(NH 2 )«CH 2 -OH, is obtained as a colourless oil of 
basic odour, b. p. 194°. It forms crystalline salts with acids, for 
example, the hydrosulphate or hydrochloride, m. p. 148 — 150°. 
An optically active (lsevorotatorv) p-amino-8-methylamyl alcohol 
may he obtained by starting from optically active leucine. 
fi-Amino-y-phenylprop yl alcohol, CH 2 Ph-CH(NH 2 )*CH 2 *OH, prepared 
from the ethyl ester of acetylphenylalanine, is a viscid oil with 
basic odour having b. p. 150 — 160° in a vacuum. It forms crystal- 
line salts with acids ; the hydrochloride has m. p. 128°. By acetyl 
ation of the products of hydrolysis of casein and subsequent reduc 
tion with sodium and ethyl alcohol, a mixture of amino-alcohols 
is obtained having b. p. 50 — 240°/lG mm. By fractionation, the 
following may be obtained. Up to 175°/16 mm., colamine, alaninol, 
etc.; 105 — 190° [? 175 — 190°]/16 mm., valine alcohol, leucine 
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alcohol, phenylalanine alcohol ; and a fraction distilling over at 
190 — 235° /1 6 rum. The products have therapeutic uses and serve 
as intermediate products. G. W. ft 

Preparation of Cystine. Carl L. A. Schmtdt i^roc. soc, 
biol med 1921, 19, 50—52; from Chem. Zentr 1922, i, 1277)i_ 
Human hair, or wool, from which fat has been extracted, is hydro! 
lysed with twice its weight of concentrated hydrochloric acid 
until the biuret reaction has almost or completely disappeared 
This takes place in approximately twelve hours, longer heating 
being undesirable. The greater part of the liquid is then distilled 
off in a vacuum at 60 — 70°. Water is added up to the original 
volume and a thick suspension of calcium hydroxide is added 
avoiding rise in temperature, until a chocolate-brown colour is 
obtained. After filtering and washing with water, the filtrate 
which should be clear and of light brown colour, is partly neutralised 
with hydrochloric acid and finally acidified with acetic acid. On 
keeping in an ice-chest, cystine separates. It is purified by dis- 
solving in the least possible quantity of 5% hydrochloric acid 
decolorising with animal charcoal, and again precipitating by the 
addition of sodium acetate until the liquid is no longer acid to 
congo-red. xAfter filtering and washing with water until tyrosine 
is completely removed, a yield of cystine amounting to 6-3% j s 
obtained. G. W. R. 

Preparation of Carbamide. Badisciie Anilin- & Som. 
Fabrik (D.R.-P. 301279; Brit, Pat. 145060; from Chem. Zentr , 
1922, ii, 1135 — 1136). — Carbon dioxide and ammonia are heated 
together under pressure and the product is maintained at the 
necessary temperature sufficiently long for the ammonium carb- 
amate to be changed into carbamide (for example, two hours at 
135°). The mixture of carbon dioxide and ammonia disengaged 
on removal of the product from the autoclave is again led back 
into the autoclave under pressure, whilst the carbamide is obtained 
free from ammonium salts. G. W. R, 

The Constitution of Carbamides. XIV. The Decomposi- 
tion of Urea by Sodium Hypobromite in Alkaline Solution, 
and an Improved Procedure for the Estimation of Urea by 
this Means. Emil Alphonse Werner (T., 1922, 121, 2318- 
2325). 

Preparation of Bromodialkylacetylcarb amides. Fakbes- 
fabriken vorm. Friedrick Bayer & Co. (D.R.-P. 347609; Swiss 
Pat, 92296; from Chem. Zentr., 1922, ii, 1111 — 1 1 1 2). — Dialkvl- 
malonuric acids of the general formula COoH’CRg’CO'NH’CO'NH, 
(R=alkyl) are treated with bromine with or without addition of 
solvents, or diluents, or bromine carriers. The reaction proceeds 
at 100° with elimination of carbon dioxide. For example, diethyl- 
malonuric acid is heated with an equal weight of bromine and 
some aluminium chloride at 100° under a reflux apparatus until 
the evolution of hydrogen bromide and carbon dioxide is completed 
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From the residue, bramo-a-ethylbutylcarbam ide , m. p. 118—120°, is 
obtained with 80—85% of the theoretical yield. G. W. R. 

Preparation, of Carbamide from Cyanamide. Farbvverice 
vorm MeisW, Lucius, & Bruning (D.R.-P. 301278; from 
Chem. Zentr.* 1922, ii, 1135).— Cyanamide is warmed in acid solution 
vith the sediment, consisting of fcrrosoferric oxide, obtained from 
the reduction of nitro-compounds by iron. For example, cyan- 
amide solution acidified with sulphuric acid is warmed at 80° and 
a paste containing 83% of fcrrosoferric oxide is added with shaking. 
The transformation to carbamide is complete in one hour. In 
acid solution no dicyandiamide is formed ; neither, in dilute solution, 
does the cyanamide combine with the sulphuric acid. A smaller 
amount of catalyst is needed than where ferric oxide or ferric 
hydroxide is used. G. W. R. 

Quantitative Reduction by Hydriodic Acid of Halogenated 
Malonyl Derivatives. II. The s.-Tetra-substituted Amides 
of Bromo- and Chloro-malonic Acid. Ralph Winton West 
(T., 1922, 121, 2196—2202). 

The Oxime of Mesoxamide (isoNitrosomalonamide) and 
some Allied Compounds. F/. The Ethers of isoNitroso- 
malonanilide, isoNitrosomalondimetbylamide, and iso- 
Nitrosomalondibenzylamide. Arthur Geoffrey Rendall 
and Martha Annie Whiteley (T., 1922, 121, 2110—2119), 


Iron as Photochemical Catalyst. I. The Decomposition 
of Potassium Ferrocyanide in Daylight. Oskar Baudiscji 
and Lawrence W. Bass ( Ber 1922, 55, [8], 2C98 — 2706). — A pale 
yellow, alkaline solution of potassium ferrocyanide in water speedily 
becomes lemon-yellow in colour when exposed to direct sunlight 
in the complete absence of oxygen, but reverts to its original tint 
when placed in the dark. After some time, colourless crystals 
of ferrous hydroxide separate in very small amount; these do 
not redissolve when the mixture is removed from the light. The 
change in colour is not therefore due to the formation of a peroxo- 
compound as supposed previously (A., 1921, ii, 337). In the 
presence of air, the initial intensely yellow coloration is succeeded 
by a brown turbidity and ultimate separation of ferric hydroxide. 
The first part of the change in the absence of air is accompanied 
by a reversible development of alkalinity in the solution and at 
this stage the presence of active oxygen (which is formed later) 
cannot be detected. The two processes are considered to occur 


in accordance with the 
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HCX+KOH. Confirmation of this hypothesis is ‘found in the 
observation that an intensely blue colour is developed when nearly 
colourless, oxygen-free solutions of potassium ferrocyanide and 
nitrosobenzenc are exposed in a vacuujn to sunlight, [Fe(XC) 6 ]K 4 + 
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PhNO j^Pe^^ 0 jK 3 +KCN. The primary production of , 

pentacyano-compound is also established by the formation of p Q ^ agg 
ium pentaeyanopcroxoferroftte, ^ e (N0) J^ 3 ' TJie subsequent 
photochemical decomposition of the pentacyano-compound has not 
been studied in detail, but appears to proceed in a somewhat complex 
manner since sodiujn pentacyanoaquoferroate in almost complete 
absence of oxygen is rapidly and completely converted by light energy 
into ionised substances. ‘ Freshly prepared aqueous solutions of 
sodium pentacyanoaquoferroate are alkaline in reaction and contain 
active oxygen shortly after their exposure to the air, even in the 
absence of light. 

The experiments just described have caused the author to modify 
his views somewhat as to the nature of ferrous hydroxide per. 

oxide which is now formulated, 1(0H) 2 ’ ^ ie group, 0 2 H, 

co-ordinately united to the iron ion is able to decompose into 
0 2 and H, that is, active molecular oxygen and atomic hydrogen, 
thus explaining its sknultaneoi^ behaviour as oxidising and reducing 
agent. H. W. 


Mechanism of Reaction of Aliphatic Diazo-compoundg, 

E. Ol:tv t eri-Mandal1 ( Gazzeita , 1922, 52, ii, 103— 111).— The author 
discusses the formation of heterocyclic rings by the addition of 
diazo-derivatives of aliphatic hydrocarbons to unsaturated com- 
pounds, and the reaction of these diazo-derivatives with compounds 
of even slight acid propert ies, RH-f CH 2 N 2 — CH 3 R-f N 2 . These two 
reactions are regarded as essentially similar in character, and the 
conclusion is drawn that diazo-hydrocarbons arc capable of causing 
intramolecular transformations as a result of processes of addition 
and elimination occurring at unsaturated linkings. It is, therefore, 
not considered possible to draw accurate conclusions concerning 
the structures of compounds from those of the alkyl derivatives 
obtained on etherification by means of diazo-derivatives of aliphatic 
hydrocarbons. T. H. P. 

Organic Compounds of Arsenic. VIII. Action of 
Cyanogen Bromide on Tertiary Arsines. Wilhelm Steis- 
kopf, Hans Donat, and Paul Jaeger (Rer., 1922, 55, [5], 2597- 
2614; ef. this vol., i, 118, and previous abstracts) —In contrast 
to tertiary amines, tertiary arsines, even when they contain tv o 
or three phenyl groups, combine with cyanogen bromide to form 
arsine bromocyanides which are readily hydrolysed but othenuse 
are relatively stable and suffer fission only at an elevated tem- 
perature. Triphenylarsinc bromocyanide is decomposed thereoy 
mainly into its components. All bromocyanides of aliphatic or 
aliphatic-aromatic substituted arsines lose alkyl bromide and gne 
cacodyl cyanides. Loss of methyl precedes that of ethyl, 
or phenyl, that of ethyl takes place before isobutyl and phe y > 
whereas elimination of ethyl f and n-propyl occurs with about equal 
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readii^^ss* The firmness of the attachment of hydrocarbon residues 
to arsenic and to carbon is therefore not the same, at any rate as 
far as the unsymmetrical pinacones are concerned (cf. Meerwein, 
A. 1920, i, 2). cycfoPentam ethylarsine derivatives yield bromo- 
cyanides which' decompose in a complex manner, without, however, 
giving evidence of the rupture of the arsenic ring such as is evidenced 
by jV-phenylpiperidine ; the ci/c/opentamethylene-arsenic ring is 
therefore more stable towards cyanogen bromide than the piperidine 
ring. The greater stability cf the bromocyanides of the arsines 
as compared with the amines depends on the more metallic and 
positive character of the arsenic atom. The introduction of 
strongly negative groups into the molecule of the arsine (trinitro- 
triphenylarsine) deprives the latter of its ability to unite with 
cyanogen bromide. 

' Diphenyldhylarsme, AsPh 2 Et, b. p. 162 — 163°/10 mm., pre- 
pared by the action of magnesium ethyl bromide on diphenyl- 
chloroarsine in ethereal solution, is converted by cyanogen bromide 
in the presence of light petroleum into diphenyldhylarsme brorno - 
cyanide , AsPh 2 EtBrCN, m. p. 75°, which is decomposed when 
heated into ethyl bromide and dipjienylcyandtirsine , b. p. 207 — 
209°/23 mm., m. p. 31 ’5°. Dipkenyletkylarsine hydroxybromide, 
hi. p. 97*5°, is prepared from diphenylethylarsine and cyanogen 
bromide in ethereal solution; the corresponding picrate, 
AsPh 2 Et(0H)*0 , C 6 H < ,(N0 ( >)3, crystallises in lemon-yellow leaflets, 
m. p. 116°. 

Ethyldi-n-propylarsine, a highly refractive liquid, b. p. 60— 
64°/14 mm., prepared from ethyldichloroarsinc and magnesium 
?i-propyl bromide in ethereal solution, gives ethyldi-n-propylarsine 
brwnocyanide, a granular substance which is unusually sensitive 
towards moisture. It is decomposed by heat into a mixture of 
ethyl bromide (about 25%) and propyl bromide (about 75%) and 
of ethyl-n-propylcyan oct rs ine and di-n-propylcyanoarsine (a little 
of the original material remains undecomposed and is identified 
as methylethyld i-n-p ropyla rson in m iodide , m. p. 175°). Ethyldi- 
n-propylarsine hydroxybromide is too hygroscopic to permit of its 
isolation, but its formation (in the manner described for the corre- 
sponding diphenyletliyl compound) is established by the isolation 
of the corresponding picrate, a yellow’, crystalline powder, m. p. 

Ethyldiiaobulyla rsine, from ethyldichloroarsine and magnesium 
isobutyl bromide, is a colourless, highly refractive liquid, b. p. 
86°/16 mm., which is transformed in the usual manner into ethyldi- 
iso butylarsine bromocyanide, in. p. 69°, and ethyldi isobutyla rsin e 
hydroxy-bromide , which could not be caused to crystallise (the corre- 
sponding kydroxy-picratc crystallises in slender, yellow needles, 
m. p. 82°). The bromocyanide is decomposed by heat into ethyl 
bromide and diisobutylcyanoarsine, b. p. 116°/16 mm. Phenyl- 
nidhylethylarsine , b. p. 93 — 99°/ 11 mm., prepared from phenyl- 
methylchloroarsine and magnesium ethyl bromide, gives phenyl- 
mdhylethylarsine bromocyanide , which could not b§ caused to 
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solidify, and phenylmethylethylarsine hydroxy -bromide. , a colon 1 
microcrystalline mass, m, p. 83° (hydroxy -pier ate, a pa] e 
crystalline powder, m. p. 113*5°). Fission of the cyanide ,' ’ 
rise to methyl bromide and phenykthylcyanoarsine, a colon i 
liquid, b. p. 148 — 150° /23 mm. Phmylmethyl-if-propyl arsi ^ 
colourless liquid, b. p. 105 — 106°/12 mm,, prepared from phe'* -f 
methylchloroarsine and magnesium n-propyl bromide, gives a n 
crystalline bromocyanide , and phenylmeihyl- n-propylarsine kydro^ 
bromide , m. p. 146° (corresponding hydroxy -pi, crate, "brilliant veil 
needles, m. p. 84°) . The bromocyanide is decomposed by 
into methyl bromide and ph e nyl-n-propylcyanoarsine, b. p. 
155°/20 mm. 

Phenylbenzylmethylarsine, b. p. 174 — 177°, is prepared fro 
phenylmethylchloroarsine and magnesium benzyl bromide. % 
corresponding bromocyanide could not be isolated in a homogeneous 
condition, but its existence is established by converting it i n ^ 
phenylbenzylmethylarsine hydroxy -bromide, a microcrystalline powder 
m. p. 147° ( hydroxy-picrate , yellow needles, m. p. 119°). ’ 

Qjj *CH 

Ethyhyclopentamethylenearsine, CH 2 \q ( j jq 0*AsEt , b. p. 62- 

64°/12*5 mm., is obtained in poor yield by the addition of an 
ethereal solution of ethyldichloroarsine to a well-stirred ethereal 
solution of the Grignard reagent from ae-dibromopentane. It j$ 
readily converted by methyl and ethyl iodide into metkyktbfewk 
perdamethylenearsonium iodide , a somewhat unstable solid, ra. p. 
276°, and dicthyhyedopentamethylenearsonmm iodide, respectively. 
Ethyhyclopentamethyleiiearsine bromocyanide \ is extremely sensitive 
to moisture; ethylcychpentameihylenearsine hydroxy -bromide has 
m. p. 71°. The decomposition of the bromocyanide by heat 
proceeds in a somewhat complicated manner, giving as identifiable 
products ethylcycZopentamethylenearsine (identified as the meth- 
iodide, in. p. 276°), cyanogen bromide, and ethyl bromide. 

Trinitrotriphcnylarsine does not appear to react with an excess 
of cyanogen bromide at 55°. H. W. 

Methyleneq/cJobutane and Dimethylci/ctobutylmethyl- 
amine. N. J. Demjaxov and Marie Dojarenko ( Ber 1922, 
55, [B], 2727 — 2730). — Unsuccessful attempts are recorded to 

• CH. 

prepare methvlenen/cJobutane, CH 2 <^jJv>C!CH 2 , by the act ion 

of heat on cycfobutylmethylamine nitrite, of oxalic acid on cifdo- 
butylmcthyl alcohol, or by the distillation of cf/c/obutyhiiotiiyl* 
amine phosphate; in every case isomerisation to r/yc/opcntenc 
occurred. The desired compound has, however, been obtained 
by the application of Hofmann’s reaction to cycZobutylnietliTl- 

trimethylammonium hydroxide, 

the yield of the hydrocarbon is small, since the base is mainly 
decomposed into cycfobutylmethyldimethylamine, 

CH 2 <™ 2 >CH-CH 2 -NMp 2 . 
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Methylenecycfcbutane has b. p. 40*6— 41*6° /32 ram, d°, 0*7585, 
0*7487, d\ b 0*7425, Wp 1*42626, n\) 1*42353; its identity with 
Gustavson’s “ vinyltrimethylene ” is established by its physical 
properties and comparison of the nitrosites from either source. 
v ZchButylmetkyldimethylamine has b. p. 125*4— 126° /740 mm. 
i\ 0*8143, d\° 0*8056, d\* 0*8019, ng 1*4356, ng 1*43408. The 
corresponding hydrochloride , long prisms; phtinichloride, long, 
lustrous prisms ; aurichloride, large, yellow crystals ; picrate , long, 
rellow prisms, m. p. (indefinite) 130°, and methiodide, large, pale 
yellow crystals, are described. H. W. 

The Structure of Benzene. Maurice L. Huggins [Science, 
1922, 55, 679—680). — A theory of conjugation similar to that of 
tirlenmeycr (Annalen, 1901, 316, 43, 71, 75) has been developed, 
and found to be subject to one objection only, namely, that ortho- 
md meta-disubstitution products should give stereoisomeridcs. 
hi this model, the six carbon tetrahedra have their bases all in 
the same plane, the hydrogen atoms and the points of the tetra- 
liedra to which they are bonded being alternately above and below 
this plane. There are six electrons grouped round the centre of 
?ach hexagon, and two at each of the hexagon comers and on the 
centre lines between each hydrogen atom and the carbon atom 
to which it is bonded. The structure of graphite, as determined 
by X-ray analysis (Debye and Scherrer, Physikal. Z., 1916, 17, 
277; A., 1917, ii, 437; Hull, Physical Rev., 1917, 10, 661; Anon, 
Engineering, 1917, 104, 594), is exactly that which would be 
obtained if it were built up of layers of benzene hexagons of the 
type described, the carbon-hydrogen bonds of the benzene mole* 
iules being replaced by carbon-carbon bonds between the layers. 
In the case of a considerable number of aromatic compounds in 
which large distortions would not be expected, the dimensions of 
ihe hexagon are very close to the corresponding -dimensions in 
graphite. A. A. E. 

Monocklorotrmitrobeuzenes. A. F. Holleman [Proc. A\ 
tikad. Welensch. Amsterdam , 1922, 25, 223— 224).— Of the six 
possible isomeric monochlorotrinitrobenzenes, picryl chloride and 
l-chIoro-3 : 4 : 6-trinitrobcnzenc alone have hitherto been prepared. 
The author describes the preparation of three of the missing iso- 
fterides. l-Chloro-3 : 4 : 5-trinitrobenzene is prepared by substituting 
the nitro-groups of 4-chloro-3 : 5-dinitroaniline by amino-groups by 
Korner and Contardi's method. The product crystallises in large, 
fellow crystals, m. p. 168°, in a 70% yield. On treating 1-chloro- 
2 • 3-dinitrobenzene with a mixture of fuming nitric acid and 50% 
)leum at 160 — 170° for five hours and pouring the product into 
water, an oil is obtained which after some time partly crystallises. 
The crystals are separated by centrifuging and rccrystallised from 
ucohol, and shown to be l-chloro-2 : 3 : odrinUrobenzene, m. p. 
106 J , by conversion into 2-chloro-4 : 0-dinitroanilinc, m. p. 159°, 
which is well known. On keeping the mother-liquor from the 
nitration above, other crystals separate after a long time and 
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these are found to be 1 -chhro-2 : 3 : 4 4rinitrobenzene, m. n cno 
A better method of preparing l-chloro-3 : 4 : 6- trinitrobenzene th 
that described by Nietzki is described, which consists in pas 
ammonia into an alcoholic solution of 1 : 3-dichlpro-4 : 6-dinit ^ 
benzene until a test portion has the melting point of o-chl/ 0 ' 
4 : 6-dinitroaniline (174°). The amino-group is then replaced h 
the nitro-group by Korner and Contardi’s method. J, p g * 

Oxidation of Side-chains with Potassium Permanganate 

II. Lucius A. Bigelow ( J . Amer. Cfiem. Soc 1922, 44, 2010-^ 
2019). — In a previous communication (A., 1920, i, 20) the behaviour 
of the three nitrotoluenes towards potassium permanganate has 
been described; the work has now been extended to the three 
bromotoluenes. 

The oxidations are effected in a copper vessel provided with a 
reflux condenser and an efficient stirrer. The bromotoluene is 
heated with the requisite amount of sodium hydroxide solution 
almost to boiling, the potassium permanganate is added in one 
portion and gentle ebullition and vigorous agitation are main- 
tained until the pink colour of the permanganate disappears. 

Nearly all the influences which have been brought to bear on 
the oxidations are found to have a considerable effect on the 
reactions, but the result in every case is merely to alter the pro. 
portion of bromotoluene attacked b} r the permanganate, the sum 
of the bromobenzoic acid and unchanged bromotoluene remaining 
essentially constant. The same observation has been recorded 
with the nitrotoluenes. This emphasises the conclusions that 
the quantity of organic matter entirely destroyed during the 
reaction is practically independent of variations in procedure, 
and that two entirely independent changes occur within the reacting 
mixture, (a) the oxidation of the side-chain to carboxyl, and (6) the 
decomposition- of the permanganate into oxides of manganese 
and free oxygen ; differing conditions merely accelerate the one 
or the other of these changes, causing varying amounts of material 
to be attacked before all the permanganate has been destroyed. 

An increasing concentration of alkali in the oxidation mixture, 
beyond a certain very low concentration, retards the oxidation of 
all three bromotoluenes, but, in the case of the meta-isomeride 
this effect is not observed until the alkaline strength of the solution 
becomes very considerable. The absence of accelerating action of 
the alkali hydroxide is attributed to the impossibility of any of the 
bromotoluenCvS passing into a quinoid form (cf. A., 1920, i, 20). 

The effect of using an excess of potassium permanganate abo\e 
that required theoretically for the oxidation of the bromotoluene 
is peculiar. In general, the reaction is favoured, except perhaps 
when the oxidising agent is present in great excess. In the cases 
of the ortho- 1 and meta-derivatives the effect is not quite uniform* 
the oxidation being favoured, retarded, and favoured again as 
the excess of permanganate is increased. It docs not appear a 
present possible to explain Jthese peculiarities. . , 

As in the case of the nitrotoluenes, increasing dilution o 
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reaction mixture favours the oxidation of the bromotoluenes 
This is doubtless due to the fact that alkaline permanganate 
solutions have a decreasing tendency to dissociate into free oxygen 
and manganate as they become more dilute. ' * 

The rate of reaction is approximately the same in the oxidation 
of the three bromotoluenes, although slightly greater with the 
para-compound than with the other isomerides. It is less than 
with the nitrotoluenes. It is not greatly affected by changes in 
the alkalinity of the reaction mixture. p-Bromotoluene gives the 
highest yield of the corresponding acid; the meta-isomeride gives 
the next highest yield, and the ortho-derivative the lowest. 

Improved methods are described in detail for the preparation 
of o-bromotoluene from o-toluidine, of wi-bromotoluene from 
w-bromo-p-toluidine, and of p-bromotoluene from p-toluidine. 

H. W. 

Preparation of Mono-substituted Sulphonamides . Farben- 
fabkiken vorm. Friedrich Bayer & Co. (D.R.-P. 346810; from 
Chem. ZeMr. t 1922, ii, 1130 — 1137). — Sulphonamides are treated 
with alkylating or arylalkylating reagents in the presence of 
carbonates. Mono-substituted derivatives of the composition 
R-S0 2 *NHR' are obtained without the formation of disubstitution 
products. is obtained by heating 

toluene-p-sulphonamide with sodium ethyl sulphate and sodium 
carbonate at I 70 200°. p - T olucw-ip-sulphonbenzylamide, m. p. 
llo 117 , is similarly prepared by the action of benzyl chloride 
on toluene-p-sulphonamide in the presence of sodium carbonate 
or calcium carbonate. G W R 


Investigations and Ring Closures in the Methylnaphthal- 
sne Series. Fritz Mayer and Adolf Sieglitz (Ber., 1922, 55, [£], 
:940). An addendum to a previous communication (this vol., 
i, 740). 

Naphthalene- 1 : 4-dicarboxylic acid has been described previously 
7 oooo° J1 and Neumann (this vol., i, 261) ; it has ra. p. 309° instead 
, as previously given. 4-Benzoyl- 1-methylnaphthalene can 
iso be prepared from a-methylnaphthalene and benzoyl chloride; 

melts at 74 75 (instead of 174 — 175°). 4-Methylpenbenz- 
* i t° ne has m - P- m ~ i94 ° (instead of 115°). The boiling point 
L 1 o?f? yI ‘“‘ metli y Ina P htlialenc is 140— 145°/15 mm. (instead of 
4U—245 ). h. W. 


. 6-Dirnethylnaphthalene . Fritz Mayer and Erika Alken 
J^-2, [-®Jj 2278 — 2285). — 2 : 6-Dimethylnaphthaiene is 

vujti j sodium and boiling amyl alcohol to 2 : 6 -dimethyl- 
-a ikydro naphthalene, b. p. 125 — 126°/15 mm.; the constitution 
r C is deduced from the observation that it yields 

t ! quid dihrowide which is smoothly decomposed when distilled 
0 hydrogen bromide and 2 : 6-dimethylnaphthalene. 1 -Nitro- 
' ^^ylnaphthalene, yellow leaflets, m. p. 68°, is prepared by 
action of nitric acid (d 1*51) on a solution of the hydro- 
011 m glacial acetic acid at 70°. \- Amino -2 : 6 -dimethyl’ 
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naphthalene crystallises in colourless needles, m. p. 91°; the e< 
sponding acetyl derivative crystallises in lustrous needles, in C ' 
21 1°, whereas the benzoyl derivative forms brown leaflets' m ^ 
219—220°. Nitration of the mononitro-eompouiyl dissolved ^ 
concentrated sulphuric acid gives a diniVro- derivative, colourl 111 
needles, m. p. 186°, whereas in glacial acetic acid an isornp’ 
dmfro-compound, slender, yellow needles, in. p. 179°, is obtain H 
(the 1 : 4- or 1 : 5-position of the nitro-groups has not been eluci 
dated for either compound). The latter compound is reduced 1 
stannous chloride and hydrochloric acid to the correspondin' 
diamine, dark red crystals, in. p. 158 — 159° (the diacelyl derivative 
is described). Trinitro-2 : 6 -d imethyl naphthalene, slender m] 
yellow needles, in. p. 243°, is isolated from the mother-liquor 
obtained by nitrating the inononitro-com pound in glacial acetic 
acid solution. 

The presence of a nitro-group in the ortho-position to the methyl 
radicle enables l-nitro-2 : 0-dimethylnaphthaicne to condense with 
ethyl oxalate in the presence of alcoholic sodium ethoxidc to form 
1 -n i tro-(j-me th yl naphthyl-2 -p yruvic acid, N0 2 ' G 10 H 5 McCH 2 -CO-CO,H, 
pale brown needles, in. p. 195° ( methyl ester, coarse brown needles 
m. p. 119°; oxime , yellow needles, ill. p. 176°). The substituted 
pyruvic acid is oxidised by hydrogen peroxide in the presence of 
sodium hydroxide to 1-w itro-Q-methylnaphtkyl-2-aeetic acid , yellow 
crystals, m. p. 201° (methyl ester, m. p. 89°) and by potassium 
permanganate in alkaline solution to 1 - n ilro-Q-rnetkylmphthalm- 
2-carboxylic acid, lustrous needles, m. p. 238—239°. The latter 
acid is reduced by ferrous sulphate to \-amino-Q-?nethylmphtkalm- 
2 -carboxylic acid, pale yellow needles, m. p. 205 — 207°. Nitrous 
acid converts l-nitro-6-methylnaphthyIpyruvic acid into l-nifra-6- 
me thylnapkthyl -2 -acetonitrile, pale yellow’ needles, m. p. !62' J ; 
apparently the nitrous acid is reduced to hydroxylanhne, which 
then gives the oxime of the pyruvic acid derivative, the latter 
being decomposed into the nitrile, carbon dioxide, and water. 

NH 

7 - M ethyl - oc- naph th i ndolc-2-ca rboxyl i c acid, O lo H 5 Me<^>€*C0 2 H ) 

colourless needles, m. p. 211°, is prepared by the reduction of 

1- nitro-fj-methylnaphthyl pyruvic acid by ferrous sulphate and 
ammonia, and is purified conveniently through the barium salt; 
when heated at 220°, it yields 1 ‘inethyl- ^taphthindole, brown 
crystals, m. p. 143°. Decomposition of 1 - n i tro - 6 - methy Inapht hyl- 
pyruvic acid by sodium hydroxide leads to the production of 
1 - nitro-Q-methylnaphth yl-2-acetaldehyde , a yellow compound, m p- 
about 212 — 213°, w hich is isolated in small amount by decomposing 
its bisulphite compound with cold dilute sulphuric acid; tee 
corresponding phenylhydrazom crystallises in pale yellow Me $, 
m. p. 156°. If decomposition of the bisulphite compound is effects 
with hot dilute sulphuric acid, 7 - meth yl-x- naphihml i n, slender re 
needles, m. p. 205° (phcnylhydrazonc , red needles, in. p- 
immediately obtained. The reduction of l-nitro-6-mcthylnapn \< 

2- acctic acid with ferrous sulphate gives 7 -mthyl’^napMhouno> 
dark brow T n crystals, f m. p. above 280°. 
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Higher Terpene Compounds. VI. The two Methylfso- 
nr0 pylnaphthalenes from Cadalene. L. Ruzicka and M. 
VJi^gazzihi (II dv. Chim . Acta, 1922, 5, 710 — 715). — The naphthoic 
acid, Gtfltflp obtained by the oxidation of cadalene with chromic 
acid (this vo!.,*i, 561) is now shown to be G-inethyl-4-isopropyI- 
]. naphthoic acid, since the mcthyhsopropylnaphthalene obtained 
on heating it with lime is different from the synthetic 1 -methyl- 
4 - wopropy lnaphthalene , which would have been formed had the 
acid nad the only other possible structure, namely, 1 -methyl- 
4 -w?opropyl- 6 -naphthoic acid. For the synthesis of 1 -methyl- 
4 .iwpropylnaphthalene } l-methyl-2-p-bromoethyl-4-wopropylbenz- 
cne was condensed with ethyl malonate, giving ethyl [i-2-cymyl- 
elhylmdonate , C 6 H 3 MePrHTL 2 *CH 2 *CH(C() 2 Et) 2 , a viscous, colourless 
oil b p. 200 — 210°/12 mm. This was converted into y-2 -cymyl- 
buiyric acid, C e H^MeIW-CH s -CH a -CH # <J0 4 H, b. p. 195— 200°/12 
mm., and from this, by the action of thionyl chloride, the chloride, 
b. p. 165°/12 mm., was prepared, which, with aluminium chloride, 
gave 5-Jcelo-l-methyl-i-mopropyltetrahydronaphthalme, b. p. 160 — 
170°/12 mm. ; semicarbazone , m. p. 178 — 180°. The keto-com pound 
was reduced with zinc and hydrochloric acid to l-wd%M-iso- 
propyl- 5 : 6 : 7 : 8 4etrahydronaphthalene } b. p. 135 — 140°/12 mm. 
This was heated with sulphur to dehydrogenate it to 1 -methyl- 
A-iaopropylnaphthaUne, a nearly colourless oil, b. p, 135 — 145°/12 
mm., picrate , orange-yellow needles, m. p. 99 — 100°. The hydro- 
carbon from the above naphthoic acid, that is, O-methyl-i-iso- 
propylnaphthalene, gave a picrate, m. p. 101 — 102 °, and a styphnate , 
m. p* 163—164°. It is shown that eudalin is not identical with the 
synthetic l-methyl-4-i$opropyinaphthalene or with the G-mcthyl- 
4 -wopropyl compound from the naphthoic acid. Eudalin is prob- 
ably not an opocad&lene, as has been supposed. E. H. R. 

Nitration of Hydrocarbons in Basic or Neutral Medium. 
M. Battegay and Ph. Brandt (Bull. Boc,. chim 1922, [iv], 31, 
910 — 915; cf. Wagner, A., 1886, 708; Verlcy, A., 1901, i, 143; 
Meisenheimer and Connerade, A., 1904, i, 391). — Anthracene and 
naphthalene may be nitrated by means of anhydrous pyridinium 
nitrate in presence of excess of pyridine. The products obtained 
are 9-nitroanthracene and a-nitronaphthalene ; in the former case 
the yield represents 70% of the hydrocarbon used, in the latter, 
40%. Other products of the reactions are anthraquinone and 
nitroanthrone from anthracene and l-nitro- 2 : 3 -phthalic acid 
from naphthalene. The formation of nitroanthracenc is explained 
by the authors on the hypothesis that nitrodihydroanthranol is 
first formed as an additive product and is then transformed into 
nitroanthracene with loss of water. H. J. E. 

Action of Light on 9-Nitroanthracene. M. Battegay, Ph. 
Brandt and J. Moritz (Bull. Soc. chim., 1922, [iv], 31, 915 — 917 ; 
cf. preceding abstract). — 9-Nit roan thracenc is yellow in dilute 
alcoholic solution. On exposure to sunlight, the liquid becomes 
strongly fluorescent and smells of acetaldehyde. When the solution 
is sufficiently concentrated, nitrous acid is evolved and crystals of 
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anthraquinone are deposited. On shaking the solution in contact 
with air, the fluorescence disappears ; when again exposed to sun. 
light it reappears, but more rapidly than at first, ihe fluoresce^ 
is due to photochemical reduction of anthraquinone, and is exhibited 
by alcoholic solutions of that substance; the reduction product 
is" readily oxidised in air. H. J. g 

Studies in the Anthracene Series. III. Edward i, b 

Babry Barnett, James Wilfred Cook, and Herbert Henry 
Grainger (T., 1922, 121, 2059 — 2069). 

The Solubility of Phenanthrene in Various Organic 
Solvents. Herbert Henstock (T., 1922, 121, 2124—2128). 

Action of Polyhalogenated Compounds of Methane and 
Ethane on Magmesyl [Magnesium Alkyl] Compounds. II. 

R. Binaghi ( Gazzdta , 1922, 52, ii, 132-138 ; of this yol., i, 313).- 
Both chloroform and bromoform react readily with magnesium 
phenyl bromide giving triphenylmethane, alone in the former case, 
and mixed with tetraphenylethane in the latter. The first phased 
the reaction probably consists in the formation of the compound 
CHPh a X, which then yields either triphenylmethane or tetraphenyl- 
ethane or, with bromoform, the two together :CHPh 2 Br-f WfgbhBr = 
MeBr.-fCHPh,, and 2 CHl'h 2 Br + MgPhBr=MgBr 2 +C 6 H s Br + 
CHPh 2 -CHPh 2 . With all tliree trihalogenated derivatives of 
methane, bromobenzene also is formed, so that, even with chloro- 
form, the formation of triphenylmethane is not represented by the 
equation 3MgPhBr4-CHCl 3 =3MgClBr+OHPh 3 . 

The action of bromoform on magnesium ethyl bromide is analogous 
to that of iodoform, the products being acetylene, ethane, methane 
ethvl bromide, dibromomethane, and a small proportion a 
triethylmethane; a distinct odour resembling that of moulds t 
observed, especially after the final treatment of theproductswitl 
water. The various reactions involved are probaWy . Mg*™! 
2CHBr 3 =3MgBr 4 +3C 2 H 5 Br+C 2 H 2 ; C 2 H 2 +2Mgh^r^C*i 
MgBrCiC/MgBr ; the tatter d- 2 H 2 0 = 2 MgBr‘ 0 H+C 2 H 2 ; OHB^ 

- 

»d 

ethyl bromide, which yields methane, ethylene, w*®j. 
portion of ethylene dibromide, but no acetylene, an g> ™ 

evolution of gas when the products are treated wth water 
mechanism of the reaction may be explained y , o ^ 
CHCi 1 +3MgEtBr=CH(-Ci:MgEtBr)„ and CHCi 3 +3MgMni 
3MgClBr+3C 2 H 4 +CH 4 . ' 

Free Pentaphenylethyl. The Nature ol te 

W. Schlenk and Hermann Mark (Ber 1922, &,l h ^ 
2299).— The preparation of free pentaphenvlethyl could not 
The usual method of preparing this type of free i TO possibility 

be adopted primarily ^ in thbf instance, owing to 1 
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{ converting pentaphenylethanol into pentaphenylethyl chloride 
!nd subsequently bringing the latter into reaction by a suitable 
uethod; the process adopted consists, therefore, essentially in 
. he preparation of octaphenylpropane and decaphenylbutane, and 
aking advantage of the dissociability of these compounds into 
jentaphenylethyl and triphenylmcthyl and pentaphenylethyl, 
•espectively. The success of the operations is greatly facilitated 
w the unexpected completeness of the dissociation of the fully 
ihenylated hydrocarbons into the radicles. Pentaphenylethyl , 
Th *CPh 2 " forms golden-yellow crystals with a metallic glance, 
aid is particularly noteworthy, since it exists in solution practically 
■ntirely in the unimolecular condition. It may be regarded as 
riphenylmethyl in which one phenyl group is replaced by a tri- 
ihenylmethyl residue. Since the free fourth carbon valency of 
riphenylmethyl is markedly weaker than the ordinary carbon 
, a {ency, it follows that, if the principle of the equality of action 
jid reaction be accepted, it can only make a relatively small 
ifinity demand on the central carbon atom of the diphenylmethyl 
Toup f and that, in consequence, a relatively larger* measure of 
ifinity must remain for the two phenyl groups and the free valency, 
t would therefore be expected that the free valency of penta- 
ihcnylethyl would be relatively stronger than that of triphenyl- 
nethyl. The balance of the experimental evidence is directly 
gainst this view, so that the authors draw the conclusion that 
,n equal demand is not necessarily made on the two carbon atoms 
if a C-C linking with respect to energy of combination. 

An ethereal solution of sodium triphenylmcthyl is treated with 
. similar solution of dichlorodiphenylmethane [benzophenone 
hloridc] in an atmosphere of nitrogen. The solution is filtered 
rom sodium chloride, somewhat concentrated, and cooled, where- 
•n a mixture of coarsely crystalline pentaphenylethyl and hexa* 
ihenylethane separates. The supernatant liquid containing sus- 
icnded hexaphenylethane is decanted and the residual penta- 
ihenylcthyl is purified by repeated washing with cold absolute 
ther. In a somewhat similar manner, pentaphenylethyl is 
btained by the action of triphenylmethyl chloride on disodium 
etraphenylethane in the presence of anhydrous ether; the yield 
i this instance is poor, since the main reaction occurs in accord- 
■nce with the scheme : CPl^Na’CPh^Na-j^PI^CCi — > 2NaCl+ 
)Ph 2 !CPh 2 +2CPh 3 . Pentaphenylethyl combines readily with 
hlorine to form cklorop c n taphen yle tha nc, which is hydrolysed with 
nusual ease and readily decomposed by rise in temperature into 
ientaphenylethyl and chlorine; it gives pentaphenylethyl when 
ts ethereal solution is treated with copper- bronze. The successive 
ction of sodium amalgam and water on pentaphenylethyl leads to 
he production of pentaphenylethane, in. p. 173°, CPh 3 *CPh 2 ‘“ — *>- 
%CPh 2 Na NaOH+CPh 3 ’CHPh 2 . ‘ H. W. 

Analogues of Pentaphenylethyl. W. Schlenk and Her- 
[ ann Mark (Ber., 1922, 55, [J B], 2299— 2302).— In the triphenyl- 
aethyi series, it has been shown that She position of the dissocia- 



i. 1004 


ABSTRACTS OF CHEMICAL PAPERS. 


tion equilibrium is largely dependent on the nature of the a t *i 
groups, and that the tendency towards dissociation i 3 
increased by the substitution of the biphenylyl for the p|w[ 
group. In the pentaphenylethyl series, this does not appear tn 
be the case, since triphenylbiphenylylethyl, like tlfe parent radicle 
(preceding abstract), exists entirely in the uniinolecular condition 
in solution: Possibly with the pentaphenyl derivative the tendency 
towards dissociation is so powerful that it is unaffected by coin, 
paratively slight alterations in structure. 

Triphenylb ipkejiyleneihyl, comparatively large, violet prisms, j$ 
prepared by the gradual addition of an ethereal solution of fluoien. 
one chloride to a solution of sodium triphenylmethyl in an atmo- 
sphere of nitrogen ; in consequence of its relatively sparimr 
solubility in ether, the separation of the new radicle from simultan- 
eously formed triphenylmethyl is readily effected. It is converted 
by treatment with chlorine dissolved in chloroform into triphenijl 
biphmylene-elhyl chloride „ from which the radicle is regenerated by 
agitation with copper powder. The chloride is hydrolysed with 
great readiness. It is dissociated in sunlight at the atmospheric 
temperature into its components which reunite when preserved 
in the absence of light. H. W, 


Aromatic Chloroamines. II. Stefan Goldschmidt and 
Ludwig Strohmenger (Ber., 1922, 55, [B], 2450— 2470). — The 
preparation of the very unstable di-w-chloroaniline has been de- 
scribed previously (Goldschmidt, A., 1913, i, 11/3). The observ- 
ations have now been extended to a number of its derivatives. 
The presence of negative substituents increases the stability of 
the molecule, which reaches its maximum in the case of di-w-chloro- 
pentachloroaniline which may be preserved unchanged for weeks 
at the atmospheric temperature if moisture is completely excluded. 
Positive substituents, on the other hand, diminish the stability 
of the molecule. The chemical behaviour of the compounds ls 
completely in accord with the hypothesis that a radicle, KvN«, is 
primarily formed. In every instance, polymerides of this radicle 
are ultimately isolated, either solely as azo -compounds or as 
mixtures of these with A-arylquinonedi-imides, according to the 
choice of the amine. The same products are obtained by tw 
action of oxidising agents on aniline and its homologues (c . lot 
schmidt, A., 1920, i, 226) when such oxidation is possible, 
giving renewed support to the hypothesis that both types of rwm 
take place through the same intermediate product, u* 

An improved process for obtaining an ethereal solution of hjj. 
chlorous acid (cf. Wohl, A., 1907, i, 194) is described. 

Vloi-chloro-p-niiroaniline, N0 2 *C 6 H 4 *NC ? » is „J ution 

action of hypochlorous acid on p-nitroamhne m eti , - b ed 
at 20° (the necessary manipulation and apparatus arc 
in detail). It forms reddish-yellow prisms which can P ^ 
unchanged during several days at “80 , but ec / an d leaving 
at the atmospheric temperature, ultimately explod g 
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a, residue containing 4 : 4 r -dinitroazobenzene. Its melting point, 
determined in a pre-heated bath, is about 50°. It is decomposed 
by ethereal hydrogen chloride solution into 2 : 6-dichloro-p-nitro- 
aniline, m. p. 189—190°, and by aqueous alcoholic potassium iodide 
solution into 4 : 4'-dinitroazobenzene, m. p. 222° after softening 
at2l9°, which is also obtained by the action of a solution of ammonia 
in ether and of an alcoholic solution of sodium ethoxidc. The 
auto-decomposition of di-w-chloro-p-nitroaniline, dissolved in ether, 
light petroleum, acetic anhydride, or ethyl benzoate, gives varying 
proportions of 4 : 4'-dinitroazobcnzene and 2 : 6-dichIoro-p-nitro- 
anifine. 

fli.u.chtoro-o-nitroamline, pale yellow to brown prisms, m. p. 
(in pre-heated bath) 48 — 50° (complete decomp.) is prepared in 
the same manner as the para-isomeride. It can be preserved 
unchanged at a low temperature, but decomposes with ultimate 
explosion at the atmospheric temperature. In ethereal solution, 
it- decomposes slowly at the ordinary temperature with production 
of 4 : 6-dichloro-o-nitroaniline, whereas in boiling carbon tetra- 
chloride it yields chlorine, hydrogen chloride, and i : 2'-dinitro- 
azobenzene, m. p. 209—210° after softening at 207°. It is converted 
by ethereal hydrogen chloride in the absence of an excess of hypo- 
nhlorous acid into 4-chloro-o-nitroaniline, ni. p. 115°, and a brown 
liquid which has not been further examined, whereas if hypo- 
chlorous acid is present in excess it gives 4 : 6-dichloro-o-nitro- 
miline, m. p. 101 — 102°; sodium thiosulphate solution transforms 
.t into 2 : 2'-dinitroazobenzene. 

Di-u-cMoro-m-nitroamline is prepared in the same manner as 
the ortho- and para-isomerides, to which it exhibits close similarity; 
-t is converted by alcoholic sodium ethoxide solution or copper 
powder into 3 : 3'-dinitroazobenzene, m. p. 149 — 150°. 

D i-iti-chloro id me, [i -dkhloroamino-2 : 3 : S-lrimdhylbcuz - 

cue] is prepared from hypochlorous acid and a-^-cumidinc in 
ethereal solution, but is too unstable to permit isolation as a solid. 
It is converted by the successive action of a large excess of potassium 
iodide solution and zinc dust and glacial acetic acid into chloro- 
aminodicumylamin?, colourless needles, ni. p. 167—168° (which 
is partly transformed by distillation with steam into 4( \)-ehloro- 
2 : 3 : o-trimeihylaniline), colourless needles, m. p. 110 o— 111°) 
and 4 ; 4'( ?)*dichloro-2 : 3 : 5 : 2' : 3' : 5 ' - h exam e t hylazobcnzenc , 
lustrous, red needles, m. p. 1S9 — 190°. Ohloroaminodicumylamine, 
dissolved in light petroleum, is transformed by lead peroxide into 
wlorocumykiitnoqui mnedi-imidc , C 6 HMe 0 Cl-N:O 6 HMe 8 :NH, dark 
led, oblique prisms, m. p. 113 — 116°, the constitution of which is 
elucidated from its conversion into 4( ?)-chloro-2 : 3 : 5-trinicthyl- 
benzene and cumoquinol. 

Di'W-chloro-m-tofaidine resembles tlie compound just described 
in that it can only be isolated in solution. It is converted by 
aqueous alcoholic potassium iodide solution and subsequent treat- 
z \ nc ^ust aininodMylamine, prisms, m. p. 121°; 

4 colourless crystals, m. p. 835 — 84°; and 
- 4 ( l)-dickloro-3 : 3 '-d imethylazobc nze ne , lustrous, yellow needles, 
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m. p« 162 — 163°. m-Tolyltoluquinonedi-imide could not be 
in the crystalline condition by the action of lead peroxide in ^ 
presence of sodium sulphate on an ethereal solution of aminoditolyt 

Detailed directions are given for the conversion of 2 : 6-dichl oro . 
■p-nitroaniline into 5 - nitro -rn - d i chlorobenzene, for the reduction of 
the latter to 3 : 5-dichloroaniline and the chlorination of the base 
to 2 : 3 : 4 : 5 : 6-pentachloroaniline, m. p. 232°. The pentachloro- 
compound is transformed by hypochlorous acid m ethereal solution 
into di-v-chbropentachloroaniline, pale yellow, transparent, thin 
prisms, m. p. 111° (decomp.). This substance behaves towards 
neutral or acid potassium iodide solution m the same manner as 
the ehloroamines described previously. In boiling toluene solution, 
it is decomposed into dccachloroazobenzene, dark red, lustrous plates 
or flesh-coloured needles, m. p. 317—318° after softening at 316*. 


The Action of Sodium Hydrogen Sulphite on the Nitro* 
anilines. Hugo Weil and Paul Wassermann (£er., 1922, 55, 
[B] 2533—2542 ; cf. Weil and Moser, this vol., i, 443).— An exten- 
sion of previous work to the nitroanilines and related compounds. 

n-Nitroacetanilidc is converted by a^boiling aqueous solution 
of sodium hydrogen sulphite (40%) into sodium p •acetykmw- 
vhenyMpharmte, NHAc-C 6 H 4 »NH-SO a Na,HoO ; the corresponding 
hnzidine salt, z-naphtfojbmm satt 

(4- H 7 0) and ^naphlnylamine salt (-f-H 2 0) are described. p-Acetyl* 
aminophenylsulphamic acid is converted by boding aqueous soddia 
hydroxide into p^aminophenylsulphvmc acia, Aill«'t e rt 4 *Ati ^U 3 n. 
colourless crystals, whereas boiling dilute mineral acids transfora 
it into acetyl- mphenvlenediamine. Sodium p-Bxo. mop henylsiuph- 
amate condenses with chloro-2 : 4-dinitrobenzene to give the rf, 
C„H.O.N 1 ,SO,Na, a red, crystalline substance ; the corresponding 
barium salt is sparingly soluble in water. p-Aminoplienylsulpliaraf 
acid can be diazotised, and the diazomum compound couples 
|}-naphthol to give an azo-dye which retains the A’ s “ lpho “ 1< L 3 
p-Nitro-o-acetotoluidide and p-nitro-o-acetamsidide are ied« 
by sodium hydrogen sulphite, but the products are «****$ 
tod soluble and too unstable to permit their isolation m * 

awl bwooyl *!«"{• >» * b «, !»««•' 
is reduced similarly to, but much more slowly than, the go ■ 

ap owtee ^ yl fagjj ‘lSfSS‘54 

prepared in a similar manner. Bcnzylated _mt ' j, 

be reduced with sodium hydrogen su p >1 ^ ^j. hydrogen 
gradually dissolved by a boiling solutio although its 

sulphite, but a sulphamic acid cannot be iso lat . Lfly 
prince can be detected If, hoover tto^tion’ug 
concentrated and acidified ’’with dilute hydrochloric acia, j 
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so a HA 

\/ 

\/ 

nh 2 

NH; 

(i.) 

(II.) 


the monosodium salt of a suiphamsulphonic acid (annexed formula 

NH'S0,H NH'SOJI 1 ® J 1 ) ( the corresponding p- 
3 J naphlhylamiM salt is de- 

scribed) which loses a sulphonic 
SOX } \ / grou P under the influence of 

hydrochloric acid and forms 

P - phenylenediaminesulphonic 
acid. Although it contains a 
primary amino-group, it does not react with benzoyl chloride 
ior chloro-2 : 4-dinitrobenzene, possibly because of the presence 
of the sulphonic group in the ortho-position to the amino- 
group (formula I). In harmony with these observations, the 
free amino-group is not affected by nitrous acid; the compound 
can be diazotised and the diazonium compound couples with 
p-naphthol to form a dye, but the amino-group which takes 
part in the change is that which is formed by the loss of a sul- 
phonic group from the compound. p-Nitro-o-toluidine is con- 
verted similarly into sodium amim-o-lolyl-p’mlphamsulphonate , 
S0 3 H , C 7 H 8 N 2 ‘S0 3 Na,0 , 5H 2 0. o-Nitroaniline, on the other hand, 
is transformed into sodium a-aminophenylsulphamate , 
C 6 H 7 N 2 ‘S0 3 Na,H 2 0, 

colourless, lustrous crystals. The products of the reduction of 
m-nitroaniline with sodium hydrogen sulphite are too soluble to 
permit their isolation, but they can be diazotised in solution and 
subsequently coupled with (5-naphthol ; the azo -dye thus formed is 
icidic in character and retains this property after being boiled 
frith f mineral acid, although it loses sulphuric acid under these 
conditions. It appears, therefore, that a sulphosulphamic acid is 
iormed initially. 

m- Dinitrobenzene is reduced by sodium hydrogen sulphite to 
i mixture of sodium m -nitropkenylsulphamate, 

C 6 H 5 aX*S0 3 Na,0-5H 2 0, 

md sodium m -phenylenedi&ulphamate, C 6 H 6 N 2 (S0 3 Na) 2 ,3'5H 2 0. 

H. W. 


Nitro-derivatives of m-Nitrodiniethylaniline . Aqu ila 
Forster and William Coulsos (T., 1922, 121, 1988—1997). 

Bases obtained in the Decomposition of the Azides of 
[hiocarbamic Acids. E. Oliveri-Mandala {Gazzeita, 1922, 
— 103; cf. A., 1921, i, 900). — By heating azides of thio- 
:arbamic acids with concentrated hydrochloric acid, the author 
las previously (A., 1914, i, 1144) obtained in the free state some 
>f the bases described by Freund and Schwarz (A., 1897, i, 125) 
f thiocyananiides, NHR*CS-N 3 NHR-CSN. As regards both 
heir genesis and their constitution, these bases exhibit close 
;nalogy to Wieland’s nitrile oxides (A., 1907, i, 527; 1909, i, 216, 
17, 923). This analogy extends also to the anomalous cryoseopic 
i aviour, compounds of both classes exhibiting in solution mole- 
. We ’ghts considerably higher than the calculated values, 
wmg Probably to polymerisation. The bases in question differ, 
lowever, from the nitrile oxides, which 'may a^so undergo isomeric 
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change to the corresponding esters of isocyanic acid, in that 
heated with water or a dilute mineral acid or an organic 
they readily lose the sulphur atom, giving polymerides of the ^ 
sponding derivatives of cyanamide, 3NHR*CNS — > (NHR*C\ v ) COrre “ 
the other hand, the nitrile oxides lose the oxygen atdm bv rM* ’ ° n 
yielding nitriles, R*CN0 +Ho=H 2 04-R*CN 


ition, 


The constitution of these bases is most probably represente] k 
the formula NHR-C:N.’S, and it is proposed to name the coin* * 
NHPh*CiN!S, anilinesulphonitrile, rather than phenyl 


o - Toluid inemlphonitrile, C 6 H i Me*NH*C:X.‘S, obtained by 
longed boiling of the corresponding azide (A., 1921, i ? god) 
concentrated hydrochloric acid, forms crystals, m. p/ 138— jA-. 
and shows abnormally high molecular weight in freezing aoe f* 
acid. The hydrochloride and platinichloride were analysed. C 
p - Toluid inesul phonitrile, similarly prepared, was obtained crystal 
line, and the hydrochloride and platinichloride were prepared " ' 
Anilinesulphonitrile, C^HgNg (cf. A., 1914, i, 1144) has m 
122—123° and exhibits high molecular weight in acetic acid. The 
hydrobromide and platinichloride were prepared. 

Etkylam 1 nes ulpho nitr He , NHEt'CiNIS, was not prepared in the 
free state owing to the readiness with which it decomposes hut 
is obtained as hydrochloride when the azide of carbamic acid is 
boiled with concentrated hydrochloric acid; the pkiinicMorik 
was also prepared. The azide of thiocarbamic acid, NHEt'CS'X 
obtained by the interaction of cthylthiocarbimide and azoiraide 
in ethereal solution, is identical with the compound prepared by 
Freund and Schwarz (loc. cit.) by the action of nitrous acid on 


ethylthiosemiearbazide and termed triazosulphole, NHEt*C^| jj- 


with mercuric oxide, it yields, not the corresponding azide of 
carbamic acid, but the additive compound, C 3 H 6 N 4 S,HgO, which 
crystallises in needles. T. H. P. 


The Condensation of Aromatic o-Aminosulphonic Acids 
with iso Cyanic Acid. John Richard Scott and Jims 
Berend Coiien {T., 1922, 121, 2034 — 2051). 


Electrolytic Reactions of Naphthalene and its Derivatives. 
111. Electrolytic Oxidation of a-Naphthylamine and or- 
Tetrahydro-a-naphthylamine. Kashichi Oxo (Mm. Coil Sci 
Kyoto, 1922, 5, 345— 357; of. A., 1921, i, 334, 726).— The electro- 
lytic oxidation of x-naphthy famine has been examined in a divided 
cell in which a small sheet lead cathode is immersed in sulphuric 
acid (20%) and the anode liquid is a solution of a-naphthylamine 
in acetone and dilute sulphuric acid. Platinum, graphite, and lead 
peroxide, respectively, are used as anode materials, the last-named 
giving the best results. Under these conditions, a-naphthylammc 
is converted into a mixture of naphthylamine* violet and x-naphtha- 
quinone. Its behaviour thus differs from that of aniline, ffhich 
at a platinum electrode, iS transformed solely into aniline- blac, 
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but the apparent- -stability of the latter may be due entirely to 
its solubility in the anode liquid. The current yield diminishes 
^ with increasing current density and attains its maximum at 
approximately 1 ampere per 100 sq. cm. Elevation of the electro- 
lytic temperature does not necessarily favour the yield. A suitable 
concentration of sulphuric acid is 10—30%, the best results being 
observed with a 10% solution. Potassium chromate, chrome 
alum, potassium chlorate, and ferric sulphate act effectively a a 
oxygen carriers. The possibility of the formation of 4- amino - 
a-naphthol as an intermediate product of the oxidation of 
a .naphthylamine is discussed, but its production could not be 
established experimentally. K 

The electrolytic oxidation of ar-tetrahydro- cc-naphthylamine has 
been examined under closely similar conditions; it is converted 
mainly into uf-tetrahydro-a-naphthaquinone. Platinum, lead 
peroxide, and graphite are used as anode material, and of these 
lead peroxide gives the best results. The most suitable conditions 
are a current density of about 1 amp./lOO sq. cm., a temperature 
between 18° and 23° , and a concentration of sulphuric acid between 
10% and 30%. Chrome alum, potassium chromate, potassium 
chlorate, and potassium ferrocyanide are efficient oxygen carriers. 

H. W. 

Preparation of Symmetrical Tetra-substitutedCarbamides. 

Arthur Percival Tanberg and Herbert Winkel (E. J. du Pont 
de Nemours & Co.) (Brit. Pat. 144681 ; from Chem. Zenlr., 1922, 
ii, 1136). — Secondary aromatic amines, dissolved in indifferent 
solvents such as benzene, xylene, solvent naphtha, or carbon 
tetrachloride, are heated at 70° and treated with the necessary 
amount of carbonyl chloride, s -Dipkenyldimethylcarbamide is 
thus prepared from methylaniline according to the equation 
4NHMePh+ COCl 2 — CO (NMePh ) 2 -j- 2NH 2 MePhCl. G. W. R. 

The Chlorohydrin and Oxide of Methylene eyefobutane 
and the Transformation of the Former into cycfoPentanone. 

N. J. Demjanov and Marie Dojarenko (Ber., 1922, 55, [R], 
2730 — 2737). — Methylenecyc/obutane (cf. this vol., i, 996) is con- 
verted by hypochlorous acid into the corresponding chlorohydrin, 

CH 2 <^2>C(OH)-CH 2 Cl or CH,<^>CC1-CH 2 -0II, b. p. 

64 5°/20 min., 75733 mm., 83747 mm„ 1587747 mm., d\ 1 1657, 
d\* 1T502, df 1'1448, n}} 1'4657. The corresponding phenyl- 
urethane crystallises in needles, m. p. 112*5 — 113°. When heated 
under a reflux condenser with water and lead oxide, the chloro- 
hydrin is converted into cyc/opentanone, which is identified as the 
oxime and semicarbazone ; the same reaction takes place very 
:sIowly at the atmospheric temperature. Glutaric and succinic 
acids are produced by the action of nitric acid (d 1*2) bn the chloro- 
hydrin. Concentrated aqueous potassium hydroxide solution con- 
verts the chlorohydrin into the oxide CII 2 <C 
vol. csxei. i. 


c£> c <r- b - p* 
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89_92°/754 mm., the constitution of which is established bv ‘t 
isomerisation (by means of zinc chloride) to cyefobutaldehyde, * ^ 

The di-chloride, CH 2 <^|| 2 >CCi-0H 2 Cl, b. p. 67+-69°/36 a,, 

d] 1-1928, d? 1 1772, n\5 1-4756, is obtained as by-product diir^ 
the preparation of the clilorohydrin. }\ ^ 0 

The Solubility of the Chlorophenols. Nevil Vi Scev 
Sidgwick and Sydney Leonard Turner (T., 1922, 121 22o(U 
2263). 

Derivatives of isoEugenol. G. Rastelli ( Gazzetta , 

52, ii, 129 — 130). — DibromoacetyUsoeuyenol , 

OAc<% %CHBrCHMeBr, 

OMe 

forms white crystals, m. p. 125°, and darkens rapidly in the Ii4t. 
D ibrornobe nzoyli&oeuye nol , C 17 H 1G 0 3 Br 2 , crystallises in lustrous 
white scales, m. p. 113°, stable towards light. Bi-iodmcetijl iso’ 
eugenol ( ?) forms dirty white crystals, and di-iodobenzoylmeugend 
C 17 H 16 0 3 4 white, silky needles, m. p. 85—86°. T. H. V, ' 

The Interchange of Alcohol Radicles in Esters. II, 
Akira Shimomura and Julius Berend Coijkn (T., 1922, 121 
2051—2059). 

Influence of Substitution in th© Components on Equilibria 
in Binary Solutions. XXXVI. The Equilibria of Dihydroxy- 
naphthalenes with Amines. Robert Kremann, Franz Hem- 
melmayb , amt Heinrich Riemf.r (Momlsk., 1922, 43, 164— 
208). — The system l : l-dihydroxjTiaphthalcnc-f-J-naphtliylaifiiiu 
gives a compound (l mol. : 1 mol.), m. p. 143°, which forms a 
eutectic with i j 4-dihydroxynaphthalcne at 125° containing 36" 0l 
and one with 3-naphthylamine at 96° containing 76%, of 3-naphthvi- 
amine. 1 : 5-Dihydroxynaphthalene and fJ-naphtliylaminc give a 
compound (l mol. : 1 mol.), ni. p. 229-5°, which forms a eutectic 
with 1 : 5-dihydroxynaphthalenc at 212° containing 35%, and one 
with 3-naphthylanunc at 107° containing 95%, of p-naphthylamine. 
1 : 6-Dihydroxynaphthalenc and 3-naphthylamine give a m- 
pound {2 mol/: 3 mol.), in. p. 110 5°, which forms a eutectic with 
1 : 6- dihydroxy naphthalene at 92° containing 42%, and one with 
3-naphthylamine at 96° containing 65%, of Ji-naphthylamine. 
1 : 8-I)ihydroxynaphthalene and fi-naphthylamine give a cm- 
pound (I mol/: 1 mol.), in. p. 124°, which forms a eutectic with 

1 : 8-dihydroxynaphthalcne at 75° containing 38%, and one 
3-naphthylamine at 76° containing 55%, of p-naphthylanune. 

2 : 3-Dihydroxynaphthalene and 3-naphthylamine give a 
(I mol. : 1 mol.), m. p. 168°, which forms a eutectic with 
hydroxynaphthalenc at 145° containing 24%,, and one ww 
3-naphthvlainine at 106-5° containing 97%, of [j-naphthylaiDW- 
2* : 6- Dihydroxynaphthalcnc Mild 3-uaphthylammc give a empw 
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h mol : 2 mol.), m. p. 171 5°, ^ which forms a eutectic with 2 : 6-di- 
Ldroxynaphthalene at 165° containing 41%, and one with 

fe-naphthylamine at 109° containing 98%, of (3-naphthyIamine. 
h ; 7 -Dihydroxynaphthalene^ and p-naphthylamine give a compound 
h mol : 1 mol.;, m. p. 163®, which forms a eutectic with 2 : 7-di- 
jhvdroxynaphthalene at 153° containing 36%, and one with 

plnaphthylamine at 108° containing 98'5%, of [S-naplithylamine. 

I 1 : 5 -Dihydroxynaphthalcnc and a-naphthylamine give a eutectic 
afc 44° containing 95% of a-naphthylaminc. 2 : 6- Dihydroxy- 
'naphthalene and a-naphthylamine give a eutectic at 46° containing 
98% of a-naphthylaminc. 2 : 7-Dihydroxynaphthalcne and 
a-naphthylamine give a eutectic at 35° containing 91% of a-naph- 
thylamine. 1 : 4-DihydroxynaphthaIcne and a-naphthylaminc give 
a compound {1 mol. : 1 mol), m. p. 143°, which forms a eutectic 
with 1 : 4-dihydroxynaphthalene at 129° containing 39%, and 
one with a-naphthyalmine at 44° containing 94%, of a-naphthyl- 
amine. 1 : 6-Bihydroxynaphtiialene and a-naphthylamine give^ a 
empenmd (2 mols. : 3 mols.), m. p. 84*5°, which forms a eutectic 
with 1 : 6-dihydroxynaphthylamino at 76° containing 53%, and 
one with a-naphthylamine at 43° containing 92*5%, of a-naphthyl- 
amine. 1 i 8-DihydroxynaphthaIenc and a-naphthylamine give a 
compound (1 mol. : 1 mol), m. p. 76‘5 0 , which forms a eutectic 
with 1 : 8-dihydroxynaphthalene at 74° containing 45%, and one 
with a-naphthylamine at 41° containing 84%, of a-naphthylamine. 
2 : 3-Dihydroxynaphthalene and a-naphthylamine give a compound 
(2 mols. : 3 mols.), m. p. 103°, which forms a eutectic with 2 : 3-di- 
hydroxynaphthalene at 97° containing 54-5%, and one with 
a-naphthylamine at 35 containing 87%, of a-naphtliy], amine. 

1 : 6-Dihydroxynaphthalcne and p-phenylenediamine give a 
compound (1 mol : 1 mol.), in. p. 170 , which forms a eutectic with 
1 : 6-dihydroxynaphthalene at 121° containing 15%, and one 
with p-phenylenediamine at 125° containing 95%, of p- phcnyl- 
enediamine. 1 : 8-Dihydroxynaphthalenc and p-pllenylcnediamine 
form a compound (2 mols. : 1 mol.), m. p. 118°, which gives a 
sutectic with 1 : 8-dihydroxyiiaphthalene at 109° containing 21%, 
ind one with p-phenylenediamine at 106° containing 37%, of 
p-phenylenediamine. 2 : 3-Dihydroxynaphthalene and p-phenyl- 
mediamine form a compound (2 mols. : 1 mol), m. p. 164°, which 
gives a eutectic with 2 : 3-dihydroxynaphthalcne at 141° containing 
i/o, and one with p-phenylenediamine at 118° containing 70%, of 
p-phenylenediamine. 2 : 6-DihydroxynaphthaIene and p-phenyl- 
mediamine give a compound (1 mol : 1 mol), m. p. 212°, which 
[no/ 8 a e ? ec ^ c ^ : 6-dihydroxynaphthalene at 195° containing 
10 / 0 and one with p-phenylenediamine at 140° containing 95%, 
>i p-phenylenediamine. 2 : 7 -Dihydroxynaplithalene and p-phenyl- 
jnediamme give a. compound (2 mols. : l mol), m. p. 180°, which 
jorms a eutectic with 2 : 7-dihydroxynaphthalene at 17t° containing 
Uo/o, and one with p-phenylenediamine at 129° containing 81%, 

» P-phenylenediamine. 

[ ^ 1 4’Ddiydroxynaphthalene and m &p hcnylenediaininc give a 
impound (1 mol : 1 mol), m. p. 124°, which forms a eutectic with 

n n 2 
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m-phenylenediamine at 55° containing 92*5% of m-phe&yU^. 
amine. 1 ; 6 - I)ihy droxy na phth alene and m-phenyler ediamia e ■ 
a compound (1 mol. : 1 mol.), m. p. 125°, which forms a eut^ 6 
with 1 : 6-dihydroxynaphthalene at 87° containing 22%, aii / Ctl(! 
with m-phenylenediamine at 49° containing 89 %, of 

m-phenvlp? 6 

diamine. 1 : 8-Dihydroxynaphthalene and m-phenylenedia^* 
give a compound (1 mol. : 1 mol.), m. p. 101°, which forms a eat ^ 
with 1 : 8-dihydroxynaphthalene at 75° containing 32%, and 0 ™ 
with m-phenylenediarnine at 58° containing 92%, of m-phenvl ^ 
diamine. 2 : 3-Dihydroxynaphthalene and w-phenylenediai^ 
give a compound (1 mol, : 1 mol), in. p. 149°, which forms a cutcc^j! 
with 2 : 3-dihydroxynaphthalene at 122° containing 24%, and 
with m-phenylenediamine at 53° containing 94%, of m-phenvlei^ 
diamine. 2 : 6-Dihydroxynaphthalene and m-phenylencdiamin 
give a compound (1 mol. : i mol.), m. p. 171°, which forms a eutectic 
with 2 : 0-dihydroxy naphthalene at 125° containing 35%, and one 
with m-phenylenediamine at 61° containing 98%, of m-phenylene 
diamine. 2 : 7-Dihydroxynaphthalene and m-phenylenediamine 
give a compound (1 mol. : i mol.), m, p. 139°, wdrich forms a eutectic 
with 2 : 7-dihydroxynaphthalene at 126° containing 33%, and one 
with m-phenylencdiaminc at 53° containing 98%, of m-phenylene- 
diamine. 

The system 1 : 4-dihydroxyaaphthalene-o-phenylenediamine has 
a eutectic at 87° containing 83% of o-phenylencdiamine. The 
system 2 : 3-dihydroxynaphthalenc-o-phenylenediamine has a 
eutectic at 96° containing 93% of o-phenylenediamine. Hie 
formation of a compound in these cases was not proved. 1 :6-Di- 
hydroxynaphthalene and o-phenylenediamine give a compound 
(1 mol. : 1 mol.), m. p. 95°, which forms a eutectic with 1 : 6-di- 
hydroxynaphthalene at 76° containing 32%, and one with o-phenvl- 
enediamine at 62° containing 61%, of o-phenylencdiamine. 1:8- 
Dihydro xynaphthalene and o-phenylenediamine give a compound 
(1 mol. : i mol.}, m. p. 151°, which forms a eutectic with 1 : 8-di- 
hydroxynaphthalene at 117° containing 7%, and one with o-phenvi- 
enediaminc at 93° containing 85%, of o-phenylencdiamine. 2:6- 
Dihydroxynaphthalenc and o-phenylencdjamine give a compound 
(2 mols. : 3 mols.), m. p. 150°, which forms a eutectic with 2 : 6-di- 
hydroxynaphthalene at 124° containing 30%, and one ’with 
o-phenylenediamine at 99° containing 92%, of o-phenvlenediamiii?. 
2 : 7-Dihydroxynaphthalcnc and o-phenylenediamine give a com- 
pound (2 mols, : 3 mols.), m. p. 140°, which forms a eutectic with 
2 : 7-dihydroxynaphthalene at 101° containing 38%, and one with 
o-phenylenediamine at 96° containing 91%, of o-phenylenediamine 
1 : 4- Di hydroxynaphthalene and benzamide give a eutectic at 
91° containing 61*5% of benzamide. 1 : 5-Dihydroxynaphthalene 
and benzamide form a eutectic at 106° containing 72% of benzani® 

1 : 1-Dihydroxynaphthalene and benzamide form a eutectic at 
90° containing 45% of benzamide. 1 : 8-Dihydroxynaphthalene 
and benzamide form a eutectic at 46° containing 46% of benzami j- 

2 : 6- Dihydro xynaphthaleny and benzamide form a eutectic at# 
containing 48% of' benzamide. 2 : 7-Dihydroxynapbthalene an 
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benzamide form a eutectic at 78° containing 52% of benzamide. 
2 • s.Dibydroxynaphthalene and benzamide give a compound 
(1 mol : 3 mols.), m. p. 113°, which gives a eutectic with 2 : 3-di- 
hydroxynaphthalene at 80° containing 48%, and one with benzamide 
at 106° containing 75%, of benzamide. C. K. I. 

Synthesis of 1 : 12-Dihydroxyperylene and Perylene. 

Alois Zincke and Rupert Dengg (Monatsh., 1922, 43, 125—128). 
^-Most of the work detailed in this paper has been described pre- 
viously (this vol., i, 132). 1 : 1 2 -Dibenzoyloxy perylene forms 
brownish-yellow, amorphous flocks, and decomposes at about 
224°. C. K. I. 

The Valency Problem of Sulphur. VII. o-Nitrophenyl- 
dithiochloride. Hans Lecher and Kurt Simon (Ber., 1922, 
55, [B\ 2423 — 2432). — In a recent communication, the analogy 
between dithiochlorides, ArS.yCl, and diazonium chlorides, 
Ar*N 2 -Cl, has been indicated (A., 1920, i, 860). Further examin- 
ation of o-nitrophenyl dithiochioride shows that the similarity is 
purely formal and that the dithiochioride does not exhibit the 
typical properties of diazonium compounds. o-lSSitrophenyldithio- 
cbloride is not a salt, since its solutions in ethylene chloride arc 
non-conductors of electricity; it belongs to the relatively small 
class of sulphides in which bivalent sulphur functions as a positive 
element and in which its linkings are not heteropolar and ionisable. 

The preparation of o-nitrophenyl mercaptan, m. p. 57 — 58°, 
from oo'-dinitrodiphenyl disulphide and dextrose, is described in 
detail 

o-Nitrophenyl dithiochioride, N0 2 *C # H 4 *S'SC1, is stable at the 
atmospheric temperature ; when heated by itself, it suffers incipient 
decomposition at about 100°, evolves sulphur chloride at about 
150°, and explodes above 200°. It appears to be hydrolysed by 
water in accordance with the equation 2N0 2 d%H 4 ’S 2 Cl-i-H 2 0 -4* 
(N0 2 *C 6 H 4 *S 2 ) 2 0+2HC1, but attempts to isolate the oxide in a 
homogeneous condition were not successful Aqueous potassium 
hydroxide decomposes it according to the scheme NO, , C 6 H 4 *S 2 C1 t 
2K0H -> NO 2 -C 6 H 4 -SK-i-(H(>S*0H)+KCl It reacts with di- 
methylaniline dissolved in anhydrous ether to form 4 -dimethyl’ 
aminophenyl 2' -nitrophenyl disulphide , NMe 2 ‘C 6 H 4 ‘S 2 *C 6 H 4 *N0 2 , 
orange-coloured plates, m. p. 115*5 — 117° (eon*/). 

2 : 2'-Dinitrodiphenyl trisulphide, yellow needles, in. p. 174-5 — 
176° (corr.) when rapidly heated and placed in a pre-heated bath, 
is prepared by mixing ethereal solutions of o-nitrophenyl dithio- 
nhloride and o-nitrophenyl mercaptan. It could not be obtained 
satisfactorily from the mercaptan and sulphur dichloride or from 
9-nitrophenyl thiochloride and hydrogen sulphide. It is hydrolysed 
by concentrated aqueous potassium hydroxide at 70 —80° in accord- 
with the equation (NOo-CgH^So-f 2K0H=2N0 2 -CeH 4 -SK4- 
(HOS*OH). o-Nitrophenyl dithiochioride reacts with piperidine, 
but the expected mixed disulphide, NO 2 *C 0 H 4 -S 3 *C 5 H 10 , could not 
be isolated in a well-defined condition. * H. W. 
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Vmyleyc/opropane, certain Derivatives of Methyle^ 
propylcarbinol and the Isomerisation of the c^cloPropaae 
Ring. N. J. Demjanov and Marie Dojarenko [Ber. } 1922, 55 

[B\ 2718 — 2727 ) AcetylcycZopropaneoxime, ^ 2 >*CH-CMe^*0H, 

is reduced to the corresponding amine, which is transformed by 
methyl iodide into trimethyl- 2 'Cyctopropylethylammonimn iodide. 
The hydroxide corresponding with the latter compound decomposes 

when distilled mainly into nnylcyclopropane, ^^CH-CHiCE,, 

a colourless, mobile liquid, b. p. 40 — 40*2°/755 mm., d® 0*741 
df 0-731, d f 0-726, df 0-723, n'£ 1*4205, nf, 1-4172. a-cyctoPropyl! 

ethyldimethylamine, V^ 2 >CH-CHMe*NMc 2 , is produced in very 

small amount during the - action and is characterised in the form 
of its pier ate, yellow needles, m. p. 187—188°, and aurichforid^ 
thin, yellow, rectangular leaflets. Vinylcycfopropane reacts 
vigorously with bromine to give the corresponding dibromide, b. p. 
86 — 88°/2I — 22 mm., d\ 1-842, df 1-825, df 1*818, ri£ 1*54447, 
which reacts only very slowly with bromine. The hydrocarbon 
is oxidised by "potassium permanganate at 0—5° to formic 
acid, cyc/opropanecarboxylic acid and cyclopropylethylene glycol, 

? n 2 >CH-CH(OH)-CH 2 -OH, b. p. 213 — 216°/750 mm., rfj 1-0823, 
CH 2 

df 1-0677, n$ 1*4637. 

Methylcyc/opropylcarbinol is transformed by iodine and red 
phosphorus into the iodide , C 5 H q I, a colourless^ liquid which 
becomes brown when preserved, b. p. 57*5 — 58-5°/19 20 mm., 
69 — 70°/36 mm., d\ 1*597, df 1-575, df 1*5675, nf 1*5244, »8 1-5221; 
a specimen prepared by the action of hydrogen iodide on the 
carbinol at 0° had b. p. 6S°/3o mm., df, T6083, df 1-587, df 1-5(9, 
R 37*34. The iodide is converted by alcoholic potassium hydr- 
oxide solution into piperylcne, CHMe!CH*CH.CH 2 , b. p. 41*8— 
42*2° /748 mm., ^0*697, df 0 - 688 , #0-0827, ng 1-4300, 1*43398, 

which is transformed by bromine into a^yS-tetrabromo-n-pentane, 
long prisms, m. p. 116°. It appears, therefore, that the^ioh e, 
C fi HJ, must have the constitution CH 2 !CH*CH 2 *CHI*CH 3 o 
CH 3 -CH:CH-CHI-CH 3 (probably the former), and that the cycio- 
propyl ring must have suffered fission during the action. 

The action of dehydrating agents (acetic anhydride, oxalic acid, 
and phosphoric oxide) on the carbinol has been examine ® . 
hope of obtaining vinylcycfopropane in this manner. e 
result is obtained only with acetic anhydride 
corresponding acetate , b. p. 138 — 139°/747 mm., d 4 0-949, * 
df 0-931, nf 2*4200, ng 1-4182. 

Ketens. XL. Ketenacetals. H. StaUDINGER and G. Bath^ 
sam (Helv. CUm, Acta , 1922, 5, 04 *- 655 ).-The > 
examination of phenylketenacetal have shown that first 

more stable than the corresponding keten. Attempts were 
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made to obtain the acetals of ordinary keten and of methylketen 
by heating the ortho-esters of acetic and propionic acids with 

phosphoric oxide, according to the scheme CH,*C(OEtL *- 

CE^:C(OEt) 2 +EtOH, but without success. On the other hand, 
the ortho-ester of phenylacetic acid gave a good yield of phenyl- 
ketenacetal when it was distilled several times at 12 — 15 mm. 
pressure. Phmylketmacelal , CHPh:C(OEt) 2 , boils at 136°/12 mm! 
Compared with phenylketen, it is quite stable, and only polymerises 
very slowly at 130°. It is not oxidised by air at the ordinary 
temperature, hut is very sensitive to water, giving ethyl phenyl- 
acetate; with bromine it gives ethyl phcnylbromoacetate. It 
combines with 2. mols. of diphenylketen to form a compound, 
probably a cyclohexane derivative, C 40 H 36 O 4 , white crystals, m. p! 
138°. By hydrolysis, this gives an acid, which was not further 
investigated. 

By the action of dry sodium methoxide on us-diphcnyldichloro- 
ethylene, diphenylkctenacetal was not obtained, but a complex 
reaction ensued with production of diphenylmethane, tolane, and 
methyl alcohol. Attempts to prepare the ortho-ester of diphenyl - 
acetic acid by the action of alcohol on ethyl di phenyl imidoaeetate 
were unsuccessful. Ethyl diphenylimidoaceMc, CHPh 2 *C(NH)*OEt, 
was prepared by passing hydrogen chloride at —80° into a mixture of 
light petroleum, diphenylacetonitrile and the calculated quantity 
of alcohol in an autoclave and allowing the mixture to remain at 
the ordinary temperature for a long time. Its hydrochloride has 
m. p. 128 — 130°, decomposing into diphenylacctamide and ethyl 
chloride. 

By the action of diphenylketen on orthoformic ester at 60°, 
the acetal of ethyl diphenyljormyhcelate, C0 2 Et*CPh 2 ‘CH(0Et) 2 , 
is formed, m. p. 58°, a remarkably stable substance. It is not 
decomposed by alcoholic potassium hydroxide, hut with warm 
concentrated hydrochloric acid it breaks up, giving diphenylacctic 
acid, ethyl chloride, and formic acid. E. H. R. 

Ketens. XLI. Methylenecarbonic Acid Derivatives 
[Ketenacetals, etc. ]. H. Staudincek and P. Meyer {Helv. Chim. 
Acta-, 1922, 5, 656 — 678). — From the analogies in the constitutions 
O.C(OEt) 2 and CR 2 !C(OEt) 2 , the ketenacetals (previous abstract) 
may be regarded as the normal esters of methylene- carbonic acid. 
Their derivatives, such as CR 2 IC(0Na)-0Et, are enolic forms of 
derivatives -of acid esters. These arc already known in the form 
of derivatives of ethyl malonate. In the present paper are de- 
scribed attempts to obtain derivatives of the types CR 2 IC(OM')*OEt 
and CR 2 XJ(OM') 2 , where M' is an alkali metal, most of the experi- 
ments being made with ethyl diphenylacetate. Potassoxyethoxy- 
diphenylketen, CPh 2 ;C(OK)*OEt, wns obtained best by treating 
diphenylacetate with potassamide in liquid ammonia. An 
additive product was first obtained which by heating in a vacuum 
at 100—120° lost ammonia. It was also prepared by treating the 
ester with potassium suspended in toluene,* but was not isolated 
J y this method. The salt is srwintnnermslv oxidised bv ox wen. 
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without, however, forming a stable peroxide. The oxidised 
is decomposed by water, giving benzophenone and benzilic aprf 
When alkylated with methyl iodide, the ester salt gives eth l 
aa-diphenylpropionate. Diphenylketen reacts with it to fo 
tetraphenylacetone and tetraphenylallene, the production of 
is difficult to explain. 

The carboxylic acids show little tendency to form enol derivatives 
Thus it was found impossible by heating sodium diphenylacetate 
or sodium isobutyrate with sodium methoxide to obtain the normal 
sodium salt derivative of dipkenylketendioL Sodium diphenvl 
acetate showed some tendency to enolise under these conditions 
to form a yellow salt, but the best result was obtained by heatinv 
potassium diphenylacetate with potassamidc in liquid ammonia* 
when dipotassoxydiphenylketen, CPh 2 !C(OK) 2 , was obtained as 
a yellow precipitate. The yellow salt could not be crystallised 
It was also obtained by the action of potassium on potassium 
diphenylacetate in liquid ammonia, and a similar salt was obtained 

from diphenyleneacetic acid, i 6 4 ^>CH*C0 2 H, but not from salts 

of acetic, tsobutyric, succinic, or malonic acid. It is noteworthy 
that whilst ethyl malonate enolises more readily than ethyl diphenvl- 
acetate, in the case of the potassium salts the tendency "to 
enolise is reversed. Dipotassoxydiphenylketen undergoes autom- 
ation in oxygen, forming an explosive peroxide. The peroxide, 
a colourless solid, is formed by absorption of two atoms of oxygen 
and appears to have a high molecular weight. When gently 
heated, it decomposes more or less explosively into benzophenone 
and potassium carbonate. When the potassium compound, sus- 
pended in toluene, is oxidised carefully with air, a monoxide is 

formed, probably having the structure 0<j , which when 

C(OK) 2 

treated with acids or alkalis forms benzilic acid. Alkylation of 
dipotassoxydiphenylketen with methyl iodide gives potassium 
aa-diphenylpropionate, whilst the more active methyl sulphate 
gives the corresponding methyl ester. Theke products of alkyl- 
ation afford proof that when enolic compounds are alkylated the 
alkyl group becomes primarily attached to the carbon atom. If 
combination first occurred at the oxygen atom, a potassium enol 
derivative of the ester would be formed and a (7-aIkylatcd deriv- 
ative would not be obtained. 

The greater reactivity of the salts of ketendiol, which are 
coloured and autoxidisable, compared with the esters which are 
not, is paralleled by the greater reactivity of the salts of the poly- 
hydroxy-benzenes such as pyrocatechol and pyrogallol as compare 
with their ethers. E. 2. 

Alkali Salts of Benzil and the Benzilic Acid Transform- 

ation. H. Staudihger and A. Binkert (Hclv. Chin. Acta, D • 
5, 703 — 710). — In a previous paper (preceding abstract) the 
between the reactivity, for instance the autoxidisability, o 
nolvhvHrmrvhA-n'r^npa in frtrm nf thp.ir alkvl derivatives 
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of their sodium salts, was compared with the difference between 
the salts and esters derived from ketenacetals. The investigation 
is now extended to the salts of stilbenediol, OH-CPhICPh-OH 
which is isomeric with diphenylketendiol, PhgCXJfOH).. The 
potassium salts of stilbenediol are formed to some extent when 
benzoin is treated with potassamide in liquid ammonia, or by the 
reduction of benzil by potassium in liquid ammonia, but they are 
best obtained, by reducing benzil with potassium in boiling benzene 
The dipotassium salt is red and the monopotassium salt violet 
The red salt is decomposed by water, giving benzoin; with acetic 
anhydride, it gives (3-stilbene diacetate, probably with a little of 
the a-form, and with benzoyl chloride the corresponding dibenzoate 
in two probably stereoisomeric forms, m. p. 159° and 185—187°. 
The dimethyl ether , probably the a-form, has m. p. 127°. The 
monopotassium salt is to be regarded as a compound of the quin- 
hydrone type, formed between one mol. of benzil and one of 
dipotassium salt, as in the annexed formula. Its deep colour 
Ph-COK , , , OIC*Ph 6u PP or t' s tius opinion, and also the fact that 
Pb-POK " * * O’p.Pb ' vith acetic anh ydride and benzoyl chloride 
' * it gives a mixture of benzil and of stilbenediol 

derivative. The dipotassium salt is autoxidisable, like the corre- 
sponding salt of diphenyiketendiols ; in the cold, potassium 
benzoate is formed, but in the warm a mixture of benzoic acid 
and benzilic acid. The former probably results from a peroxide, 

O-CPh-OK’ th ® latter fr0m a monoxide > 0< ^ph<)K' A SUggested 
explanation of the benzilic acid transformation is as follows. The 
action of alkali on benzil leads first to an additive product, a 
pinacone, OK-CPh{OH)*CPh(OH)’OK. This may lose water to 
form the above oxide, which then undergoes transformation, or 
the pinacone may change over directly, the transformation being 
a special case of the pinaeone-pinacoline change. E. H. R. 

tsoCampholic Acid. H. Rtjpe and P. Briellmann (j Helv. 
Chim. Acta, 1922, 5, 767 — 777). — Experiments were made to 
investigate more fully the isocampholic acid first prepared by 
Buerbet (A., 1895, i, 61) and if possible to determine its constitution. 
The material was obtained from the eampholic acid prepared by 
heating camphor with potassium hydroxide at 280° in an iron 
a ^ 0C ^ ave ’ an< ^ was finali y purified by converting it into the acid 
chloride and thence into the amide. The chloride, C 10 H 17 OC1, is 
a mobile liquid, b. p. 1 03°/ll mm. ; the amide forms lustrous, 
white scales, m. p. 112°. The isocampholic acid prepared by 
hydrolysing the amide forms a pale yellow, mobile oil, b. p. 141°/9 
m °' 9789 ’ MB +30-36°, [ot] D +26-26° in benzene, »= 1-46061. 

thyl isocampholate is a liquid with a peppermint-like odour, 
b - P- 103 o /12 mm, df 0-9426, [ag +26-64°, n=l- 44572. The 
amade crystallises in fine, white needles or prisms, m. p. 119-5°, 
and the y-toluidide. in needles, m. p. 133—134°. isoCampholic 
f^id is formed slowly when eampholic jicid is heated with potassium 
yciroxide at 280°. By nitric acid it is qxidised to camphoric 

7171* 
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acid. By bromination with bromine and phosphorus, tsocamph 0 ]i c 
acid was converted into a bromoimcampholic bromide , a white 
solid which reacted with alcohol, giving ethyl bronwhoca?npholat e 
a white, mobile oil with an intense peppermint -like odour, b -n 
125‘5°/8 mm. When boiled with methyl alcoholic potassium 
hydroxide, the bromoisocampholic ester was converted into an 
unsaiuraied acid, an odourless oil, b. p. 146 — 147°/8 mm., <$f 1-0374 
Md + 15-88°. It forms a silver salt, fine, white needles, • ApH^O^g’ 
The constitution of this acid was not elucidated. It is shown that 
wocampholic acid cannot be identical with dihydrocampholenic 
acid, as supposed by Mahle and Tiemann (A., 1900, i, 507) or with 
the dihydrocamphoienie acid described by van Kregten (A., 1916 
i, 480). It is suggested that it may have the constitution 

VMe 2 -«e 2 >0H.CO 2 H, being formed by intramolecular change 

OH 2 ~ch 2 

from campholic acid. E. H. R, 

p-Dithiobenzoic Acid. Samuel Smiles and Douglas Creese 
Harrison (T., 1922, 121, 2022—2026). 

The Constitution of Vacciniin. Heinz Ohle ( Biochem . Z., 
1922, 131, 611— 613).— Monoacetoneglucose was benzoylated in 
pyridine solution by benzoyl chloride in chloroform and gave 
{-benzoylmonoacctoneglucose identical with the acetone con- 
densation product of vacciniin (A., 1918, i, 226). Monoacetone- 
glucose is converted by shaking with anhydrous copper sulphate 
in dry acetone into diacetoneglucose. This reaction fails with 
{-benzoylmonoacetoneglucose and thus determines the {-position 
for the benzoyl group in vacciniin. H. K. 

The Chlorination and Bromination of the Toluic Acids and 
the Preparation of the Phthalaldehydic Acids. William 
Davies and William Henry Perkin, jun. (T., 1922, 121, 2202 — 
2215). 

Photo-reactions of the trans- and cis-Cinnamic Acids. 
Hans Stobbe and Franz Karl Steinberger ( Ber 1922, 55. 
[J3], 2225—2245; cf. de Jong, this vol., i, 339). — The authors 
views on the polymerisation of the cinnamic acids under the 
influence of light coincide with those of de Jong in that a-truxillic 
acid is considered to be formed solely by the polymerisation of two 
molecules of Jrarw-cinnamic acid, but differ with regard to the 
origin of fhtruxinic acid. From the results of his experiments 
on the polymerisation of mixtures of trans- and c*'s- cinnamic acids, 
de Jong has drawn the conclusion that a molecule of [3-truxinic 
acid is formed from a molecule of cis- and a molecule of trans- 
cinnamic acid. The author does not consider that the experi- 
mental evidence is conclusive, and is of the opinion that the who * 
process is represented accurately by the scheme p-truxime aru 
-«■ — cw-cinnamic acid (solid) trans - cinnamic acid (solid) -*■ 

a-truxillic acid, according to which p-truxinic acid is derived so r v 
from cis-cinnamic acid. Experimental evidence in favour 0 1 

view is now recorded. 

1 
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Exposure of molten ai/o-emnamic acid to the light of a quartz- 
mercury vapour lamp causes extensive isomerisation to trans- 
cinnamic acid, but does not result in the formation of truxillic or 
truxinic acids, its behaviour under these conditions resembling 
that which is observed in benzene solution (Stocrmer, A., 1910, 
i, 114). The action is caused mainly by the rays of wave length! 
270—320 p/i, although those of shorter and greater length are 
active to a less extent. 

The behaviour of pure alio- and fraus-cinnamic acids and of 
mixtures of them when exposed to the light of the Uviol lamp 
and to sunlight, respectively, has been examined in detail. The 
isomerisation of the cis - to the trans - acid takes place in much the 
same manner with cither source of light, but sunlight is far more 
effective than artificial light in causing polymerisation. This is 
due to the dissimilarity of the lights. The Uviol rays of long 
wave-length induce polymerisation, whereas those of short wave- 
length retard polymerisation and actually have a depolymerising 
effect on the truxinic and truxillic acids. The exposure of cis - 
cinnamic acid to sunlight leads invariably and generally pre- 
ponderatingly to the production of p-truxinic acid; prolonged 
exposure causes isomerisation to the trans - acid and subsequent 
polymerisation to a-truxillic acid, trans - Cinnamic acid, on the 
other hand, is polymerised almost exclusively to a-truxillic acid. 
After protracted illumination, the formation of relatively small 
amounts of p-truxinic acid, in addition to much resinous matter, 
is observed, but the presence of cts-cinnamic acid could not be 
established. The addition of trans- to cw-cinnamic acid does not 
result in the increased production of P-truxinic acid. (The structure 
assigned to p-truxinic acid by de Jong ( loc . tit,) is thus invalidated, 
but it is not yet possible to decide between the alternatives proposed 
by Stoermer and Scholtz [A., 1921, i, 180].) 

Jratts-Cinnamic acid is polymerised to a-truxillic acid and 
autoxidised to benzaldehyde if its aqueous solution is exposed to 
light, particularly in the presence of a little hydrochloric acid. 
Under similar conditions, cw-einnamic acid (m. p. 68°) gives 
P-truxinic acid and benzaldehyde; the yield of acid diminishes 
after protracted illumination particularly in the presence of hydro- 
chloric acid, owing to pronounced autoxidation. Experiments 
with a mixture of the cis- and /raTw- acids show that the production 
of P-truxinic acid is independent of the presence of admixed trans - 
acid. It is remarkable that the tow-cinnamic acid formed by 
isomerisation is less readily polymerised than the acid introduced 
m powder form; the phenomenon is explained by a progressive 
change in the absorptive capacity of the illuminated crystals. 

The conversion of prismatic, metastable (3 -fra ns- cinnamic acid 
by light into p-truxinic acid has been recorded by do Jong {loc. cit .). 
It is now r shown that the latter acid is produced in relatively better 
yield when the p-cinnamic acid is exposed to light shortly after 
its recrystallisation than after the lapse of such an interval that 
its partial conversion into a-cinnamie acid has commenced and 
that p-cinnamie acid freshly precipitated from solutions of its 

nn* 2 
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sodium salt gives exclusively (3-truxinic acid, which is free from 
a-truxillic acid. A possible explanation of these observations is 
found in the suggestion that the highly reactive [3 -cinnamic acid 
is more readily isomerised than a-cinnamic acid tp aMoeinnamic 
acid which is subsequently polymerised normally to £-truximc 
acid. The authors do not consider that the difference in the 
behaviour towards light of oc- and (3- cinnamic acids necessarily 
proves their chemical isomerism ; since the observations have been 
uniformly made with crystalline material and the power of absorbing 
light varies in anisotropic material according to the direction of 
the axis, it is possible that the two acids are to be regarded as two 
forms of a dimorphous cinnamic acid. 

The influence of temperature on the photochemical polymerisation 
of aZZocinnamic acid has been examined by de Jong (loc. ciL), who 
however, does not appear to have taken into consideration the 
importance of the melting of the acid at temperatures above 60°. 

A Convenient method for the preparation of aZZocinnamic acid 
by the partial hydrogenation of sodium phenylpropiolate in the 
presence of palladised barium sulphate is described in detail. A 
modified process for the estimation of ct\s- and tram- cinnamic acids, 
a-truxinic and (3-truxillic acids in mixtures containing the four 
substances is given (cf. de Jong, A., 1913, i, 384; Stoermer, A,, 
1919, i, 444). H. W. 


Preparation of d-Pimaric Acid of m. p. 212°. Edmukd 

Knecht and Eva Hibbert ( J . Soc. Dyers and Col. , 1922, 38, 221— 
222). — Z-Pimaric acid, of m. p. 161° and a D —80°, when exposed 
to the air for prolonged periods, or when subjected to alkaline 
oxidation, is partly converted into the d-pimaric acid, 
m. p. 212° and a D -f 62*5°, described by Laurent, Vesterberg, and 
others. The reaction is conveniently carried out by keeping over- 
night a mixture of a dilute solution of the sodium salt of Z-pimaric 
acid (25 grams) and 400 c.c. of sodium hypochlorite solution (75 
grams available chlorine per litre). The crystalline precipitate 
which forms is dissolved in boiling water and decomposed with 
sulphuric acid. By recry staliising the liberated acid from alcohol, 
it is obtained in a pure condition in a yield of about 10%. d-Pimaric 
acid. m. n. 161°, a n +80°, behaves in a similar way to the Z-acid. 

* G. F. M. 


Keto-enolic Equilibria and Claisen's Rule. W. Diecemass 
( Ber 1922, 55, [5], 2470— 2491).— As the result of an extended 
study of a large variety of dcsmotropic substances, the author 
draws the conclusion that Claisen’s rule has only a very limited 
applicability and that the tendency towards enolisation of a sub- 
stance and its acidity are influenced in a complex manner by other 
constitutive influences which are not yet distinctly defined. Me\er s 
broniine titration method has been found to be very genera y 
applicable and the relationship K—EL (in which E is the cons **\ 
of enolisation, K the equilibrium constant, and L the enoIsl 
action of the solvent) has been confirmed in the great majon , 
of cases (cf. K. H. Meyer, A., 1912, i, 940). 
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It has been considered previously by Meyer that the enolising 
power of the carbomethoxy- is inferior to that of the carbethoxy- 
group, although there is no difference in their acidity. The 
enolic constants of methyl and ethyl acetoacetatcs are now found 
to be identical as arc those of the corresponding benzoylacetates. 
The differences in enol content of the equilibrium esters is explicable 
if they are regarded as solutions of the enolic ester in the ketonic 
ester, and it is remembered that the ketonic ethyl ester has a higher 
enolising power than the corresponding methyl compound. This 
hypothesis is supported by the observation that ethyl acetate has 
a higher desmotropic constant than methyl acetate and that these 
constants are related to one another in the same ratio as the equi- 
librium constants of ethyl and methyl acctoacctates. 

According to Meyer’s observations (A., 1914, ii, 351), the be- 
haviour of unsubstituted di acyl methanes is in accordance with 
Claisen’s rule. This is not the case with the monoalkyldiacyl- 
methanes, R*CO*CHMe*COR'. In equilibrium in alcoholic solution, 
methylacetylacetone contains about 34 %■ of enol, methylbenzoyl- 
acetone 7%, and raethyldibenzoylacetone only about 0-3% of 
enol. The enolic constant diminishes from methylacetylacetone 
(E=ca. 3*9) to methylbenzoylaeetone (£"=0*06) and further to 
methyldibenzoylmethane (E=ca. 0 02). A similar deviation from 
Claisen’s rule is observed among triacyl methanes, the enolic con- 
stant of tribenzoylmethane (E—ca. 10) being very appreciably 
lower than that of dibenzoylacetylmeihane (E—ca. 78). 

Cyclic (3 -ketonic carboxylic esters do not conform to Claisen’s 
rule. Such esters of the penta- and licxa- methylene series are 
distinguished from their aliphatic analogues, the monoalkyl- 
acetoacetic esters, by greater acidity, as demonstrated by their 
solubility in alkali, and power of forming copper salts when treated 
with copper acetate. The acidity is considerably more pronounced 
in the cydopentane than in the cydohexane series. It is now 
shown that the more strongly acidic ethyl cydopentane - 2 - one - 1 - 
carboxylate contains only 4-5% of enol in its equilibrium mixture, 
and that this value only slightly exceeds that of its aliphatic 
analogue, ethyl ethylacetoacetate (3%), whereas ethyl cycZohcxane- 
2-one-l -carboxylate contains 76% of enol. This remarkable 
difference persists in its equilibrium mixtures in solution. The 
enolic constant of ethyl cydopentane-2-one-l-carboxyIate [E—ca, 

0- 5) is only slightly greater than that of ethyl ethylacetoacetate 
(£—0-23) and very much less than that of ethyl cycZohexanc-2-one- 

1- carboxylate (E—ca. 12). The tendency towards enolisation 
appears to he conditioned in these cases by constitutive influences 
other than acidity, and is presumably connected with the condition 
of strain in the cydopentane and cydohexane rings. To gain 
further insight into these relationships, other ring systems have 
been studied. Ethyl cydoheptane-2-one-l-carboxyIate has E—ca. 
1-2 and similar acidity to the cyclohexanone ester, whereas ethyl 
camphorcarboxylate, which contains a five- and a six-membered 
ring, has a remarkably lower enolic 'Constant (£=0 04) and very 
slight acidity. 



i. 1022 


ABSTRACTS OP CHEMICAL PAPERS, 


In contrast to the tendency towards enolisation of ethyl p. Cl/c i 
hexanonecarboxylate, it is remarkable that ethyl cjrctopentane-2 ■ t 
dione-1 : 4-dicarboxylate and its 5-phenyl derivative are stable ' 
the dienolic form in the solid state and in solution ; this k ^ 


true for ethyl cycfopentane-2 : 3-dione-l-oarboxylate and its 5.phe n \ 
compound. The marked increase in tendency towards enolisati 
is explained in accordance with Claisen’s rule by the great increa? 
in acidity due to the presence of the keto -group in the a-position 
The great dependence of tendency towards enolisation and 
acidity on cyclic structure and constitutive influences is illustrated 
by the behaviour of benzo-derivatives of cyctopentanonecarboxylic 

esters. Ethyl a-hydrindone-p-carboxylate, C 6 H 4 <^ i>CH*C0 Et 

has the enolic constant E=ca. 2*4, and is a relatively weak acid 
which cannot be titrated with alkali in aqueous-alcoholic solution 

whereas ethyl [3-lrydrindone-a-carboxylate, C 6 H 4 <^® (CQ 2 E t)s>^ 

has a high enolic constant and such marked acidity" that it can be 
titrated with alkali in aqueous-alcoholic solution as a monobasic 
acid. The acyclic analogues of the esters exhibit greatly diminished 
acidity and considerably smaller constants of enolisation. Ethyl 
benzylbenzoylacetate has E=ca. 0*3, whereas ethyl ay-diphenyl 
acetoacetate has i?~3‘6. 


Meyer indirect and direct bromine titration methods are 
smoothly applicable to unsubstituted 1 : 3-dicarbonyl compounds, 
R*CO*CH 2 ‘CO‘R'. The monoalkyl derivatives of these compounds 
cannot in many cases be so treated. The indirect method is unsuit- 
able, since the bromo-derivatives do not react smoothly and 
quantitatively with hydriodic acid ; the direct method is difficult, 
owing to the uncertainty in recognition of the end-point, par- 
ticularly in dilute solution and in the presence of small amounts 
of material. Under these conditions, it is frequently advisable 
to modify the process by adding a known excess of bromine followed 
by potassium iodide and immediately titrating the liberated iodine. 

The -following substances have been prepared incidentally. 
Methyldibenzoylmethane, COPh*CHMe’COPh, from dibenzoyl- 
methane, sodium ethoxide, and methyl iodide in absolute ethyl 
alcoholic solution, m. p. about 85° (ef. Beyme,* Dis Leipzig. 1900), 
and the corresponding enolic form , colourless leaflets, m. p. 110°; 
ethyl cyc\openlane-2 : ^dione^bcarboxylatedipkenylkydrazme, yellow 
crystals, m. p. 138 5 ; ethyl o-phenykychpentane‘2 : 3-dione-l-carb- 
oxylatediphenylkydrazone, yellow crystals, m. p. 181°; ethyl methyl- 
qui noxa l i nocyelo pe nta ne - 2 : ‘3-dione- 1 -carhoxylate (from the parent 
ester and o-tolylenediamine), yellow crystals, m, p. 123°; ethyl 

2-hydrindone-3-carboxylate (enolic, form), l^C’OH, 

colourless crystals, m. p. 68 — 69°. H. W. 


Ethyl Esters of p-2-Hydroxyethylaminobenzoic Acid and 
of p-Bis-fi-hydroxyethylaminobenzoic Acid. J . Altweug ana 

J. Landwvon (U.S. Pat. 1418900).— Ethyl p^-hydroxyeihyhmm- 
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benzoate, colourless crystals, m. p. 63—64°, b. p. 213—214° /4 mm., 
■ g obtained by distillation under reduced pressure after heating 
a mixture of equimolecular proportions of ethyl p-aminobenzoate 
a od ethylene oxide at 50° for several hours. Ethyl p-bis-$-hydroxy- 
ethylaminobenzoate, white lamella, m. p. 94°, b. p. 246°/3-4 mm., 
is similarly obtained from 2 mols. of ethylene oxide with the 
addition of small quantities of water and alcohol. The compounds 
are adapted for use as local anaesthetics. Chemical Abstracts. 

The Reduction of Substituted Salicylic Acids. Hugo Wetl, 
Max Traun, and Sigismond Marcel {Ber., 1922, 55, [B], 2664— 
2674; cf. A., 1908, i, 800; this vol., i, 139). — Reduction of 2 : 3-, 
o . 5 . an d 2 : 4 -hydroxymethylbenzoic acids by sodium amalgam 
in the presence of boric acid and neutral sodium sulphite solution 
gives the corresponding aldehydes in a yield of about 33%. 
5 -Chlorosalicylic acid, m. p. 167-5°, prepared from 5- aminosalicylic 
acid hydrochloride, is similarly reduced to 5-ehlorosalicylaldehyde, 
m. p. (yield 20%); 5-bromosalicylic acid gives 5-bromo- 
salicylaldehyde, m. p. 104—105° (yield 12-o%), and 3 : 5-dibromo- 
salicylic acid yields 3 : 5-dibromosalicylaldehyde, m. p. 85° (yield 
5%)- Quinol- and pyrogallol- carboxylic acids cannot be reduced 
in this manner, whereas resorcylic acid gives resorcylaldehyde, 
large, yellow crystals, m. p. 134 — 135°. o-Arainosalieylic acid 
hydrochloride, prepared by the reduction of 5-nitrosalicylic acid 
with zinc dust and dilute hydrochloric acid, suffers loss of 
the amino-group when reduced and appeals to be converted 
into hexahydrosaUcylaldehyde, which cannot be isolated. With 
phenylhydrazine, it gives a very unstable compound, straw- 
yellow leaflets, m. p. 151° (which is examined more fully in the 
form of its more stable hydrochloride , a crystalline substance, 
m. p. 137°); it appears to be an osazone-like substance formed 
presumably owing to the presence of a hydroxyl group in the ortho- 
position to the aldehydic group on the reduced nucleus. Stable, 
oxygen-free derivatives of the aldehyde are obtained with p-bromo- 
and p-nitro-phenylhydrazines, but neither compound appears to 
be perfectly homogeneous. 

[With Sigismond Marcel.]— Further examination of the reduc- 
tion of 5 -aminosalicylic acid has shown that o-amiiiosalicyhMehyde 
(see later) may be produced in yield which may amount to 16%. 
For its isolation, the reduction is effected in the usual manner 
and the solution is boiled under a reflux condenser with sulphuric 
acid until the sulphur dioxide is removed. The solution is treated 
with sodium acetate until it is no longer acid towards Congo-red, 
and preserved during t'wenty-four hours in an atmosphere of carbon 
dioxide. 5 -Aminosalicylaldehyde separates as a red precipitate 
which is precipitated by phenylhydrazine as the compound 
CjqH^N^ almost colourless, unstable crystals, m.’ p- 155°; the 
corresponding di-p-bromophenylhydrazone forms almost colourless 
crystals, m. p. 204°.’ The residual solution after the separation 
of 5-aminosalicylaldehyde is continuously extracted with ether, 
whereby pimelaldehyde, [CH 2 ] 5 (CHO ) 2 (Braun and Danziger, A., 
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1913, i, 243) [identified as the disemicarbazone , a coloui] esa 
crystalline powder, m. p. 244° (decomp.)], is obtained. ’ 

For comparative purposes, 5-aminosalicylaldehyde is prepared 
in the following manner. Salicylaldehyde is dissolved in di| ute 
aqueous sodium hydroxide solution and mixed with a diazotised 
solution of sulphanilic acid, when 5- benzeneazosalicylaldekyde 
4 'sulphonic acid is produced. This is dissolved in water and 
reduced at 60—70° by hydrogen sulphide in the presence of sodium 
carbonate; 5*aminosalicylaldehyde separates completely in the 
course of two or three days. It is analysed in the form of its re d 
hydrochloride , C^O^HCL It is further characterised by con- 
version into its phenylhydrazonc [which exists in two modification? 
m. p. 263° (decomp.), and pale yellow flocks, m. p. 164-16;? 
{decomp.), respectively], and semicarbazone , m. p, above 300° 
(decomp.). H. W. 

Ethyl Phenylpyruvate. H. Gault and R. Weick (Bull. Soc. 
chim., 1922, [iv], 31, 867 — 897 ; cf. Bougault and Hemmerle, A., 
1915, i, 78). — A third isomeride of ethyl phenylpyruvate was 
obtained as a white solid by the action of a solution of sodium 
acetate or copper acetate for forty-eight hours at 0° on the liquid 
isomeride previously described. The three forms — a, white 
needles, m. p. 52°; (3, mobile, yellow liquid, b. p. 152°/15 mm., 
and y, white solid, m. p. 79° — were studied with regard to their 
mutual transformations, and it was found that the a- and y-esters 
are converted into the (3-forai by slow distillation under reduced 
pressure, whilst treatment with a saturated solution of sodium 
carbonate transforms both (3- and y-esters into the a-form. Treat- 
ment with acetate (see above) changes the {3- into the y-isomeride, 
but no direct transformation from a to y was effected. An examin- 
ation of the three substances with the view of determining their 
constitutions leads to the conclusion that, in addition to the keto- 
enolic isomerism, the enolic form exhibits stereoisomerism and the 
formulae assigned are 

Ph-C-H Ph-O-H Ph-C=H 2 

C0 2 Et— C— OH HO— C— COOEt O“C-C0 2 Et 

(l) (2) t (3) 

(1) arid (2) represent the a- and (3-esters, the y-ester being of the 
ketonic type. H. J. E. 

The Solubility of the Aldehydobenzoic Acids. Nm 

Vincent Sidowick and Herbert Clayton (T., 1922, 121, 2263— 
2267). 

Cinnamoylformic Acids. Gustav Heller, Hilde LatjtHs 
and Arnold Buchwaldt ( Ber. } 1922, 55, [B], 2679).— w- and 
p-Nitrocinnamdylformic acids have been described by Ciusa (A., 
1919, i, 402), They were, however, obtained by condensation in 
an alkaline medium, whereas the authors (this vol., i, 348) worse 
in acid solution, in which the different ability of the thm? m ro- 
aldehydes to undergo condensation is manifest. H. > • 
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The Friedel-Crafts' Reaction with Phthalic Anhydride. 

T. C. McMihxen (J. Amer. Chem. Soc ., 1922, 44, 2055—2060' 
c£. Heller, A., 1908, i, 994; 1912, i, 357; McMullen, this vol., 
i, 140; Stephens, this vol., i, 141; Rubidge and Qua, A., 1914, 
l 539; Lawrence and Oddy, this vol., i, 453).— Phthalic anhydride 
and aluminium chloride dissolve in benzene to form a clear solution 
from which a viscous precipitate separates subsequently with the 
evolution of hydrogen chloride. The precipitate yields o-benzoyl- 
benzoic acid when hydrolysed. 

The clear solution of phthalic anhydride and aluminium chloride 
in benzene is transformed when heated with naphthalene into a 
mixture of benzoylbenzoic acid (60%), naphthoylbenzoic acid 
(35%), and phenylnaphthylphthalide (5%). If the “clear 
solution ” is treated with ether, a heavy, pale brown liquid is 
precipitated which yields exclusively o-benzoylbenzoic acid on 
treatment with dilute hydrochloric acid and does not give naph- 
thoylbenzoic acid when heated with naphthalene. The “ insoluble 
intermediate compound/’ which appears to have the composition 
C u H 9 0 3 A1 2 C1 5j is prepared conveniently by slowly heating alumin- 
ium chloride, benzene, and phthalic anhydride to 50° ; it is trans- 
formed by acetic anhydride and toluene into a little benzoylbenzoic 
acid and much phenyl-p- tolylph t ha lide , m. p. 106°, by acetic 
anhydride and naphthalene into a mixture of pkenyl-fi-naphthyl- 
phthalide, m. p. 153— 154°, and pkenyl-a-uaphthylphtJidlide, m. p. 
227—228°, and by anthracene into a mixture of o-benzoylbenzoic 
acid and two substances , yellowish-white crystals, m. p. 171— 173°, 
and brownish-white crystals, m. p. 280 — 283°, which are probably 
phenylanthrylphthalides, but could not be identified more com- 
pletely (a non-crystalline gum is also produced in considerable 
quantity). The intermediate compound from toluene reacts 
slowly with benzene and acetic anhydride, yielding p-toluoyl- 
benzoic acid together with a relatively small amount of phenyl- 
p-tolylphthalide. The intermediate compound from naphthalene 
reacts sluggishly under similar conditions, but it is not possible 
to separate any phthalide from the viscous product of the reaction, 

a-Naphthoylbenzoic acid, m. p. 176°, is prepared according to 
the method of Heller and Schulke (A., 1908, i, 994); considerable 
amounts of ^-naphthoylbenzoic acid (cf. Pickles and Weizman, 
P., 1904, 20, 201), needles, m. p. 165°, are simultaneously pro- 
duced. The a-acid is converted by acetic anhydride into the 
corresponding acetyl compound, m. p. 141°, which is transformed 
by benzene and aluminium chloride into phenyl- «-naphthyl- 
phthalide (see above). Similarly, the acetyl derivative of (3-naph- 
thoylbenzoic acid, m. p. 140°, is converted into phenyl- (3-naphthyl- 
phthalide. 

Phenyl- a-naphthylphthalide is reduced by zinc dust in the 
presence of potassium hydroxide solution to 2-phenyl-oL-nap}ifhjl- 
methylbenzoic acid , m. p. 189°, the potassium , silver, and barium 
salts of which are described. The latter salt is transformed when 
heated with barium hydroxide into 'diphenyl-a-naphthylmethane, 
m * p. 152° (cf. Acree, A., 1904, i, 315). Similarly, phenyl-p-naph- 
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thylphthalide is reduced to phmyl-2- ^-naphihylmeihylbenzoic a •, 
m< p. 150° (m. p. 76—77° when containing benzene of crystallisation 
the silver salt was analysed. The barium salt is converted v! ’ 
barium hydroxide at about 225° into diphenyl-fi-mphtkylrnetha * 
m. p. 73— 74 0 . • H. 


Natural and Artificial Pepper-substances. IJ. 
Chavicine of Pepper-resin, the Primarily Active Constituent 
of Black Pepper. Erwin Ott and Fritz Eichler [with On! 
Lttdemann and Heinrich Heimann] (Ber.> 1922, 55, [25], 2653!! 
2663; cf. Ott and Zimmermann, this vol., i, 137). — 
constituent of black pepper has been isolated previously by BucC 
heim, who designated it chavicine and, in an incompletely purified 
material, identified the presence of piperidine and a resin acid 
chavicic acid, which was not further identified. Re-examination 
of purified pepper-resin has shown that it very closely resembles 
pipeline, and has established its nature as a piperidide. It i s 
hydrolysed by alkali hydroxide with extreme difficulty, and the 
acid which is formed differs so widely from chavicic acid in its 
properties that the conclusion is drawn that it has suffered iso. 
raerisation during the change. In its general behaviour, the new 
isochavieic acid is very closely allied to piperic acid, from which 
it differs somewhat in colour and melting point, but is mainly 
distinguished by its completely amorphous nature. For the four 
acids of this series, the possible formula? are shown in the scheme, 
in which R represents the piperonyl radicle : 


H-OC-H 

h-c-co 2 h 

(I.) Piperic acid, 
m. p. 217°. 


R-C-H 

h-c-co 2 h 

(II.) Chavicic 
acid (liquid ?). 


R-C-H 

H-C-C-H 

C0„H-C-H 


(III.) ?ac>Piperic 
acid, m. p. 145°. 


R-C-U 
H-C OH 

co 2 h-oh 


(IV.) isoChavieic 
acid, m. p. 200-202^. 


The allocation of formula I to piperic acid is justified by a review 
of the literature on this compound ; the syntheses of wopiperic 
acid is recorded in the present communication, and its method of 
preparation leaves no doubt as to its configuration. The high 
melting point and general resemblance of isochavicic to piperic 
acid prove it to be a frarw-acid, thus leaving formula II for chavicic 
acid. 

Finely divided Piper nigrum Singapore is extracted with boiling 
rectified spirit and the solvent removed from the extract, leaving 
a solid, sticky residue which is extracted with ether until the 
solution is no longer coloured. The residue consists essentially 
of piperine. The ethereal solution is agitated with potassium 
hydroxide (10%) and washed with water ; after removal of the 
ether, the residue is subjected to a very protracted distillation with 
steam to remove essential oils. The non-volatile portion is re- 
peatedly treated with ether, and the solutions are cooled, thus 
causing the separation of piperine. The ethereal solution is evapor- 
ated, the residue extracted wiflh light petroleum, and the undissolvecl 
matter decolorised by 'animal charcoal in alcoholic solution, alter 
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complete removal of the solvent, whereby pepper-resin is obtained 
as a dark brown, transparent, very viscous mass; the material 
thus isolated is not quite homogeneous since in addition to chavicine 
it contains not inconsiderable amounts of wax and possibly also 
of chlorophyll. The hydrolysis of pepper-resin with alcoholic 
sodium hydroxide solution leads to the formation of piperidine 

and iso chavicic acid, a yellow, amorphous substance m p 200 

202°. It is readily reduced by hydrogen in alcoholic solution and in 
the presence of pailadised animal charcoal to tetrahydropiperic acid. 

[With Heinrich Heimann.]— -iso Pipericacid, microscopic crystals, 
m. p. 145°, is prepared in poor yield by heating piperonylenemalonic 
acid at about 190° in the presence of quinoline. * H. W 

Unsaturated Bile Acids. III. The Relationships of opo- 
Cholic Acid, Dioxycholenic Acid [m. p. 260° ], and Cholic 
Acid to Deoxycholic Acid. F. Boedecker and H. Volk iBer 
1922, 55, [B], 2302 — 2309; cf. A., 1920, i, 848; 1921, i, 865).— 
Farther investigation of the unsaturated bile acids has shown that 
they are inter-related as indicated in thg scheme : 


apoCholic acid, Cj,H 38 0 4 , 
tn. p. 173°. 

-H,of 



Cholic acid, 


-E,0 






Dioxycholadienic acid, C, 4 H 3 ,0 lr 
m, p. 247°. 


Dioxycholenic acid, C 24 H 38 0 4 , Deoxycholic acid, C.-H^O,. 

m. p. 260°. ^ 84 40 4 


Dioxycholadienic acid, short rods, m. p. 245—247° (slight decomp.), 
[«B +20*3° in absolute ethyl alcoholic solution, is prepared by 
the gradual addition of bromine to a solution of the additive com- 
pound of apocholic and glacial acetic acids in methyl alcohol at 
-10° and subsequent treatment of the product with water; it 
is obtained in somewhat better yield and by an analogous process 
from dioxycholenic acid, m. p. 260°. Its alkali salts are soluble 
in water. The magnesium and barium salts are obtained as oily 
precipitates which become crystalline when warmed. The silver 
salt crystallises in small, slender needles. The methyl ester, pre- 
pared by means of diazomethane, has m. p. 85° after softening 
at 79°. Dioxycholadienic acid absorbs one molecular proportion 
of hydrogen in glacial acetic acid in the presence of palladium 
black, the product formed appearing to be identical with apocholic 
acid as judged from the similarity of the acids themselves, their 
additive compounds with glacial acetic acid, xylene, and camphor, 
respectively, and their methyl esters ; a divergence is noted, how- 
ever, in the specific rotations, the additive compounds of glacial 
acetic acid, and the reduction products of dioxycholadienic acid 
from apocholic and dioxycholenic acids having [a]}, 8 +55-9° and 
Wd +52*04° in alcoholic solution, whereas apocholic acid has 
+45-35° under similar conditions. 1+e dioxycholadienic 
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acid prepared from this aoid by addition of bromine and subsequent 
elimination of hydrogen bromide is identical with that prepared 
from apocholio acid except as regards specific rotation. 

Dioxycholenic acid, m. p. 260°, is reduced by hydrogen in glacial 
acetic acid solution in the presence of palladium black to deoxy. 
cholic acid. H- W, 

Ethyl Benzylidenechitosamate and Ethyl Diazobenzylidene- 
gluconate (Mannonate). P. A. Levene [J. Biol Chem., 1922, 
53 , 449 — 461). — When the di azo-group in ethyl diazobenzylidene- 
glucosamate (A., 1915, i, 786) is hydrolysed or replaced by hydrogen 
chloride or bromide, a single substance, and not a pair of epi- 
merides, results in each case. In the former process, however, 
the direction of the rotation of the product is opposite to that 
of chitosamic acid, whereas it is the same in the products from 
the two latter processes. Further, conversion of the chloro-deriv- 
ative into chitosamic acid (a-aminomannonie acid) takes place 
without change in the direction of the rotation and without the 
formation of epimerides. Assuming that, in these compounds, 
the configuration of the a-carbon atom determines the sign of the 
rotation of the acid, it appears that chitosamic acid undergoes the 
Walden inversion when deaminised through the diazo-compound 
(as it does when directly deaminised), whilst the diazo-compound 
can be reconverted through the ehloro-derivative into the amino- 
acid without inversion. This is shown in the following scheme : 


003 

H-C-OH 

C0 2 R co 2 r / l 

NILrC-H — > A / 

<^03 co 2 r 

-C-H NH 2 “C-H 
R Ft 



Ethyl benzylidenechitosamate [glucosamate] hydrochloride has 
m. p. 200° (uncorr.) and [«]? -30°. By treatment with sodium 
hydroxide it is converted partly into ethyl benzylidenecMtosmak, 
Ci 5 H 21 0 6 X, m. p. 120° (corr.), [«B -o0° (in methyl alcoholic 
solution), and partly into benzylidenechitosa miC (leid, 
m. p. 230° (uncorr.), [«]}? -28° in aqueous solution. When boiled 
in acetone solution, ethyl benzylidenechitosamate yields ethyl 
benzylideneaceJonechitommate, CigH^C^N, m - P* *^8, Mb 
which is readily reconverted into the hydrochloride of the 
substance by treatment with ethereal hydrogen chloride in methyl 
alcoholic solution. Ethyl diazobenzylidcneglucosamate has l«j» 
-50°, and when hydrolysed yields different products according 
to the conditions. When the reaction is earned out in organic 
solvents containing only a smalt proportion of water, etny ®P’ 
hydrogluconate is apparently produced, for the product ^ 
mesotartaric acid on oxidation with nitric acid. Hy j J 
dilute acetic acid, however, 'appears to yield ethyl g^ 11 or 
ethyl otS-anhydroglucofrate, since in this case either 
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anhydrosaccbaric acid is formed on oxidation. Treatment of the 
diazO'Compound with hydrobromic acid in ethereal solution gives 
ethyl $-bromobenzyUdenermnnonale } m. p. 119° (corr.) } 

[a]J —33°, which is converted by treatment with ammonia into 
either ethyl benzylidene-cL^anhydromannonate, C 15 H 18 O fl , [a]j? 
-73*3°, or the corresponding amide, C^H^OsN, m. p. 230°, 

+65° according to the conditions. Reduction of the last-mentioned 
ester with hydrogen in the presence of colloidal palladium gives 
ethyl bmzyliden edeoxyglucomte (mannonate), C 15 H 20 O 6 , m. p. 126° 
(corr.), OId —26°. Ethyl a -chlorobenzylideneglucQnate, C 15 H 19 0 6 C1, 
m. p. 127°, MS —20°, and the corresponding amide , C 13 H 16 0 5 NC1, 
m. p. 197° (corr.), [a]o —23°, have also been prepared; the former 
is converted into chitosamic acid by treatment with ammonia and 
subsequent hydrolysis. E. S. 

Benzaldehyde-Copper and the Heterogeneous Rate of 
Formation of this Substance. August L. Bernoulli and Fritz 
Schaaf (Hdv. Chim. Acta , 1922, 5, 721— 731).— When a dilute 
solution of benzaldehyde in a solvent such as toluene, m-xylene, 
benzene, chlorobenzene, ethyl acetate, etc., is in contact with 
metallic copper, the metal dissolves forming an intense green 
solution. The rate of solution depends on the solvent, the benz- 
aldehyde concentration, the temperature, and the surface area of 
copper exposed. The “ specific solution velocity,” v (the weight 
of copper dissolved per minute divided by the square root of the 
surface area of the copper in cm. 2 ), is a constant for a given solvent 
at a given concentration and temperature. The values of v for 
a series of different solvents at similar concentrations of benzalde- 
hyde follow the same order as the value of the fluidity of the 
solvent. With toluene as solvent, the maximum rate of solution 
is reached with 16% benzaldehyde, when t?xl0 7 =254-2 at 50°, 
whilst in benzene the maximum, vx 10 7 =92-54, is at a benzaldehyde 
concentration of 14% by volume. The most favourable concen- 
tration appears to be determined by the fluidity of the solution. 
In a 10% solution of benzaldehyde in toluene the value of t’X 10 7 
increases from 214 at 25° to 758-8 at 105°. Pure benzaldehyde 
has no solvent action. Of substituted benzaldehydes, p-tolualde- 
hyde and p-chlorobenzaldehyde behave similarly to benzaldehyde 
in toluene solution, whilst p-nitrobenzaldehyde has no solvent 
action on copper. The copper compound of benzaldehyde crystal- 
lises from toluene solution in green crystals having the composition 
(C 6 H 5 -CHO) 2 Cu. The crystals are remarkably stable, being un- 
attacked by water, alkalis, or dilute hydrochloric acid. With 
dilute nitric acid, benzoic acid and copper nitrate are formed. The 
crystals are also formed when benzvlidene chloride is heated with 
copper in presence of a little sodium carbonate solution. The 
constitution of the substance is at present uncertain. Cupric 
oxide and sulpliide also dissolve in benzaldehyde and toluene, 
forming a green solution. Of other metals, lead behaves in the 
same way as copper, forming a yellowish-brown solution, zinc 
gives a greenish- brown, silver a brownish-black, magnesium a 
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yellowish-brown, and cobalt a brown solution. Nickel i ro 
aluminium do not dissolve. g ,j D ’ aQ d 

* K, 

k Gallaldehyde and its Derivatives* Karl W. 

/ and E. Pfannkuch ( Ber ., 1922, 55, [JS], 2357— 2372).— ^ 

thetic preparation of pure gallaldehyde has been achieved & 
number of its derivatives have been prepared. Considn* 
experimental difficulties are encountered owing to the aensitiv ^ 
of the aldehyde towards chemical reagents and to the ph*^ 88 
characteristics of its derivatives. Attempts to circumvent 
drawbacks by usihg the acylated aldehydes were prevented ^ 
lack of activity of these substances. ^ tae 

Triacetylgallaldehyde, m. p. 107—108°, is prepared i u , 
yield by the catalytic reduction of triacetylgalloyl chloride accord' 
to the method of Rosenmund and Zetzsche (A., 1918, i, 300)? 
purity of the materials being a very essential condition for succef 
The entrance of the acetyl groups inhibits almost completely tt 
activity of the aldehyde complex; the only derivative obtainable 
is the p- nitmpkenylhydrazone , yellow, rhombic plates or lone 
m. p. 207—208° (slight decomp.) when rapidly heated. It is hydro 
lysed by a boiling alcoholic solution of potassium acetate to gall 
aldehyde. Tribenzoylgallaldehyde , from gallaldehyde and benLj 
chloride by the Schotten-Baumann method, could only be obtained 
as a viscous, yellowish -brown mass which is identified as the 
p-mtrophenylhijdrazom, indistinct, yellow crystals, m. p. 23 9 - 
233° (deeomp.) when placed in a bath pre-heated to 200°. 

According to previous investigators, gallaldehyde is a' stronger 
acid than acetic acid. This is not confirmed by observations on 
the electrical conductivity of its aqueous solutions, but the sub 
stance appears to be twice as strongly acid as pyrogallol. 

Triacetylgallaldehyde diacetate , C 6 H 2 (OAc) 3 *CH(OAc) 2 , leaflets, 
ra. p. 166°, is prepared by the action of acetic anhydride on gall- 
aldehyde in the presence of pyridine. 

Gallaldoxime, C 6 H 2 (0H)3 , CH.N , GH,H 2 0, crystallises in rect- 
angular plates, decomp, (anhydrous), 195—200° after darkening 
at about 160°. It is converted by cautious treatment with acetic 
anhydride and pyridine into triacctylgallaldoxime acetate, 

c ? h 2 (oac) 3 -ch:n*oa C i . 

m. p. 12b— 127°. <u-A//>o-3 : 4 : 5-tr iky droxy styrene , 

c 6 h 2 (OH) 3 *ch:ch-no 2i 

reddish -yellow needles, dccomp. 180 — 185° after incipient decom- 
position at about 160°, is prepared by the action of nitromethane 
on gallaldehyde in the presence of methylamine, and is transformed 
by acetic anhydride and pyridine into w-nitro - 3 : 4 : b-triacetox y- 
styrene, colourless needles, m. p. 183° after previous darkening 
{•jj-nitro p-acetozystyrcnc, long, pale yellow needles, m. p. 163°, 
and w-nitro- 3 : 4 -diacetoxy styrene, pale yellow' needles, m, p. l-'°> 
are prepared similarly). Reduction of gallaldoxime by hydrogen 
in the presence of palladiscd barium sulphate gives mainly digdtyl- 
amine* ^H'[OH 2 -U 6 H 2 (OH) 3 ] 2 , which could not be isolated in the 
pure condition; the corresponding hydrochloride , m. p. 208—210, 
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and picrate, long, yellow needles, incipient decomp. 150—153° are 
described. Triacetylgallaldoxime acetate, on the other hand is 
reduced under similar conditions to triacetylgallylamine, which 

is isolated in the form of its hydrochloride , needles m p 196 197 0 

(decomp.). The latter is hydrolysed by dilute aqueous hydro- 
chloric acid to gaUylamine tvydrorUonde , m. p. 225—226° (decomp ) 
from which, however, free gallylamine could not be isolated 1 ' 
Gallaldehyde reacts with methylketol in the presence of a 
//\ r - rT r. r tt /att\ saturated solution of hydrogen chloride 
7 ■' y— til l 8 H 2 (UH) 3 in alcohol to form 3:4: 5-trihydrozy- 


1 


phenyl - methyl-S' -indolydenemethane 
■ f (annexed formula), the hydrochloride 

, , , ,.,0 ^ of which forms yellowish-red needles, 

decomp. about 170 after darkening at 140°, The salt is con- 
verted into the corresponding dye 
(annexed formula) by chloranil. 
When condensed with indoxylic acid, 
gallaldehyde gives the compound, 

^ ^6^4 < ^atjt^ > C.CH’C 6 H 2 (0H) 3 , 


-c— C-C 6 H 2 (OH) 3 
>CMe 


vy_ 

■C 6 H 2 (0H) 3 , dark, 

brownish -red leaflets, m. p. 1 10—115° (decomp.) when rapidly heated. 

Triacetylgallaldehyde is not reduced by hydrogen in the pre- 
sence of palladium or spongy platinum ; under similar conditions, 
gallaldehyde readily absorbs hydrogen, giving a more or less brown, 
amoiphous mass which could not be purified, and, as judged from 
the molecular weight of its acetate, a pale yellow, amorphous 
powder, m. p. about 183—185°, is formed by the association of at 
least six molecules of the simple aldehyde. 

QallaUehy decyanohydrin, brownish-yellow, crystalline nodules, 
decomp. about 150 — 160° when very rapidly heated, is prepared 
by the addition of anhydrous hydrocyanic acid and a drop of con- 
centrated potassium cyanide solution to gallaldehyde covered with 
alcohol. It is converted by acetic anhydride and pyri din e into 
tetra-acetylgallaldehydecyanohydnn, C 6 H 2 (OAc) 3 ‘CH(OAc)-CN, colour- 
less crystals, m. p. 135°. 
Triacetylprotocatechualdehydecyanohydrin, 
C 6 H 3 (OAc) 2 *CH(OAc)*CN l 

has m. p. 112°. U 


2-Hydroxy-4 : 6-dimethylbenzaldehyde, Hemellitenol, and 
isa-^-Cumenol. K. von Atjwers and K. Saurwein ( Ber. } 
19*2, 55, \B\ 2372 — 2389), — In continuation of their investiga- 
tions on the oxidation of meta-substituted o-aminophenols (Auwers, 
Borsche, and Weller, A., 1921, i, 571), the authors have prepared 
ncmellitenol [3:4: 5-trimethylphenol] and cumenol [3:5:6- 
inmethylphenol]. Since these compounds have been difficultly 
accessible previously and consequently but little examined, they 
lave been subjected to examination in several different directions. 

The initial material is s.m-xylcnol which is converted by hydro* 
Jjamc acid and aluminium chloride , according to Gattermann’s 
method into a mixture of 2-hydroxy-4 : 6-dimethylbenzaldehyde 
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and 4-hydroxy-2 : 6 -dimethylbenzaldehyde. The production of the 
o-hydroxyaldehyde appears to be contrary to Gattemann’s rule, hut 
is possibly attributable to the presence of moisture, since, on oneocca. 
sion, the accidental presence of a relatively large quantity 0 f ^ 
increased the yield of the substance from 8— —12 /o*to about 25°/ 
In agreement with the observations of Steinich (A,, 1910, i 5 ggj 
2 -hydroxy -4 : 6 -dimethylbenzaldehyde has m. p. 48— 49°. Its 

semicarbazone, a colourless powder, m. p. about 240°, according to 
the rate of heating ; pkervylhydrazone , colourless, lustrous needles 
m. p. 126-5 — 127°; anil, yellow, silky needles, m. p. 88-5-— 89 s - 
oxime, slender needles, in. p. 125 — 126 , and methyl ether , long 
slender, colourless needles, m. p. 48—49°, are described. The 
oxidation of the aldehyde to the corresponding acid could not be 
effected, whereas its methyl ether is slowly transformed by potassium 
permanganate in the presence of sodium hydroxide into ^-fnethoxy. 
4 : Mimetkylbenzoic acid , colourless, lustrous platelets, in. p. 167-5— 
168°. 2-Acetoxy-i : 6 - dimethylbe nzonitrile, colourless needles, m. p, 

49 50°, is prepared by the action of sodium acetate and acetic 

anhydride on the oxime of the hydroxyaldekyde ; it is hydrolysed 
by alcoholic potassium hydroxide to 2-hydroxy A : 6-dmeihyl 
benzonitrile, slender, colourless needles, m. p. 177—178°. 5 -Benz* 
emazo-2-hydroxyA : 6-dimethylbenzaldehyde, matt, brown leaflets, 

m p 97.5 98 s (m. p. 122 ° was observed on an isolated occasion), 

is prepared from the aldehyde and benzenediazonium chloride in 
alkaline solution ; its sodium salt is sparingly soluble in water. 

Heinellitenol [3:4: 5 -trimethylphenol], long, colourless needles, 
m. p. 107°, is prepared in 40% yield by the reduction of 4-hydroxv- 
2 : 6 -dimethylbenzaldehyde by amalgamated zinc and hydro- 
chloric acid according to Clemmensen’s process. It is transformed 
by bromine into 2 : Mibromo-S : 4 : 5-irimeihylphenol, small leaflets, 
in. p. 142-5—113°, which is converted with difficulty by bromine 
at 100° into 2 : 6-dibromo-3 : 5-dimethyl-4-bromomethylphenol, 
m. p. 138-5— 139-5 0 . The action of hot, concentrated nitric acid 
on the phenol bromide leads to the production of the ty-guinol 
it (annexed formula, I), colourless, mat- 

HCk yCH,Br Ov-^CH- ' - - — 0 


U \/" 
Me/^Me 
Br^Br 

0 

(I) 


/\m 


Me 

Br'^Br 

0 

(II.) 


monoclinic leaflets, m. p. 


0 N-(\ /Me 

Mejj \,Me , 

Br^/Br 

0 

(in.) 


OH//Me 


Me,/ 

Br \ 


>Me 

iBr 


0 

(IV.) 


2 ted needles, m. p. 213°, which is con- 
verted by sodium hydroxide into the 
oxide (annexed formula, II), leaflet?, 
m. p. indefinite, 156 — 160° (decomp.). 
Dibromohemellitenol is converted by 
cold, concentrated nitric acid into 
dibromohemeUitylquinitrol (HI), large 
108°, which is transformed by boiling 
glacial acetic acid into dibromohemeui- 
tyM-quinoI (IV), long, slender, lustrous 
needles, m. p. 214 — 215°. HemelUtool 

is remarkably stable towards cold 
centrated nitric acid, by whic ‘ 
converted at a higher tempemt® 
into dinit rohemeUitylqutm trot, ■ 

146-147° (decomp.), which » 
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formed by glacial acetic acid at 50° into dinitrohemellityU\j/^uirwil t 
slender, colourless needles, m. p. 213°. Hemellitenol is trans’ 
formed by an aqueous solution of formaldehyde in the presence 
0 f slaked lime at 50° into 3:4: o-trimethyl2 : (\-dihydroxymethyl- 
phenol, small, colourless needles, m. p, 148°, which when the action 
is prolonged passes into a substance, m. p. above 360°, which has 
not been investigated closely ; a similar change is observed in the 
presence of sodium hydroxide. A solution of the dihydroxy- 
alcohol in glacial acetic acid is converted by hydrogen bromide 
into 3:4: 5-trimethyl- 2: 6 - eft bromomethylphenol, short, colourless 
needles, m. p. 164—165°, which could not be reduced to penta- 
methylphenol by zinc and hydrochloric acid, the dihydroxy-alcohol 
being obtained. Hemellitenol couples with benzenediazonium 
chloride in the presence of sodium hydroxide solutions of varying 
concentrations to yield 6-benzeneazo-3 : 4 : 5-irimetkylphenol, slender, 
brownish-red needles, m. p, 126*5 — 127°. 

3:5: 6-Trimethylphenol, m. p. 93—94°, is prepared conveniently 
and in 40% yield by the reduction of 2-hydroxy- 4 ; 6-dimcthyl- 
benzaldehyde with amalgamated zinc and hydrochloric acid. It 
is converted by concentrated nitric acid in the presence of glacial 
acetic acid into 2-nitro-S : 5 : 6 -trimethylphenol, pale yellow leaflets, 
m. p. 78 — 79°. It couples with an equivalent amount of benzene- 
diazonium chloride in the presence of sodium hydroxide to give 
a mixture of 4:-benzeneazo-3 : 5 : 6- trimethylphenol , lustrous, flattened, 
red needles, m. p. 154*5 — 156*5°, and 2 : 4:-bisbenzeneazo-3 : 5 : 6- 
trimethyl/phcnol, small, brown crystals, m. p. 130*5 — 131*5°; in- 
creasing concentration of alkali hydroxide favours the production 
of the di-derivative. H. W. 

The Isomerism of the Oximes. X. Cinnam- and Nitro- 
cinnam-aldoximes. Oscar Lisle Brady and Clifford Dane 
Thomas (T., 1922, 121 , 2098—2110). 

The Interaction of Aldehydes or Ketones and Thiocarb- 
amides in the Presence of Acids. II. John Taylor (T., 1922, 
121, 2267—2272). 

The Friedel- Crafts’ Reaction. Heinrich Wieland and 
Ludwhg Bettag (Ber., 1922, 55, [B], 2246— 2255).— A further 
examination of the possibility that substitution in the benzene 
series is preceded by a primary additive process at a double bond, 
and that the mechanism of reaction is similar in the aromatic 
and aliphatic series (cf. Wieland and SakeUarios, A., 1920, i, 280; 
Wieland and Rahn, A., 1921, i, 782). The ability of substances to 
react with acetyl chloride and similar compounds in the presence 
of aluminium chloride has usually been ascribed to the presence 
m them of a mobile hydrogen atom, but indications of the pro- 
duction of a primary additive compound have been recorded by 
Darzens (A., 1910, i, 856) in the case of acetyl chloride and cyclo- 
hexene, and by Boeseken (A., 1913, i, 330) in that of tetrachloro- 
ethylene and chloroform. The isolation ojE the primary chloro- 
ketone from eyefchexene and acetyl chloride in the pure condition 
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is now described, and, further, it is shown that this substan 
transformed into the unsaturated ketone under the normal** 13 
ditions of the Friedel-Oafts’ reaction. The difference i n 
behaviour of aliphatic and aromatic compounds during this 
thesis is purely qualitative. The highly reactive aliphatic d 0 !u' 
bond allows addition to occur under conditions such that the p r j m e 
additive compound is to some extent stable, whereas with t? 
less reactive aromatic double bond addition is only possible ' 
circumstances which cause the additive compound to be unstabl^ 
The catalytic function of aluminium chloride is attributed to ‘t 
ability to weaken the bond between carbon and chlorine, and tin * 
to facilitate the combination of the two addenda. ! 


In the case of the synthesis of hydrocarbons according to Fried 1 
and Crafts, it has not been found possible to adduce such defmjt e 
experimental evidence. The cause lies in the slower velocity of 
the action of alkyl haloids, and the consequent predominance of 
the formation of resinous polymerides from the olefines under the 
influence of aluminium chloride; in addition, the newlydormed 
alkyl haloids have a marked tendency towards further reaction 
with the olefine. It has therefore not been possible to cause 
n-propyl chloride to react in the desired manner with ethylene 
amylene, or cyclo hexene, although it could be shown that products 
containing chlorine are produced, thus probably pointing to a 
primary additive change. 

Aluminium chloride is added gradually to a solution of cijrh- 
hexene and acetyl chloride in carbon disulphide at —18°; reaction 
takes place almost without evolution of hydrogen chloride and 
results in the formation of 2-chlorocydohexyl methyl ketone and 
tetrahydroacetophenonc, which cannot be separated from one 
another by fractional distillation. The unsaturated compound 
is decomposed by oxidising the mixture with potassium perman- 
ganate in the presence of acetone, and the chloro-ketone is isolated 
as a pale yellow, somewhat unstable liquid, b. p. 60—63° (slight 
decomp.)/l mm., through the semicarhazone, colourless leaflets, 
m. p. 163° (decomp.). It is transformed by further treatment with 
aluminium chloride in the presence of carbon disulphide into tetra- 


hydroacetophenone. In a similar manner, ‘cyclohexane and benzoyl 
chloride yield 2‘Chlorocyc\okexyl phenyl ketone , a pale yellow 
viscous liquid, b. p. 120 — 122° (slight decomp. )/l mm., which is 
further transformed by aluminium chloride and carbon disulphide 
into tetrahydrobenzophenone [semicarbazone, pale yellow prism 
m. p. 213° (decomp.)], in minimal yield (the direct preparation of 
tetrahydrobenzophenone from cy/cZohexene and benzoyl chloride 
also gives very poor yields). Acetyl chloride and p-methyi^- 
butene give cldoro-sec. isoamyl methyl ketone, CMe 2 Cl*CHMe*C0Me. 
a .pale yellow, very unstable liquid with an odour resembling that 
of camphor. W 

The Condensation of a-Halogeno-ketones with Aldehydes, 
K. Hugo Bauer and Fritz *Werner ( Ber 1922, 55, 

2500). — It has been khown by Widman (A., 1916, i, 406) ■ ^ 
<u-bromo- or- oi-chloro-acetophenone condenses with benzalde \ 
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in the presence of sodium ethoxide with the formation of benzovl 
•phenylethyiene oxide. Condensation of these substances can also 
be brought about by hydrogen chloride or hydrogen bromide in 
the presence et glacial acetic acid; in all cases, unsaturated 
a-h&logeno-ketoncs appear to be the initial products, but the change 
may proceed further and result, by addition of hydrogen haloid 
in the formation of a p - dihal ogeno - ketones . 

Phenyl styryl ketone dibromide, COPh-CHBr-CHBrPh small 
colourless crystals, m. p. 158—159°, is prepared by the action of 
hydrogen bromide on a solution of w-bromoacctophenone and 
benzaldehyde in glacial acetic acid at the atmospheric temperature 
Phenyl 3' : 4 -methylenedioxystyryl ketone dibromide , colourless leaf- 
lets, m. p. 152°, is obtained similarly from w-bromoacetophenone 
and piperonal or by the addition of bromine to methylenedioxy- 
chalkone in carbon tetrachloride solution. 3 : ±-Dimethoxvwhsnn1 
styryl ketone dicMoride, colourless crystals, m. p. 133—135° f s 
derived from ai-chloroacetoveratrone and ’ benzaldehyde in the 
presence of hydrogen chloride, whereas the ketone and p-dimethyl- 
aminobenzaldehyde give 3 : 4-dimethoxyphe,nyl oi-ckioroA' -dimethyl- 
amnostyryl ketone , intensely yellow leaflets, m. p. 129—130°. 
a-Bromoacetoveratronc, benzaldehyde, and hydrogen chloride 
form 3 : 4 -dimethoxyphenyl whlorostyryl ketone 
C 6 H 3 {OMe) 2 -CO-CCi:CHPh; 

large, transparent cubes, m. p. 108 — 109°. 

p-Dimethylaminobenzaldehyde condenses with chloroacetone in 
glacial acetic acid solution in the presence of hydrogen chloride 
to give a mixture of &<MoroA-dimethyla.imnostyryl methyl ketone , 
NMe 2 «C 6 H 4 ‘CH.CCl • COMe, yellow leaflets, m. p. 115° {semicarbazotie, 
a colourless, crystalline powder, m. p. 202—203°, phewjlhydmzone 
slender, pale yellow needles, m. p, 206—208°) and a-chloro-di-p-dl 
methylaminoHyryl ketone , 

C 6 H 4 (NMe 2 )’CH:CCl , CO*CH:CH*C 6 H 4 ‘NMe 2 , 
m. p. 225 ; the latter may also be obtained by the action of sodium 
hydroxide on chloro - p- dimet hylam inostyryl methyl ketone and 
p*dimethylaminobenzaldehyde dissolved in alcohol. Chloro-p-di- 
methylaminostyryl methyl ketone and benzaldehyde condense 
m aqueous alcoholic solution in the presence of sodium hydroxide 
to form styryl a- cMoro-p-dmethylamnostyryl ketone , 
NMc 2 -C 6 H 4 'CH:CCl-CO*CH:CHPh, 
iark, tile-red leaflets, m. p. 150—151°. z-Chloro-z-p-dimethyU 
zmmostyryl methylemdioxystyryl ketone , 

NMe 2 *C 6 H 4 -GH:CCi-C0«CH:CH-C 6 H 3 :0 2 CH 2 , 
orange-coloured leaflets, m. p. 186’o°, is obtained similarly from 
mloro-p-dimethylaminostyryi methyl ketone and piperonal. 

H. W. 


Position of the Double Linking in Piperitone. II. A. R. 

Penfold [Perj. Essent. Oil Rec 1922, 13 , 322—323; cf. this vol., 
, 259). From the products of the .action of neutral potassium 
permanganate on piperitone, in addition to diosphenol, the follow- 
n g acids were isolated: a-hydroxy-a- methyl- a-t>opropyladipic 
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acid m. p. 143*5°, y-acetyl- a-&opropylbutyrio acid, identified by 
means of its semicarbazone, m. p. 158°, and a-wopix>pylglutaric 
acid, m. p. 94—95°, The fonnation of these substances confirms 
the constitution of piperitone as AMnenthen- 3- one ..previously put 
forward. In view of the conflicting statements as to the m. p. 
of the oxime and semicarbazones of piperitone, these derivatives 
were again prepared; the oxime melts at 117—118 as stated by 
Simonsen (T., 1921, 119, 1644), the m. p. given by Read and Smith 
(T 1921, 119, 779) being incorrect. Three semicarbazones were 
isolated, dX-oL-semicarbazone, m. p. 225 226 , dl- ^semicarbazone, 

m p 175 176 ° } and the racemic semicarbazone , m. p. 188 — 189 3 . 

The best method for preparing piperitone hydroxylamino-oxime 
is to dissolve equal weights of the ketone, hydroxylamme hydro- 
chloride and potassium hydroxide in aqueous alcohol, and after 
keeping for some hours the whole solidifies to a crystalline mass of 
the oxime in almost quantitative yield. Cr. F. M. 

Preparation of a-Keto-substituted Hydrogenated Naph- 
thalenes. Georg Schroeter and Tetralin G.m.b.H (D.R.-P. 
352720* from Chem. Zenir 1922, iv, 158).— a-Naphthol and iso- 
or hetero-miclcar substituted a-naphthols, melted or in solution, 
are treated with hydrogen under pressure in amount corresponding 
with less than two molecules, in the presence of metallic catalysts. 
For example, colourless a-naphthol is mixed with tetrahydro- 
naphthalene and a catalyst consisting of reduced nickel deposited 
on kieselguhr, and treated with hydrogen at 120—180° under a 
pressure of 10—20 atmosphere's. After absorption of hydrogen 
corresponding with 1*5 molecules, the reaction is ended and the 
filtered liquid fractionated under reduced pressure. At 14 mm 
pressure, the tetrahydrouaphthalene distils over at 100 . * -Aeto- 
tetrahydron apkthalen e has b. p. 134— 135°/14 rnm The distillate 
at higher temperatures is a mixture of a-naphthol and ai '-tetra- 
hydro-x-naphthd, which is again submitted to reduction P-Naph- 
thol similarly treated gives no ketone, but a little ar -tetrahydro- 
Q-navhthol and ac-tetrahydro- [5-naphthol (I). 

CO 


(I.) 


ch 2 




Ich 2 


(ii.) 


iCH 


SaJ®* 

CH 2 oh CH 2 

1 : 5-Dihydroxynaphthalene yields similarly, by reduction, U* 
5-hydroxyt etrahydron aphlhnle n e (II), colourless cr^tals, ^P- 
156-157°. It forms a semicarbazone , m. p. 224 , an ^ j . 
ative • a methyl ether, and a phenyluretkane. 1 • 8 : 1 " liy 7 S 
naphthalene gives, by reduction, l-fceto-8- hydroxytetrahy ^ WW 

alene.. l-Hydroxy-5-acetylaminonaphthalene gives 
aminotetrahydromphlhalene. ' 

The Mechanism of the Formation of ® e “ oy ^oholic 

Treatment of Benzoylmandelonitnle with wi 

Solution of Sodium, Ethoxide. Herbert Gp.ee.ne ana 
Robinson (T„ 1922, 121, 2182—2196). 
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Dioximes. III. G. Ponzio (Gazzetta, 1922, 52, ii, 145— 
160; cf. this vol., i, 627).— By the action of hydroxylamine on 
oximinobenzoylacetone, Ceresole (A., 1884, 1167) obtained a 
compound, m. p. 178°, which he regarded as one of the two possible 
a-dioximes of phenylmethyltriketone and is described in Beil- 
stein’s “ Handbuch ” (Vol. Ill, p. 270) as butyltrionephendioxime, 
NOH!CMe*CBz!NOH. The author finds, however, that the product 
of this reaction is a mixture of two benzoylmethylglyoximes which 
are not mere spacial isomerides. The action of nitrogen tctroxide 
on one of these oximes {termed the a-compound) yields a-oximino- 
p.^-nitrole-'y-ketophenylbutane, so that the two oximino- groups 
in this oxime are not equivalent to one another; with the second 
isomeride (|3), however, nitrogen tetroxide gives a peroxide, furoxan, 
the two oximino-groups being hence equivalent, since each loses 
its hydrogen atom. From the chemical behaviour of the two 
compounds the conclusion is drawn that the a-form is an equilibrated 
mixture of the two tautomeric modifications, (3-nitroso-a-oximino- 
y-ketophenylbutane, NO H ICMe *C HBz *NO, and a^-dioximino- 
y-ketophenylbutane, NOH'CMe^CBz'NOH, and that the (3-form 
consists of the latter tautomeride alone. The (5 -form may be 
regarded as the stable form of the a(3-dioxime of phenylmethyl- 
triketone, since it results when the a-form is heated with various 
solvents or with a base. It is evident, therefore, that not all 
a-dioximes behave as if they contain the group -C(!NOH)’C(*NOH)-, 
and that the isomerism of the different forms of an a-dioxime may 
depend on the {Possession of different structures by one of the two 


oximino-groups. 

Since oximinobenzoylacetone contains an oximmo-group in the 
same position as one of those in the a-isomeride of benzoylmethyl- 
glyoxime, it may be represented by the equilibrium NOHICAcBz ^ 
NO*CHAcBz r the hydrogen atom of the oximmo-group being mobile. 
On this basis, the formation, by the action of hydroxylamine, of 
two glyoximes, one an equilibrated mixture, is readily explainable. 

Like all a-dioximes regarded by Tschugaev as -forms, a£- 
dioximino-y-ketophenylbutane acts in aqueous solution on nickel, 
copper, cobalt, and iron (this vol., i, 17), forming with the first 
three metals complex salts derived from two molecules of the 
glyoxime by replacement of two atoms of hydrogen, one from each 
molecule, by an atom of the metal. The equilibrated mixture 
termed the a-modification does not attack these metals, but it 


yields a cupric salt derived from one molecule of the dioxime by 
replacement of two hydrogen atoms by an atom of copper. The 
only other known salt of this type is that obtained by Atack (T., 
1913, 103, 1317) from y-benzildioxime and given by him the formula 

Ni<NO :£ , but tbe au thor regards as more probable for his 


copper salt the structure 

The action of hydroxylamine on the a- and (3-forms of benzoyl- 
methylgly oxime yields two distinct phenylmethyltriketonetri- 
oximes ; isomerism in the trioximes has * not previously been 
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''observed, and no explanation is now offered of the existence f 
these two modifications. Both the’ tri oximes act, in a q u 
solution, on nickel, forming two different complex salts, each 
derived from two molecules of trioxime by Replacement of two 
oximinic hydrogen atoms by an atom of the ty Valent m e ^ a | 
Neither of the two dioximes and neither of the two trioximcs is 
obtainable directly from phenylmethyltriketone. 

a - Benzoyl metkylgl y oxime , N OH !CMe*CBz!N OH, crystallises in 
white, rectangular laminae, often united to pennate aggregates 
m. p. 135° (dccomp., turning green), and dissolves in alkali 
hydroxide or ammonia solution without coloration, and in cold 
concentrated sulphuric acid, giving an orange-brown coloration 
turned deep brown by addition of phenol. In aqueous solution 
at 80 — 90°, it readily loses water, yielding benzoylmethylfurazan 

C0 PP er C ]0 H 8 O 3 N 2 Cu, f° rnQ s a somewhat 

unstable, olive-green powder, and when heated slowly has m, p, 
about 195° (decomp.), whilst when heated rapidly it explodes at 
about 185°. The diacciyl compound, OAc*N!CMe*CBz!NOAc, 
crystallises in flattened, white prisms, m. p. 113°, and yields 
benzoylmethylfurazan when heated with water. 

a-Oximhio-fi-ip’tiitrolc-y'ketophenT/lbvtane, NOHICMe^CBzI^Og, 

forms white prisms, m. p. Ill 0 (decorap.), and dissolves in concen- 
trated sulphuric acid to a colourless solution which becomes 
emerald green when heated gently with phenol. Even dilute 
solutions of bases readily hydrolyse it, rupture of fUe carbon atom 
chain taking place between the (//-nitrole and carbonyl groups; 
thus, with ammonia solution, it yields aminomethylglyoximc, 
NOHICMe*C(NH 2 )!NOH, and benzamide. 

(3-Zk nzoylmcthyUjlyoxi me , ('jqHjqO.jNo, crystallises in white Iamins 
or prisms, m. p. 193 — 194' (dceorap.), and dissolves in alkali hydr- 
oxide or ammonia solution with a golden -yellow coloration and 
in concentrated sulphuric acid without coloration. The nickel 
salt, (C 10 H 9 O 3 N 2 ) 2 Ni, crystallises in flat, blood-red needles, m. p. 
258°, decomposing at 260°, and is readily decomposed by mineral 
acids, but is stable towards acetic acid. The copper salt, 
(^10^9^3^ 2)2 Cu, forms a pale coffcc-coloured, compact, micro- 
crystalline powder, m. p. 201° (decomp.). The cobaltous salt is 
obtained as a brownish- violet, raicrocrystalline powder, which 
remains unmelted at 300 3 and readily forms colloidal solutions 
with various organic solvents and possibly also w T ith alkali hydroxide 
solutions. The diacetyl derivative, OAc*NICMe*CBz!NOAc, forms 
white prisms, m. p. 68°, and the dibenzoyl derivative, C 24 H 18 0 5 h 2 > 
w r hite prisms, m. p. 220 — 221° (decomp.). 

Benzoylmeihylfuroxan, CH 3 *C 2 N 2 0 3 *C0Ph, crystallises in l° D n> 
white needles, m. p. 70°, and is converted into the fJ-benzoy- 
methylglyoxime when reduced by means of zinc dust and ace ic 

Phenylmdhyllrikctonc‘0i-(rioximc } NOH!CMe , C(NOH)*CPh.^0H, 
, forms white, prismatic needles, m. p. 204° (decomp.), and dissov 
* without coloration in. alkali hydroxide or ammonia solution 
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concentrated sulphuric acid. The nickel salt, (C 10 H lft O N )*Ni 
an orange-yellow powder, decomposes unmelted ‘at about 220°! 
The triacetyl derivative, C X6 H 1? 0 6 N s , forms prisms, m. p. Ill 0 
phenylmetkyUriketone-^-irioxime forms white needles, m. p. 196° 
(decomp.)) if heated rapidly, or a somewhat lower temperature 
if heated slowly'. The nickel salt crystallises in lustrous, orange- 
red laminae, m. p. 236° (decomp.), or a lower temperature if heated 
slowly. The , triacetyl compound forms large prisms, m. p. 107°. 

The cobaltons salt of dimethylglyozime , (NOIKCMe-CMelN-O) Co 
obtained by the action of aqueous dimethylglyoxime solution on 
strips of cqbalt, forms a coffee-coloured powder with a violet lustre 
and begins to undergo change, without melting, at about 200°. * 

T. H. P. 

The Labile Nature of the Halogen Atom in Organic Com- 
pounds. V. The Action of Hydrazine on the Halogen 
Derivatives of some Esters and substituted ci/ctoHexanes. 

Edmund Langley Hirst and Alexander Killen Macbeth 
(T., 1922, 121, 2169—2178). 


Preparation of Anthraquinone. Charles R. Downs (U.S. 
Pat. 1374721; from Chem. Zenir 1922, ii, 1055).— For the pre- 
paration of anthraquinone, anthracene in the state of vapour is 
passed, mixed with a gas containing oxygen, over vanadium oxide 
as catalyst, at about 375°. The temperature is maintained con- 
stant by introduction^ mercury vapour into the reaction zone 

G, W. R, 


Preparation of Hydrogenated Anthraquinones. Tetralin 
G.m. b. H. (D.R.-P. 346673; from Chcm. Zenir., 1922, ii, 1079— 
1080).— Tetrahydronaphthalcne or substituted tetrahydronaph- 
thalenea are treated when gently heated with anhydrides of 
aromatic o-dicarboxylie acids, especially phthalic anhydride, in 
the presence of aluminium chloride and with addition of benzene 
and similar diluents: The y-ketocarboxylic acids formed are 
changed into hydrogenated anthraquinones by condensing reagents, 
particularly fuming sulphuric acid. Tetrahydronaphthalcne and 
phthalic anhydride give, at 60—70° in the presence of benzene 
and aluminium chloride, p -l draft ydro n aphthoyl -o-benzoic acid; it 
forms crystals, m. p. 153 — 155°. It gives with acetic anhydride 
a crystalline acetyl-lactone (I), m, p. 135°. The methyl ester has m. p. 
/3 i4'\ By reduction of the acid, fi-tetrakydronaphthylphlhalidc 

CO< C 6 H 4 '> C <o1o 11 C A<C0 2>C « H » C 10 H 0 Me<^>C 6 H 4 

(I) (II.) (V.) 


CO 


(in.) 


\/\/\/\0H 

CO I | L ' n 2 

oh 2 


(IV.) 
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(n) T and a o -$4etrahydronaphthylmetkylbenzoic acid , 
C 10 H 11 -CH.*C 6 H 4 -CO 2 H ) 

are obtained. By the action of fuming sulphuric acid on u 
hydronaphthoyl-o-benzoic acid, a mixture of ^detrahydmmhi 

anthraquinone (III), m. p. 135°, and ^4etrahydronapklhanthmqZ 
(IV), m. p. 21 1°, is obtained. The compounds are separated? 6 
fractional crystallisation. Both form yellow needles. They vi 2 
corresponding anthraquinols on reduction and readily give suh 
stituted derivatives with halogens, sulphuric acid, and nitric acid 
2-MethyUeirakydronaphthalene , obtained by the catalytic hydr 
genation of 2-methylnaphthalene, is a colourless oil, b. p, 219^ 
220°. It gives, on condensation with phthalic anhydride, 3-m/jh! 

2- tetrahydronaphthoyl-O'benzoic acid , CjQH^Me'CO’C’HvCol' 
needles, m. p. 160°. By the action of fuming sulphuric acid 

3- methyltetrakydro-2 : 1 -naphthanthraquinone (V) is obtained; it 

forms yellow needles, m. p. 119°. G. ^ 


Tetranitroanthrachrysone. Gustav Heller and Paul W. 
ner (Ber.> 1922, 55, [B], 2674 — 2679; cf. Heller and Skram 
A., 1913, i, 1207). — A more extended examination of the substance 
(cf. D.R.-P. 73605). 

Tetranitroanthrachrysone [2:4:6: 8-tetranitro-l : 3 : 5 : 7-tetra- 
hydroxyanthraquinone] is prepared by the action of nitric acid 
(d 1*26) and concentrated sulphuric acid on a solution of anthra- 
chrysone in the latter acid; it crystallises in orange-coloured 
leaflets, w hich darken at 200° and explode at about 285°. It is 
remarkable that the entrance of the four nitro-groups occure 
simultaneously so that unchanged original material remains if 
too little nitric acid is used. Its salts with the alkalis and ammonia 
are described. It is readily attacked by boiling aqueous ammonia, 
but the change appears to be so complicated that it is impossible to 
isolate a uniform material. Reduction does not occur smoothly, 
since the replacement of an amino-group by hydrogen occurs 
simultaneously with the complete conversion of the nitro- into the 
amino-group. The action of stannous chloride appears to lead to 
the formation of ( ?) ( riamivoarithrachrysom , a black substance 
which is unchanged below 295°, whereas sodium hyposulphite 
gives the sodium salt of a triaminoanthrachr^sone, Cj 4 H 7 0 8 X 3 Xa t 
Tetranitroanthrachrysone reacts readily with aromatic bases in 
alkaline solution, giving dark dyes from which a homogeneous 
material could not be isolated. 

The probability of the participation of the hydroxy-groups id 
the reactions just described has led to the preparation of 1 : 3 : 5 : <• 
tetrametkoxyanthraquiyione , slender, yellow needles, m. p. 238, 
the action of methyl sulphate on anthrachrysone in alkaline 
solution. The ether is transformed readily into 2:4:6: 8* 
mVro-1 : 3 : 5; l-tdrainethozyanthraquinone, slender yellow need* 
m. p. 258° (decomp.) after darkening at 220°, which is not affect® 
by Alcoholic potassium hydroxide solution. It is readily conve 
by aniline and aqueous sodium carbonate solution into 2 : o- ^ 

4 : S-dianiUno-l : 3 : 5 : IdetramethoxyanthraquiTione, slender, 
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blue neecta, which gradually decompose without melting above 
300 . w _ 

The Carbamides of Anthraquinone. M. Battegav „nd 
J. Bbbnhaedt (Chin, et Ind., 1922, 8, 305-306).-Th e three 
isomeric dianthraquinonylcarbamides, 1 • 1 ' l • 2 ' and <> * 2 ' } 
a gradation in properties in which the 1 : Amende approach™ 
more nearly to the 2 : 2'- than to the 1 : 1'-isomcride The i r 
and the 2 : 2 -isomendes may be used as vat dyes by preliminari 
reduction m alkaline medium, but under similar conditions the 
la-isomende vciy rapidly undergoes hydrolysis unless the 
temperature » kept below 18-20°, and then the carbamide t 
so httle soluble as to render it useless as a dye. If however two 
hydroxy-, methoxy-, or benzoylamhio-groups are substituted ’in it 
in positions para to the carbamide-group, then the products are 
no longer sensitive to destruction during reduction, and may be 
used as dyes, ^ 

The Urethanes of Anthraquinone, M. Battegay and J 
Bernhardt (Chim. et Ind., 1922, 8, 307).-The group NH‘CO Et 
exercises a greater auxochrome effect when introduced into the 
anthraquinone molecule than does the group NH-OOPh both in 
the 1- and the 2-derivatives. The 1 -urethanes, like the 1 P-carb- 
amides, are very sensitive to alkaline reduction, the product under- 
going immediate hydrolysis. The introduction of a nitro- a 
hydroxy-, a methoxy-, or a benzoylamino.group into the para- 
position m the urethanes does not check this hydrolysis as it did 
that of the carbamide (cf. previous abstract). \\\ Q 

Reduction Products of Hydroxymethylenecamphor V 
Coupling of Hydroxylamine with Methylenecamphor. H*. 

Khpe and H. Schmid (Hdv. Chim . Acta, 1922, 5, 778 — 785) Re- 
action between hydroxylamine and methylenecamphor in alcohol 
takes place between one molecule of the former and two molecules 
'(jJ H 6 ^ orma ^ ori di - camphomethylhydroxylamine 

vCO— N*OH, crystallising in colourless leaflets, m. p. 

1)9*5 110*5°; its hydrochloride crystallises in fine, white leaflets 
lecomposed by hot water ; the neutral oxalate (C^K.OqNteCJRCX, 
orms white, microscopic leaflets, m. p. 169— 169*5°. By Itannous 
inlondc and hydrochloric acid, the hydroxylamine derivative is 
™ l ■ ^ ^Phwncthylamine (cf. Rupe and Kussmaul, A., 
-1-0, i, 622). Di-camphomethylhydroxylamine is readily oxidised 
^ij U P ri ? acetate in alcoholic solution, but no definite products 
ould be isolated. Better results were obtained with ferric chloride, 

. ±rom the product was isolated a compound, C n H 17 0 2 N, white 
u ? r ^ c ^P 10 crystals, sintering at 195°, m. p. 208—210?. Molecular- 
eight determinations by cryoscopic methods indicate a molecular 
jeight from twice to four .times that represented by the formula, 
ydroxymethylenecamphor was expected to be present in the 
xidation product, but was not found. 
vol. exxn. i. 


oo 
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By the action of thionyl chloride on di-camphomethylhyd roxv , 
amine, di-campkoinethylchloroamine was obtained, 

ch-ch 2 )nci, 

a white, crystalline powder, becoming yellow at 135^, m. p. 202 

205° (decomp.). E. H. R* 

The Formulse of Dicyclic Terpenes. Georges Dir PO vr 
(Bull. Soc . chim., 1922, [iv], 31, 897—909). — A theoretical discussion 
which the author maintains that the usually accepted formula for 
dicyclic terpenes are based mainly on the products obtained on 
oxidation with permanganate and do not accord with other reactions 
of the hydrocarbons. The suggestion is made that their properties 
are more consistently expressed by the introduction of free valencies 
or oscillating bonds into the formulae : each terpene is dealt with 
from this point of view. On the above hypothesis, the formula 
which are compared with the Baeyer benzene formula— should be 
written : 
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Melting Point of Commercial Terpin. Jos£ Maria 
Clavera (AncU. Fts. Quim 1922, 20, 243— 246).— The melting 
point of freshly crystallised terpin hydrate, determined with rapid 
heating is 118-2°, which is higher than the previously accepted 
value. The anhydrous terpin has m. p. 104-7°. The melting 
point of terpin hydrate is considerably changed by small variations 
in the amount of water of crystallisation present. A curve is 
given showing the initial and final melting t points of a series of 
mixtures varying from anhydrous terpin to terpin hydrate. The 
melting point is an untrustworthy criterion of purity. G. W. R. 

The Preparation of Bornylene. Hans Meerwein and Jacob 
Joussen (Ber., 1022, 55 , [#], 2529— 2533).— The elimination ol 
hydrogen chloride from bomvl chloride has previously led to the 
isolation of camphene imstead of the expected bornylene. Since a 
high temperature (about 230°) is necessary for this process, its course 
can readily be explained in the light of the work of Meerwein am 
van Emster (this vol., ii, 751) according to which the loss of the 
acid is preceded by the transformation of bomyl chloride into 
iaobomyl chloride and camphene hydrochloride. The success^ 
preparation of bornylene depends therefore on the discovery 
conditions under which thid change does not occur or only ta' 
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place very slowly. Preliminary work in this direction has been 
carried out with the more reactive wobornyl chloride, since the 
transformations occur in the same manner with either substance 
and the results obtained with isobomyl chloride are directly 
applicable to bomyl chloride. 

The rate of decomposition (velocity of transformation) of iso- 
bomyl chloride by alkali alkyloxides is found to diminish with in- 
creasing concentration of the alkali, with diminution of the water 
content of the mixture and with increase in the molecular weight 
of the alcohol employed. By applying these conditions to bomyl 
chloride, it is found possible to prepare nearly pure bomylene 
(solidifying temperature 108—107° instead of 113° as recorded in 
the literature for the pure material) by the action of a 10% solution 
of potassium amyloxide in amyl alcohol at 230°. The high tem- 
perature necessary for the change is remarkable. Under similar 
conditions, bomyl bromide loses hydrogen bromide almost in- 
stantaneously at about 190° with the formation of an equally 
pure bomylene. H. W. 

The Constitution of the Terpene Present in the Essential 
Oil from Andropogon Jwarancusa , Jones. John Lionel 
Simonsen (T., 1922, 121, 2292—2299). 

The Composition of the Essential Oil of Turpentine. 

M. VhzES and G. Dupont (Chim. et hid ., 1922, 8, 318 — 319).— 
Physical constants of the essential oil of Aleppo turpentine (from 
Pinna hedepensis) are given, and it is shown that the composition 
of the fresh oil depends only on the variety of the conifer which 
has produced it, W. G. 

Essential Oils from Myrica Gale, L. M. Sc hoofs (J. Pkirm. 
Belg ., 1921, 3, 769—773; from Chm. Zentr 1922, i, 1340—1341). 
—The following data were obtained for two essential oils obtained 
from Myrica Gale, L., by steam distillation. The first oil, separ- 
ating directly from the distillate, has d lh 0 9068 ; [a] D —8° 46' ; 
n 26 1*4820; acid number, 1*0; saponification number, 17-8; ester 
number, 16*3 ; acetyl number, 39*2 ; combined alcohols (C 10 H 18 O), 
4-4%; ester (linalyl acetate), 0-6%; free alcohols (C J0 H 18 O), 
11*106%; iodine number, 168*84. The second oil, extracted 
from the aqueous distillate, has d 15 0*8956; [a]^ —5° 9'; ft 35 
1*4606; acid number, 1*8; saponification number, 18*19; ester 
number, 16*39; acetyl number, 36*4 ; combined alcohols (C i0 H ls O), 
4*5%; ester (linalyl acetate), 5-73%; free alcohols (C 10 Hj 8 O), 
7*06%; iodine number, 56*70. G. W. ft. 

Isoprene and Caoutchouc. V. The Hydrogenation of 
Caoutchouc and its Constitution. H. Staudenger and J. 
Fritschi (Helv. Chim, Acta , 1922, 5, 785— 806).-^The hydrogen- 
ation of caoutchouc and the decomposition products of the hydro- 
genation product were Studied to get more evidence regarding 
the constitution of the substance. According to one theory, the 
caoutchouc molecule is composed of aggregations of comparatively 
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simple molecules, ring compounds formed from two or more iso. 
prene molecules, held together by partial valencies. According 
to an opposing theory, the whole colloid molecule is formed bv 
polymerisation of isoprene molecules in chains of such size that 
the unsaturated character of the molecule is lost. ‘The experi- 
mental evidence cannot be reconciled with the first theory, but 
favours the second. The hydrogenation of caoutchouc was accom- 
plished by heating it with hydrogen in presence of platinum at 
270° and about 100 atm. Nickel did not promote complete hydro- 
genation under these conditions. The hydrogenated product has 
the composition (C 5 H 10 ) X and retains the completely colloidal 
character of caoutchouc. It is stable towards bromine, but in 
sunlight becomes slowly brominated, the brominated product still 
having the properties of caoutchouc. Were the first theory of the 
constitution of caoutchouc correct, hydrogenation would be expected 
to destroy the partial or residual valencies holding the large mole- 
cules together, giving products of simpler constitution. Hydro- 
caoutchouc can be regarded as a high molecular paraffin hydro- 
carbon with so large a molecule that, in effect, C a H 2 rj+ 2 =C rt H 2ni 
ft The distillation of caoutchouc and of the hydrogenated material in 
a high vacuum was studied. The decomposition of caoutchouc is 
less far-reaching in a vacuum than under normal pressure. At a 
pressure of 0*1 to 0-3 mm., distillation takes place between 275° 
and 320°. The products obtained were isoprene, about 3*1%, 
dipentene, about 8-8%, a hydrocarbon, C^H^, about 4*4%, and 
small quantities of hydrocarbons, C^Hgj and CggH^. The com- 
pound contains two double bonds, and is probably a hydro- 

naphthalene derivative, whilst C 20 H 32 contains three double bonds 
and probably has a long aliphatic side chain. The depolymerisation 
of caoutchouc to form these products can be understood if the 
molecule contains a long chain of the form 
•CH 2 *;CH 2 *CMe:CH*CH 2 jCH 2 *CMe:CH*CH 2 iCH 2 *CMe;0H*CH 2 j‘CH 2 ‘ 
etc., which may split into sections containing 4, 8, 12, etc., carbon 
atoms in a chain, the sections then forming closed ring systems. 
When hydrocaoutchouc is distilled, a higher decomposition tem- 
perature, 350—390°, is necessary. The decomposition products 
have the composition (C 5 H 10 ) r and in each case’ have only one 
double bond. The lowest product found was a pentene, b. p. 
30— 40°, which appeared to be [i -me t hy 1- A* - bu tylene since it gave 
methylethylketone on oxidation. From the higher boiling frac- 
tions were isolated, among others, a hydrocarbon, C 15 Ho 0 , and, 
as the highest boiling constituent, C M H 100 . The presence of such 
substances as the last in the decomposition products shows that 
hydrocaoutchouc itself must have an exceedingly high molecular 
weight. It cannot be vulcanised, and this fact supports the view 
that the vulcanisation of caoutchouc is a truly chemical process 
depending on tile ethylene linkings and not an adsorption P ei ^ 
menon. It is shown that in latex the caoutchouc is present in 
normal molecular form and not in the foi*m of simpler mo ecu 1 
< which in the coagulation process combine to form caoutchouc^ 
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Betulin. Heinrich Schulze and Kurt Pieroh (Ber., 1922, 
55, [4?Jj 2332 2346). An extended investigation of betulin 
indicates that it is a member of a particular class of phytosterol* 
like dihydroxy-alcohols. The substance crystallises with one or 
one-half molecular proportion of ethyl alcohol which is very firmly 
retained and has been overlooked by previous workers. The 
empirical formula is C 32 H 52 0 2 or When heated with 

formic acid, it undergoes a remarkable transformation into alio - 
betulin which appears to he closely related to p-amyrin a nd lupeol, 
whereas betulin shows great similarity to onocol isolated from 
Ononios spinosa. 

Birch bark is extracted with aqueous ammonia and the dry 
residue is exhaustively treated with boiling alcohol. The bulk of 
the alcohol is removed and the residue is treated with an excess 
of lead acetate and evaporated to dryness. The dry mass is 
extracted with boiling benzene from which crude betulin separates. 
It is purified by crystallisation from alcohol from which it separates 
when the solutions arc rapidly cooled in slender needles resembling 
asbestos (+2EtOH) or on slow cooling in coarse, lustrous, rhombic*- 
needles (+EtOH). It has m. p. 251 — 252°, [«]{* -|-19*!46° in pyridine 
solution. The diacetate crystallises in coarse, rhombic prisms, 
m. p. 216 — 217°, [a]]? +21*99° in chloroform solution. Betulin 
is converted by phthalic anhydride into betulin hydrogen phthalate, 
slender, matted needles' (from aqueous alcohol, +EtOH or +2H 2 0), 
m. p. (not quite definite) 180 — 182° (decomp.), [a]™ +24*48° when 
dissolved in chloroform ; the corresponding silver salt is described. 

Betulin is transformed by boiling formic acid (90 — 95%) into 
aWobetulin formate , coarse, rhombic needles, m. p. 311 — 312°, 
[a]}* +5T08° in chloroform solution, which is hydrolysed by 
alcoholic potassium hydroxide solution to sdlobelulin, monoclinic 
or triclinic platelets, m. p. 260 — 261°, [a]^ +48*25° when dissolved 
in chloroform. Analysis of the substance and its derivatives are 
in agreement with the formula, C 32 II 5 20 2 or C 33 H sl Oo, for allo- 
betulin which appears to be isomeric with betulin. ft contains 
only one hydroxyl group, the second oxygen atom being in ethereal 
linking. The conversion of betulin into a/Jobetulin is not a specific 
action of formic acid, but appears to depend on the hydrogen-ion con- 
centration ; it can also be effected by acetic acid containing a little 
concentrated hydrochloric acid. In comparison with betulin, alio- 
betulin and its derivatives are characterised by their higher melting 
point, smaller solubility, higher specific rotation, and greater 
stability towards chemical reagents, alio Betulin acetate crystallises 
in hexagonal platelets belonging to the rhombic system; it has 
m. p. 277 — 278°, [«]'£ +54*16° in chloroform solution. alloBetuim 
is converted by benzoic anhydride at 170° into aMobetulin benzoate , 
apparently monoclinic platelets, m. p. 275 — 276°, [«]“ +70*26°, 
when dissolved in chloroform, by phthalic anhydride into alio- 
betulin hydrogen phthalate, slender needles, m. p. 260 — 261° (slight 
gas evolution), [a]V> +&8*20° in chloroform (the silver salt is de- 
scribed), and by molten succinic anhydride into aMobetulin hydrogen, 
succinate, slender, lustrous leaflets, m. p. £65 — 266°, £«]if +48*01°, 
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when dissolved in chloroform (the silver salt was analysed). ^ 
Betulin is oxidised by chromic acid in glacial acetic acid solution 
to SbUobetulone, colourless, rhombic needles, m. p. 230 — 231°, up 
+84-40° in chloroform [oxime, leaflets, m. p. 285 — 29£>° (decomp 1 ) 
when rapidly heated, phenylhydrazone , pale yellow leaflets, m. n 
223° (decomp.) after softening at 220°]. oKoBetulin is converted 
by phosphorus pentachloride in the presence of chloroform into 
apoallo6efrdi?i, C 32 H 50 O or C^H^O, lustrous, rhombic needles 
m. p. 198 — 200°, [oc]li +74-78° in chloroform solution. Oxy^. 
betulin acetate , C 32 H 49 0 3 Ac or CgoH^OgAc, is prepared by the 
oxidation of aZtobetulin acetate dissolved in glacial acetic acid 
with chromic acid; it crystallises in leaflets which do not melt 
below 360°, [a] 1 ,? +54-34° when dissolved in chloroform. It j 8 
hydrolysed by alcoholic potassium hydroxide solution to orrj/allo- 
betulin, slender, matted needles which sublime before melting 

H. W. 


JTTannins and Similar Compounds. X. The Tannin of 
Pthe Native Oak. Karl Frettdenberg and Erich Vollbrecht 
(Ber., 1922, 55, [£], 2420—2423). — The tannin of the oak, isolated 
from the fresh leaves by means of the lead salt, is purified from 
free ellagic acid and admixed quercetin glucosides by extraction 
with ethyl acetate in a vacuum. It is accompanied by its om 
condensation products, from which it is ffeed by fractional pre- 
cipitation from its alcoholic solution with ether. It is an amorphous, 
reddish -yellow material, freely soluble in water, alcohol, or acetone, 
It is strongly acidic. It has [a] D about —35°. It contains 23- 
25% of combined ellagic acid, and about 5% of combined dextrose; 
the remainder of the molecule is an amorphous acid, termed 
quercussic acid. Warm, dilute mineral acids cause a more ready 
elimination of dextrose than of ellagic acid, the inactive hydrolytic 
product containing the residue of a compound of ellagic and 
quercussic acids. Continued hydrolysis effects the complete 
removal of ellagic acid. Dilute alkalis remove the whole of the 
ellagic acid in the cold, without, however, separating the dextrose 
It appears, therefore, that oak tannin is a glucoside of quercussic 
acid, which is esterified to a depside with ellagic acid. Acid or 
alkaline hydrolysis of oak tannin results in the considerable destruc- 
tion of quercussic acid. Tannase acts very slowly, but gives a 
uniform product which closely resembles the original material in ] 
physical properties, and is optically inactive and not hydrolysed 
by acid or alkali. Quercussic acid appears to be a bibasic acid (I 
molecular weight about 800. 

The degradation of oak tannin by tannase to quercussic acid is 
too tedious for preparative purposes. It is found, however, that 
under definite conditions, Aspergillus niger grows on the solutions 
and thereby completes the degradation without decomposing the 
quercussic acid. Since, in addition, it is found that the galls oi 
Querrws feduneulala contain the same tannin as the leaves, a eon- 
y enieoHjneth od of preparing quercussic acid is obtained. Treat- 
it with molten* potassium hydroxide has not led to tlw 
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isolation of definite products. Phlorogluoinol is not to™ ,1 .. 

isolation by earlier workers from oak tannin is probabll attriW u 
to the presence of quercetin. ^ * v attributable 

H. W. 

Constitution of Elsholtzic Acid. Y^sxnuvn a g 
Satoro Kwada (J. Pharm. Soc. Japan 1922 No in' \j £ 1 
579; of. ibid., 1918, No. 431).-p 0 r the con>T 9 p J!i 485 '. 56i >- 
of the constitution of elsholtzic acid, 2 -methjlf uran e , term ' natl ° n 
acid was prepared from dichloroethyl ether aJetoacetfe t b0Xy j 
ammonia by Benary’s method (A., 1911 j 310 ) Tt ^ tl0 ster > and 
into its chloride, brominated, hydrolysed by bo^i/toto ^ 11 
and oxidised by means of silver oxide (Hill and Sawyer A 1894 
i, 442), and the % bromine atom contained in , A *’ 

by warming with ammonium chloride and zinc dust ei S/T 0Ved 
2 : 3-dicarboxyhc acid so obtained, colourless prisms', m p S' 
was proved to be identical with that obtained from ehhnM& 
Pheconstituton of ^holtzic acid and elsholtzio ketone are 

•espectively, y H _ 0 >C-C 0 2 H and g^C-CO-CH^CHMe,. 

Methyl furan-2 : 3-dicarboxylate forms white crystals m n 34 »- 
hem— h* ciystalhses in light yellowish-brown n^dle S P m p’ 

69-1 A) , the diamhde was not obtained. The product of tlfe 

safe SK2 X: 

«* » -**• i Sr-a . mXVXTJi 

impure) was obtained, which was converted into a niinte a d 
hen into furan- 2 : 3-dicarboxyIie acid. K K 

Poly-arylated Vinyl Carbinols and their Derivatives II 
)iarytetyryl Carbinols and the Products of their Trans- 
ormationS; KARL Ziegler and Curt Ochs ( Per ., 1922, 55, 
fever anH <rl 7 ’i V °!'’ lo1 )— The recent publications of 

thfs voi d i & y?Qi te en t l hl ''i V ? " ’’■ 540 l ! and Skraup and Freundlich 
I,],,’ *> ®f 9 > Z halochromic phenomena with carbinols has 
aused the authors to give a further account of their work. 

■btyrylmnlhyl chhnde hydrochloride (annexed formula) is 
HCI.C1 /CHICHPh obtained by treating a solution of 9 - 
styrylxanthenol in benzene with concen- 
trated hydrochloric acid. It forms small, 
,2H 0 0 coarse red crystals or golden leaflets which 
are stable in a closed vessel, but rapidly 
u decompose on exposure to air. Its be- 

ie ormdi+irt t I. haviour when heated varies greatly with 
oJd^ T °i heatlll g- . corresponding bromide hydro- 
he pliln 7 j rse / e< * cr y stals ^ * 8 P re P are d hi an analogous manner. 
ie chlnWrf 6 f n cxtensive series of double salts with 

me ° f / the heay y. totals such as zinc chloride, mer- 

° , ferric ooloride, antimony trichloride, stannous 
; jj fa"*™* c ^ 0 ride, of * which the zinc compound, 
a is uu ^nU 2 , Jong, red needles, decomp. 188° after darkening ‘ 
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at 100°, and ferric compound, C 21 H 15 OCl,FeCl 3 , canmne-red 1 
which gradually melts and decomposes at 160 — 180° after du ilien . 
ing at 145°, are described in detail. Analogous salts are formed 
from the bromide. The perhaloids, chloride-perchfyride , chhrifo. 
perbromide, and bromide-perbromide , are characterised by the ease 
with which they lose the per-halogen, so that they could not be 
isolated in an analytically pure condition. $-Styrylxanihno{ 
small, colourless crystals, m. p. 158 — 159°, is prepared by shaking 
an ethereal solution of the perchlorate or hydrochloride with 
sodium hydroxide or sodium carbonate ; if traces of acid vapour 
and elevation of temperature are not scrupulously avoided during 
removal of the ether, di-9-stynjlxantkyl ether , a colourless, micro' 
crystalline powder, m. p. 172°, is obtained. 9-Styrylxanthcnyl 
chloride is converted by cold, absolute ethyl alcohol into 9 -styryl 
xanihyl ethyl ether , small cubes or short prisms, m. p. 168-— 169° 
after previous darkening. The action of boiling glacial acetic acid 
on 9-styrylxanthenol, its ethers, or its chloride hydrochloride 
>* rapidly leads to the formation of a substance, colourless prisms, 
m p 241—242°; analyses of the product are in harmony with 

the formula, 0<£"{j’>C:C:CHPh, but this simple constitution 

is not in accord with determinations of the molecular weight and 
with the inability of the product to re-form the perchlorate when 
treated with perchloric acid; it is probably to be regarded as a 
polymerised alleno derivative. 9-Styrylxanthenyl perchlorate, on 
the other hand, is converted by boiling glacial acetic acid into a 
new stable perchlorate , dark brownish-red leaflets, decomp. 248 6 , 
which is transformed by boiling alcohol into the xanthene derivative, 
m. p. 241—242° {see above). Attempts to prepare 9-styrylxanthvl 
by the action of phenyl magnesium bromide on 9-styrylxanthenyl 
perchlorate did not lead to the desired result. The reaction takes 
place energetically but without development of a trace of colour. 
The production of diphenyl cannot be established. The product 

appears to be 9-p]ienyl-9-styrylxanthene, 0<CQ^^>CPh‘CH,CH?li, 

colourless, microscopic prisms, m. p. 142 — 148°. (The analogous 
reaction between 9-phenylxanthenyl perchlorate and magnesium 
phenyl bromide appears to yield 9-phenylxanthyl ) 

Di -p - anisylstyryl carbinol, (OMe*C 6 H 4 ) 2 C{OH)*CH.CHPh, ft 
voluminous, pale yellow powder which has not been caused to 
crystallise, is prepared in the same manner as 9-styrylxanthenol 
(the double salts of di-p-anisylstyiylmethyl chloride with feme 
chloride and antimony trichloride have been prepared), 
carbinol appears to be stable towards boiling ethyl alcohol con- 
taining a little acid ; it is transformed by boiling . 

acid into a substance , long needles, m. p. 188 , whicfi > 

probably a polymerised allene derivative. . 

9-Styryldi-33'-naphthaxanthenyl perchlorate (this voL, i, - 
has now been isolated as a stable, cottee-brown pow 
darkens at 140°, slowly melte between 140 and ICO , and de 
poses at 174°, 
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0< C « H O>C< CH:CPh * 
^C 6 H/^C10 4 1 


^Pheml’ty'di-V-anwylpropane-a-oM, 

7 OMe*C 6 H 4 *CO‘CH 2 *CHPh*C 6 H 4 *OMe, 

colourless crystals, m. p. 89—90°, is prepared by the action of 
magnesium p-anisyl bromide on p-anisyl styryl ketone. 2:4:4'- 
frimethoxybehzophenone , colourless needles, m. p. 70—71°, is 
readily obtained from p-anisoyl chloride and resorcinyl dimethyl 
ether by Friedel and Crafts’ reaction. 2 : 2' -Dimethoxybenzhydrol, 
colourless crystals, m. p. 85 — 80°, is prepared from salicylaldehyde 
methyl ether and magnesium o-anisyl bromide. 

[With G. Bremer and F. Thiel.] — Halochromic salts, par- 
ticularly perchlorates, can be obtained readily from tetra-arylallyl 
alcohols if the aryl groups are suitably chosen. Thus, di-p-anisyl- 
{$diphenylvinyl)ywthyl pcrcJd-orate , m. p. 130—131°, is prepared 
in the same manner as di-p-amsylstyrylmethyl perchlorate from 
pfj-diphenylvinyl bromide and di-p-anisyl ketone. Free diphenyl- 
di-p-anisylallyl alcohol is an amorphous substance which appears 
to lose water with great readiness. The perchlorate is rapidly 
transformed by pyridine into pyridine perchlorate and yy diphenyl- 
a<xdi-p-anisylallene, C(€ 6 H 4 *OMe) 2 :C!CPh 2 , colourless crystals, m. p. 
102—103°, which is smoothly converted by perchloric acid into 
the original perchlorate. 

9 -$$-Diphenylvinylxanthyl perchlorate, 

red needles, m. p. 166° (decomp.), is obtained smoothly by the 
action of (3(3-diphenylvinyl bromide and magnesium on xanthone. 
It is readily hydrolysed to S-^diphenyliinylidenexanthene, 

0<^ 6 H 4 >C:C:CPh 2 , m. p. 205—206°, from which the original 

perchlorate is easily re-formed. The allcne derivative becomes 
isomerised when subjected to the protracted action of boiling 
glacial acetic acid, giving a product , C 27 H Ig O, coarse, colourless 
cubes, m. p. 173—174°. ^-Diphenylvinylxanthyl chloride hydro- 
chloride, CojH^OCIjj, dark red, very unstable needles, is prepared 
by passing hydrogen chloride into a solution of 9-Pj3-diphenyl- 
vinylidenexanthene in benzene to which a little acetyl chloride 
has* been added. 9- [3 ^-Diphenyl vinylxanthyl perchlorate reacts 
energetically with an ethereal solution of magnesium phenyl 
bromide, giving an intensely green solution from which colourless 

crystals of 9 - 13 fidiphenylvinylxa nlhyl, O^^Tj^C'CH.CPh,, 

separate. The substance gives a pale yellow solution m cola 
benzene which becomes dark brown when heated, but returns to 
its original colour when again cooled. It is converted by air into 
the corresponding peroxide. The original green colour of the 
ethereal solution cannot at present be explained ; it appears, how- 
ever, to be due to a radicle, since it is discharged by contact with 
air. • H. W, 


Biscoumaric Acids. 1 A. W. K. de Jong ( Proc . K. Akad. 
Wetensch. Amsterdam, 1922, 25, 1.75-178).— In a recent com- 
munication (A., 1 91 8, i, 303), the author ha^ shown that the product 

oo * 
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of the action of light on eoumarin is not identical with the hydro, 
dicoumarin of Fittig and Dyson (T., 1887, 51, 66). xhe author 
assumes that the product of illumination is formed from eoumarin 
in the same way as a* and (3-truxillic acids are formed from normal 
cinnamic acid by the production of a tetramethylene ring between 
the doubly linked carbon atoms of the two molecules. On this 
basis, four different biscoumarins may be formed, two of which 
are represented by each of the formulae I and II. 

1 xo— CH-CH--<Xr u 

111 addition to the biscoumarin of the author and hydrodi- 
eoumarin of Fittig and Dyson, a further biscoumarin has been 
isolated by Strom (A., 1904, i, 505), which, since it is formed 
from coumaric acid in the same way as a-truxillic acid from a. 
cinnamic acid, the author, in conformity with the names and 
structures assigned to the truxillic acids (A., 1918, i,. 172), has 
termed a-biscoumarin, and the acid from which it is derived a-bis- 
coumaric acid. This acid changes into a-biscoumarin at 250° and 
a-biscoumarin melts with decomposition at 318 . Methylation of 
a-biscoumaric acid with methyl sulphate gives the dimethyl ester 
of the dimethyl ether, which crystallises in needles, m. p. 133°, 
and is sparingly soluble in ether. The dimethyl ether, obtained 
by boiling the ester with alkali, melts at 261 262 and when 

heated with acetic anhydride at 210° yields the anhydride of the 
dimethyl ether of 7-biscoumario acid, which crystallises in large, 
bright yellow crystals, m. p. 186—187*. The dimethyl ether 
melts at 234°. Heating a-biscoumaric acid with potassium hydr- 
oxide yields the acid corresponding with (3-cocaic acid, m. p. 212°; 
this acid is named £-biscoumaric acid. The biscoumanc acid of 
the product of illumination of eoumarin is termed A-biscoumaric 
acid and yields a dimethyl ester of the dimethyl ether which 
melts at 112—113°. Heating the dimethyl ether of A-biscoumanc 
acid with acetic anhydride at 210° yields a non-crystalKsatle 
syrup, which on boiling with alkali yields the dimethyl ether of 
e-biscoumaric acid, m. p. 203°. This transformation shows that 
the eoumarin rings of the product of illumination are situated on 
different sides of the tetramethylene ring, and since the two 
eoumarin rings are on different sides of the tetramet- ycne ring 
in a-biscoumarin, it follows that A-biscoumarin has the structure jU, 
and by removing a carboxyl group from one side of the tetrametny ■ 
ene ring to the other, an o-dihydroxy-*-truxillic acid 18 ■ 

melting A-biscoumaric acid with potassium hydroxide, S-biseoumaric 
acid is formed, m. p. 157°. 

Dibenzothianthrendiquinone and ^Dinaphthathiophenri 

quinone. (Conversion of the Dithiin Bing into ths P 
Ring.) Kurt Brass and Ludwig K&hler (Ber., I ’ 

2543-— 2568). — An account is given of thb more extended ^ 

ation of dibenzothianthrendiquinone, C 10 H 4 O.Xg/ > CiottA 
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Brass and Kdhler, A., 1921, i, 435). The mn*t i 

perfy of the substance is the readiness with whfch S™.' 

. ..... ^ruiui ir ig converted 


I'he dithiin being 


into dinaphthathiophendiqninone, 
transformed into the thiophen ring. 10 4 

The preparation of dibenzothianthrendiquinone k m ^ 
veniently effected by agitating an aqueous suspension 
chloro-a-naphthaquinone (the method of obtairdng tlJ ,h u 
chlorination of a-naphthaquinone in glacial a ceti- 

presence of iodine is described in detail) ifith the calA 11 ! fj d m tb<: 

of sodium sulphide solution in S' S 5*' 1U8 ? tity 

temperature. Reaction occurs 

tiou 8C^ 4 0A+12N^ +3 H 2 0 = 2NaSH^0 s+ t mrX" 
4 C 10 H 1 O 2 < g >C lo H 4 (OH)-ONa. The green monosodium salt of 

the quinhydrone is separated and treated with dilute nitric ac.H 
or chromic acid, whereby it is converted into the blue qukMl^e 
which is oxidised further in the boiiinv solution to 'i ain nyarone, 
Altematively, an alkaline suspension o ? f 2 a-dicldorfy ST' 
qumone is treated with hydrogen sulphide- in Hi,!.???' 
proceeds to the quinol stage, and the product is te^ re J UC j ,on 
just described. The product has m. p, 302 ° (decompl 
decomposition at 280’, dinaphthaLophendiqumoif be^Z 

v u i ed ' similar decomposition occurs slowly in the presence of 
boihng nitrobenzene. 1 : U-DihyiroxydibeiothiZ^Zl, 

C io H 40 2 <g>G 10 H 4 (OH) 2 , is obtained by the action of dilute acid 

elpitTute ^ °op e n 

formation (the monofXnTsalt is Lcribfc^) B BothhydloS 

Sce a! :f r :l ! l acy,ated by or b «4 eK 71 

* S : SSSSS^^ p - (i “> 

C J0 H 4 (OH) 2 <®>C 10 H 4 (OH) 2 , 

on ^okriohf^T ° ry8 ^ als by the aotion «* carbon dioxide 
and read v nr-H f? U ?u Sal i‘ U water; H is decided ly unstable 
ae%l ether a ^f ed the blue , < l uino1 - 14 forms a colourless 
4^7 19 ! ««yl compounds are also colourless; 5 : 14 - 
after ri jj; ' j melox y dibenz °thiantKren has m..p. about 262 ° 
fts£l! decomposition, whereas 5 : 7 : 12 : 14 -tetra-acetoxy- 
111 needles - m -.P- (indefinite) 30 & 1 - 
rjU+1 ' ' ~'}™ti r <wenzoyfoxydibenzothianthmi forms rhombic 
Oh P '- (mdefinlte ) about 360 °, 
wuenzothianthrendiquinone is quantitatively converted by a 

oo* 2 
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mixture of -nitric acid (d 1-52) and water into tibamOmntha. 
diquinoue sulphoxide, C M H 4 0 a < CgQ^ > Cj # H* 0 J , yellow, hypo, 
scopic needles. It is stable at the atmospheric temperature, but 
with rise in temperature exhibits a marked tendency to lose the 
sulphoxide sulphur atom and form the thiophen ring. It i s 
reduced by hydrogen bromide to dibeMothianthrendiqmncme, in 
which respect'it differs from other sulphoxides. Hydrogen chloride 
acts similarly but more slowly. Zinc dust and facial acetic acid 
or hydrogen iodide and glacial acetic acid convert ^ “to the blue 
nuinhydrone; since dibenzothianthrendiqumone is not formed 
drninv the process, it follows that the reduction of the kctcpom 
precedes the loss of oxygen from the sulphomc group. DmfhU 
fhiophendiquinone is most conveniently prepared (with intermediate 
formation of the sulphoxide) by gradually Seating dubeozothi- 
anthrendiquinone with fuming nitric acid (d l'52). It crystallises 
in very stable, yeUow neeihes, m. p. 278°; it sublimes .at a higher 
temperature. It is reduced by stannous chloride m the prince 
of glacial acetic acid to 5 : n-dihydroxyd^mphthathuyphn ^ : 11. 


quinone, 


s< 


C 10 H 4 (OH) 2> dark green needles, m. p. (indefinite) 


about 265°, whwhVields a monoacdate, blue rodlets or plates, m. p. 
(indefinite) about 290°, and a diM, pale red neeAs m. p. 

054 “ B ■ 6: 11 : IZ-l'etrahydroxydinaphthathiopkn is 

d by the reduction of dinaphthathiophendiquinone by 
S“ „ iodide in hot glacial acetic acid solution; it forms pul 
greeii needles which readily undergo oxidation; the coiTrajmncbng 
Mraudae forms pale yeUow plates, m p. “definite) id 
(decompO, whereas the tetrabenzoatc i crystallises in pale y*v, 
pStic aggregates, m. p. about 330“ (decomp.). H. W. 

The Preparation of Histidine from Blood. S. Demjasovski 
iner P *22 qq 97 ), — Details are given 01 a 

hydrolysis is carried out in an autoclave wi J ^ Q ^ 
at 1 | atmospheres pressure 


Strychnos Alkaloids. XXXIII. Tim degradation^ 
CacotheUne by Bromine. Hermann Leuchs, ^ 

and W. Robert Leuchs (Ber 1922, 55 [B], 2MS M ^ 
degradation of cacothehne by com obtained a product 

previously by Ilanssen {A., 1 , h , sodium hydroxide, 

which, on account of its behavior towarto ^ mono . 

carboxylic To° ^Tutatance the .form* 

XS^rcsent in tl» acid amide and secondary alcohol) g 
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{ brucine, since the presence of aldehydic or ketonic groups could 
not he detected. One of the nitrogen atoms is present in the 
acid amide group, whilst the second is a basic, tertiary atom which 
enables the formation of quaternary ammonium salts and betaines. 
The probable* course of the oxidative process is indicated by the 
annexed scheme. The new acid belongs thus to the maleic acid 

type, and al- 


CO 

N0 2 -C /X fi- 
HC' 


t ri:h(oh) 

(Ao)c:o 

NH 


C0 2 H\ 


COoH 


,^/C N-CO it has not yet 
been pre- 
pared, the 


presence of the double bond is established by the ready addition 
of two, but not more, atomic proportions of hydrogen. A remark- 
able point in the scheme outlined above is that the residue R 2 
must contain two more atoms of hydrogen than R 1 , and that these 
can only be added as the result of an unusual reaction. In this 
connexion, it is recalled that cacotheline undergoes autoreduction 
in boiling aqueous solutions with production of a violet dihydro- 
derivative. 

An aqueous solution of cacotheline, treated with hydrobromic 
acid and six atomic proportions of bromine, is heated on the water- 
bath and finally boiled until a clear solution is obtained, from 
which a yellow substance separates on cooling ; this is purified by 
repeated treatment of its boiling aqueous solution with animal 
charcoal and precipitation with hydrobromic acid, whereby the 
hydrobromide, C 19 H 22 0 6 N 2 ,HBr,2H 2 0, is obtained in colourless 
prisms or rectangular leaflets. The latter can be converted into 
the acid, by boiling with lead oxide or silver carbonate 

in poor yield ; decomposition is effected preferably with A-alkali 
hydroxide in boiling solution and evaporation of the solution until 
copious crystallisation has occurred in the boiling liquid. In this 
manner, the dihydrate is obtained as oblique prisms or four- or 
six-sided plates which dissolve in 26 — 2 1 parts of boiling water. 
Crystallisation from an ice-cold solution gives a kexahydrate , 
slender needles, which dissolve freely in warm water. The acid 
(as sodium salt) has [a]y —37*0° in aqueous solution. The silver 
salt, C 19 H 21 0 8 N 2 Ag, the hydrochloride , C 19 H 22 0 6 N 2 ,HC1, needles 
and prisms, the hydrogen sulphate, C 19 H 22 0 8 N 2 ,H 2 S 04 , and tne 
nitrate , [«}§ —30*0° in aqueous solution, are described. The 
action of a methyl alcoholic solution of methyl iodide on the 
silver salt leads to the formation of the meihylbetaine of the acid, 
C^OfiNa, colourless prisms, [*B in aqueous solution, 

and a sparingly soluble product which is probably either an isomeric 
betaine or the acid, C 19 H 22 0 6 N 2 ; it gives a sparingly soluble 
nitrate which has [a]™ —30*8° in water, agreeing in this respect 
with the nitrate of the acid, from which, howevei', it differs m its 
water content. Treatment of the betaine with aqueous hydnodie 
acid gives the methiodide of the acid, ^ 20 ^ 25 ^ 6 ^ 2 ^ pale 

yellow needles or prisms. * , 

The monomethyl ester hydrochloride, C* 0 H 24 O 6 ^N 2 ,HCl, slender, 



i. 1054 


ABSTRACTS OF CHEMICAL PAPERS. 


colourless needles, is prepared by the action of methyl alcoholic 
hydrogen chloride on the acid at 20°. The corresponding 
ester could not be caused to crystallise, whereas the tnetkiodid^ 
forms pale yellow, oblique prisms. More drastic treatment of the 
acid with methyl- alcoholic hydrogen chloride gives* the dimethyl 
ester hydrocMoride , CUHjgOgNgiHCl, coarse, rectangular prisms; 
the free ester crystallises in prisms, the metkiodide in colourless’ 
thick, hexagonal plates. 

An aqueous solution of the hydrobromide of the acid, C^H^OgN,,, 
is reduced by sodium amalgam ; the resultant acid , however, 
cannot be caused to crystallise, and is isolated as its methyl eater, 
C 2 iH 28 0 6 N 2 , colourless prisms, m. p. 143—147° (decomp.) after 
softening at 138°, m. p. about 132—135° in a vacuum. The pre- 
paration of the methyl ester nitrate , C 21 H 28 0 6 N 2 ,HN0 3l coarse 
prisms, hydrochloride , rectangular prisms or leaflets, and methiodide, 
small prisms or long, rectangular plates, is described. The ester 
hydrochloride is hydrolysed by 12iV-hydrochloric acid to the 
corresponding acid hydrocMoride , 0 1& H 24 0 6 N 2 ,HC1,3H 2 0, quadratic 
leaflets. 

If the solution obtained by the oxidation of cacotheline with 
bromine is saturated with sulphur dioxide and preserved at 0 a , 
crystals are deposited which evolve sulphur dioxide when boiled 
with water; these are converted by boiling 2A T -hydrobromic acid 
solution into the hydrobromidc, C 17 H 26 0 3 N 2 Br 2> HBr, colourless, 
hexagonal plates. The corresponding nitrate, C^HgoOjNgBr^HNOj, 
crystallises in rectangular leaflets or prisms. The free base is a 
granular powder which is decomposed by boiling water with 
re-formation of the hydrobromide. H. W. 


Pyrroles and Hydroxypyrroles. Hans Fischer and Mari- 
anne Herrmann (Z. physiol. Chem., 1922, 122, 1 — 25). — 1 The 
following pyrrole compounds have been prepared as being related 
or analogous to certain derivatives of bilirubin. 

Ethyl 2-hydroxy-5-methylpyrrole-4-carboxylate, prepared from 
a-methyl-p-aeetylsuccinic acid (phenylhydrazone, colourless crystals, 
m. p. 85°), forms a diacetyl derivative on boiling with acetic anhydride 
containing a trace of sulphuric acid, almost cojourless needles, 
m. p. 220° (decomp.). Ethyl 2 -hydroxy-3 : 5-dimethylpyrrole-4- 
carboxylate, which yields a colourless monoacetyl derivative, 
m. p. 118°, is reduced by hydrogen iodide and acetic acid, yielding 
practically all its nitrogen as ammonia, and so resembling bOirubic 

The nitro-derivative of ethyl 2 -by droxy-5 - methylpyrrole -4-carb - 
oxylate on reduction with zinc dust yields ethyl 'i-amino-2-hydroxip 
S-methylpyrroleA-carboxylate , colourless prisms, m. p. 244°. 

Ethyl 3-hydroxy-5-methylpyrrole-4-carboxylate condenses wi 
benzaldehyde in presence of a small quantity of potassium hydrogen 
sulphate to yield ethyl 3-hydroxy~2-bejiyzli(tene~5-methylpyrrole-i-Mr- 
oxylate, glistening, yellow needles, m. p. 228^ ; with p-dimethyla n 
benzaldehyde to yield ethyl 3-%rfroxy-2-p-d/mri^ TOir<0 ^ ??z ^ tt 
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§.meZhylpyrrole4~carboxylate } ochre-yellow needles, m. p. 214° ; with 
acetic anhydride there is formed a monoacetyl derivative, colourless 
needles, m. p. 123°, and with benzoyl chloride in pyridine a tarry 
m ass, from which has been isolated rhombohedral, colourless 
crystals, m. p. 127°. Similarly with diazobenzene chloride, a 
yellow dye is formed, Cj 4 H 15 0 3 N 3 , yellow scales, m, p. 240°; with 
diazotised p-dichloroanihne, a similar compound, long, yellow 
needles, aggregated in bundles, m. p. 265°, is formed ; and analogous 
compounds are obtained from p-nitroaniline and diazobenzene- 
sulphonic acid. 

o-Nitrophenyl chloromercaptan condenses in benzene solution with 
ethyl 2 : 4-dimethylpyrrole-3-carboxylate to yield ethyl 5-o -nilro- 
phenylthiol- 2 : ±-d imetkylpyrrole-Z-carboxylate , yellow octahedra, m. p. 
191—192°. Similarly, from ethyl 2 : 5-diraethylpyrrole -3-carboxyl- 
ate is obtained ethyl 4 - o-niiropkenyUhiol-2 : 5-dim ethylpyrrole - 3 - carb - 
oxylate, fine, yellow prisms, m. p. 189° ; from 3-acetyl-2 : 4-dimethyl- 
pyrrole, 5’0-nitrophenylthiol-3-acAyl-2 : 4 -dimAhylpyrrole, greenish- 
yellow crystals, m. p. 252°; from 2 : 4-dimethyl-5-acetylpyrrole, 
S-o-nilTophenylthiol-S-acetyl-S : 4 •dimAhylpyrrole, a green compound, 
m. p. 217 — 218°; and from 2 : 3 : 5-trimethylpyrrole, 4-o -nitro- 
phcnyUhiol- 2 : 3 : 5-trimethylpyrroU. No definite compound could 
be isolated from the action of o-nitrophenyl chloromercaptan on 
bilirubin, the haematoporphyrin from urine or faeces, or mesohaemato- 
porphyrin, whilst it does not react with ethyl 1 -phenyl-2 : 5-dimethyl- 
pyrrole -3-carboxylate or ethyl 3-acetyl-2 : 4-dimethylpyrrole-5-carb- 
oxylate. 

Ethyl 2 : 4-dimethylpyrrole-3-carboxylatc condenses in dry ether 
with sulphur monochloride to yield ethyl 5-disulphido-his-2 : 4- 
dimeihyl pyrrole -3- carboxylat e , fine, pale yellow prisms, ni. p. 195°, 
and with sulphur dichloride to yield ethyl 5-svlphido-bis-2 : 4- 
dmethylpyrrole-'d-carboxylate, almost colourless, long needles, m. p. 
197°, and also the monosulphide. Similarly, from ethyl 2 : 5- 
dimethylpyrrole-3-carboxylate is obtained ethyl 4 : 4:-snlpkidobis-2 : 5- 
dimcthylpynole-3-carboxylate, pale yellow leaflets, m. p. 272°, and 
impure ethyl 4 : 4i’ -sulphido-bis-2 : 5-dimethyl pyrrole-3-carboxylate ; 
whilst from 5-acetyl-2 : 4-dimethylpyrrole, only bis-5-acetyl-2 : 4- 
dimeihylpyrrole-# -disulphide, small prisms, m. p. 317°, could be 
obtained. W, 0. K. 

Pyrroles. III. Ketones, Ketonic Acid Esters, and 
Ketonic Acid Nitriles of Substituted Pyrroles. Hass 
Fischer, Karl Sciineller, and Werner Zerweck ( Ber 1922. 
55, [B], 2390 — 2403).— The Gattermann synthesis of aldehydes 
with hydrocyanic acid and the Hoesch synthesis of ketones have 
been applied to a series of substituted pyrroles. In many cases, 
reaction proceeds very smoothly. The nitriles used include aceto- 
nitrile, benzonitrile, mono-, di-, and tri-chloroacetonitriles, cyanogen, 
maionitrile, ethyl cyanoacetate, and ethyl eyanoformate. With 
dinitriles, only a onesided condensation is achieved. Chloro- 
acstonitrilc promises to be particularly useful on account of its 
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great reactivity and the readiness with which the halogen atom in 
the new compound is replaced by other groups. It appears likely 
to be useful in the examination of the products of the degradation 
of blood and bile pigments. 

Ethyl 5-acetyl-2 : ^dimethylpyrrole-S'Carboxylate,* in. p. 
is obtained by passing a slow current of dry hydrogen chloride 

into a mixture of ethyl 2 : 4-dimethylpyrrole-3-carboxylate and 

acetonitrile dissolved in anhydrous ether and subsequent decom. 
position of the i mine hydrochloride primarily formed (orange, 
coloured crystals, m. p. 240°), with warm water. Ethyl 5-benzoyl 
2 : k-dimethylpijnole-S-carboxylaiey colourless needles, m, p. logo 
and the intermediate imine hydrochloride , lemon -yellow needles 
m. p. 232°, are prepared similarly. Chloroacetonitrile and ethyl 
2 : 4-dimethylpyrrole-3-carboxylate give an imine hydrochloride, 

m. p. 110 °, and ethyl 5-chloroacetyU2 : A-dimethylpyrrok-^-carb- 

oxylate, CHXl), ^Me colourless needles, m. p. 187® 

CMe C’CU 2 Et ’ 

(phenylhydrazone, yellow needles, m. p. 164°). The chloro-com- 
pound is converted by a solution of dimethylamine in absolute 
alcohol into ethyl 5-dimethylaminoacetyl-2 : i-dimethylpyrrole-S-carb- 
oxylate, colourless crystals, m. p. 95°. Ethyl 2 : 4-dimethylpyrrole- 
3-carboxyIate condenses with ethyl cyanoacetate in the usual 
manner giving an imine hydrochloride and ethyl Z-carbdhoxy-% \ 4. 
dimethylpyrrole-5-aeetate, colourless needles, m. p. 145°. Cyanogen 
condenses with ethyl 2 : 4-diiuethylpyrrole-3-carboxylate with 
the formation of 3-carbethoxy-2 : ^dimethylpyrrole-o-glyoxybnitrik, 

yH<C(C O-CX). yMo s ii vei y leaflets, m. p. 165°, but does not 
CMc »— 

appear to react under similar conditions with 3-acetyl-2 : 4-dimethyl- 
pyrrole, or with ethyl 2 : 5-dimethylpyTrole-3-carboxylate; a 
crystalline substance could not be obtained from 2 : 4-dimethyl- 
pyrrole. Ethyl 5-cyanoacetyl-2 : 4- dimethyl pyrrole-3-carboxyfole , al- 
most colourless needles, m. p. 234°, is prepared from ethyl 2:4- 
dimethylpyrrole-3-carboxylate and malononitrile or from ethyl 
o-chloroacetyl-2 : 4-dimethylpyrrole-3-carboxylate and potassium 
cyanide. 

Ethyl 2 : 5-dimethylpyrroIe*3-carboxylate and chloroacetonitrile 
give an imine hydrochloride , coarse, pale yellow needles, which is 
converted by cold water into ethyl k-chloroacetyl-2 : 5 -dimethyl- 
pyrrole-Z-carboxylate, colourless crystals, m. p. 130°. 2:4: 5-Tri- 
methylpyrrole is transformed in a similar manner into 3 -chtoro- 
acetyl-2 : 4 : 5 -trimethylpyrrole, colourless crystals, m. p. 193°, which 
is transformed by potassium cyanide into 3-cyanoacdyl2 :4:5- 
trimethylpyrrole, colourless crystals, m. p. 178°. 

Ethyl cyanoformate transforms ethyl 2 : 4-dimethylpyrrole-3- 
carboxylate into ethyl 3-carbethoxy-2 : 4 -dimethylpyrrole-b ■ glyoxylm . , 
NH< C(C O-CQ 2 E t ) : V Mc 1 dark yellow cr j7 S tala ; m . p. 825 0 , 

CMe OC0 2 Et t .i 

which is readily hydrolysed bv aqueous sodium hydroxide to 
corresponding acid , m. p. 192° (decomp.). When treated similar y 5 
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ethyl 2 : 5'dimethylpynx>le*3-carboxyIate gives an mine hydro . 
chloride, and ethyl ^carbethx>xy-2 : 5-dimethylpyrrole4-glyoxy1ate, 

m fiEt ’ colourless needles, m. p. 102°; 3- 

OMe — 

ace tyl-2 : 4-dimethylpyrrolo yields an imine hydrochloride , coarse 
needles, and ethyl Z-acetyl-2 : i-dimetkylpyrrole-5-glyozylate , colour- 
less crystals, m. p. 120°, which is readily hydrolysed to the corre- 
sponding acid , pale yellow crystals, ra. p. 178° (decomp. ). 

[With Max Schubert.]-— A mixture of crude haemopyrrole and 
chloroacetonitrile dissolved in ether is converted by dry hydrogen 
chloride into an imine hydrochloride which is transformed by hot 
water into a chloroacetyl derivative, C 10 H 14 ONC1, pale pink needles, 
m. p. 127° ; the latter is converted by hydriodic and glacial acetic 
acids into haemopyrrole [2 : 3-dimethyl-4-ethylpyrrole] identified 
as the picrate, m. p. 121°. H. W. 

il Graphites " from Pyrrole and from Thiophen. R. Ciusa 
(Gazzetla, 1922, 52, ii, 130 — 131). — Following Ciamician and Ciusa’s 
supposition (A., 1921, i, 329) that the existence of saturated com- 
plexes, C 6 , C 4 HN, and C 4 S, is possible, the author pointed out 
(Atti R. Acead. Lined , 1921, [v], 30, i, 468) that such complexes 
should exhibit a marked tendency to polymerise to graphite from 
benzene and to the compounds (C 4 HN) rt and (C 4 S) B , which might 
be termed 'graphites from pyrrole and thiophen, respectively. It is 
now found that tetra-iodopyrrole yields at 150 — 200° the com- 
pound (C 4 HNI) 2n , and at an incipient red heat the compound 
(C 4 HN)„, which forms black, graphitic scales and may be regarded 
as graphite from pyrrole. Similarly, when heated to incipient 
redness in a current of inert gas, tetra-iodothiophen gives the 
graphitic compound (C 4 S)„. An analogous compound was obtained 
bv Pauly (A., 1913, i, 1311) from tetra-iodoglyoxaline. With each 
of these tetra-iodo-derivatives, three iodine atoms are expelled 
simultaneously at a comparatively low temperature, whilst the 
fourth atom is eliminated in a succeeding phase at a higher tem- 
perature. Further, tetra-iodofuran, m. p. 145°, begins to lose 
iodine at 160° and decomposes at 262°, leaving a black residue 
similar to the other “ graphites.” T. H. P. 

The 4-Piperidone Ring. L. Ruzicka and C. F. Seidel 
{Helv. Chim, Acta , 1922, 5, 715 — 720). — If the polymerisation of 
4-piperidone is due to reaction between the keto- and the imino- 
groups, replacement of the hydrogen of the latter group by another 
radicle should prevent it. Such a substituted piperidone was 
prepared as follows. Ethyl (3|3'p"-mtrilotripropionate (A., 1921, i, 
’53), N(CH 2 ‘CH 2 ‘C0 2 Et) 3 , was condensed in benzene solution with 
sodium ethoxide and from the product was prepared ethyl 4 -heto- 
piperidinepropionatey a viscous, colourless oil, b. p. 100 — llO^/O'Smm. 
This ester can be distilled unchanged in a vacuum ‘and does not 
polymerise. By reduction with hydrogen and platinum black in 
acetic acid solution, it gtfve ethyl 4 -hydroxypipendiriepropimate, 
b. p. 125° /0’5 mm., benzoate , m. p. 195* 

An attempt was made to prepare the compound in the pyrrolidine 
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series analogous to 4-piperidone. By condensing ethyl m 0( j 0 . 
propionate with ethyl glycine, the ethyl 
C0 a Et-CH 2 *NH*CH2*CH 2 *C0 2 Et, was obtained, b. p. 100 — XO5°/0 f 
mm . This was condensed by means of sodium, as in the preparation 
of 4-piperidone {loo. c?£.), but, although the reaction appeared to 
proceed normally, pure products could not be isolated. Similarly 
the condensation of the benzoyl derivative (b. p. 170 — 1 80°/0‘3 mm ) 
gave no result. On the other hand, condensation of ethyl benzoyl, 
^'-iminodipropionatc with sodium went normally and from the 
product was prepared the previously described dibenzylidene-i 
piperidone ( loc . cit.). E. H. R. 

Preparation of Dialkylamides of Nicotinic Acid. Society 
of Chemical Industry in Basle (Brit. Pat. 1 84625). — Bialkyb 
amides of nicotinic acid are prepared by the interaction of a haloid 
or ester of the acid and a dialkylamine (cf. this vol., i, 860). Thus 
nicotinodipropylornide is obtained by heating nicotinyl chloride 
with dipropylamine hydrochloride at 180°. It is a yellow oil, 
b. p. 184°/17 mm. Similarly, the piperidide of nicotinic acid is 
obtained as a viscid oil, b. p. 310°, by heating the acid bromide 
with piperidine hydrobromide. G. F. M. 

New Isomerism in the Isatin Series. V. Gustav Heu.ee 
(Ber., 1922, 55, [B], 2681— 2697).— Previous investigations in the 
isatin series have shown that, in addition to the lactam form, 

C 6 H 4 <OT> C0, vhfch. * s common to isatin and its substitution 

CO 

products, the lactim form, has an independent 


existence in the case of 5 : 7-dimethylisatin, and that the third 
(isatoie) form, C c H 1 <€^ QH ^>CO, is obtainable in several instances. 

The problems of the series are further complicated by the formation 
of a fourth form of unknown constitution which is characterised 
by its high melting point and insolubility in alkali and of bmiolecular 
isatins (isatoids) which are at present known only as their 0-alkyl 
ethers. The present communication is mainly devoted to a 
description of dihalogenated isatins. * 

The course of the action of benzoyl chloride on isatin silver salts, 
in so far as isomerides of the isatins are concerned, is characterised 
by the primary production of the lactim form which only remap 
in a stable condition in the case of 5 : 7-dimethylisatin ; with isatin, 
5-chloro-, 5-bromo-, 5 : 7-dichloro-, and 4 : 5 : 7 -trnnethyl-isatui, 
the action proceeds further to the isatoie, and with o : 7-dihromo- 
isatin, 4 -chloro-5-bromoisatin, and to a less extent wit* ^ 
dichloroisatin, to its final stage, thereby producing the form ^ 
is insoluble in alkali. Dimethylisatin lactim can be convert^ J 
alkali into the isatoie, which, like dichloro- and UnuMM 
is transformed into the fourth variety by recrystelbsalaon » 
glacial acetic acid. This treatment does not have the 
with the simplest isatolc, and, in this case, the insoluble 
is yet unknown. 
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[With Walter Benade and Otto Hochmuth.]— 5 : 7-Dibromo- 
isatin is readily converted by warm sodium carbonate solution into 
sodium dibrommatmte ; the corresponding acid , m. p. 248— 
249°j gives a §o mew hat sparingly soluble bisulphite compound. 

5 . 7 ’.Dibromoisatin silver, a greyish-violet substance, prepared by the 
action of a hot aqueous silver acetate solution on 5 : 7-dibromoisatin 
^solved in hot alcohol, is transformed by benzo^ chloride in the 
presence of benzene mainly into 5 : 7 -dibromo-N - benzoylisatoic 
acid, aggregates of needles, m. p. 207— 208° (decomp.) ; in addition, 
a small quantity of the fourth dibromoisatin, slender needles, m. p. 
above 300°, is obtained. 5 : l-Dibrorm-H-benzoylisatin is prepared 
by the action of acetic anhydride on dibromobenzoylisatoic acid ; 
it forms coarse, yellow crystals, m. p. 161—162°. 5 : l-Dibrwno- 
fracelylisalin, yellow plates, m. p, 133°, is prepared by the action 
of acetyl chloride on the corresponding silver salt in the presence 
of benzene ; it is converted by dilute sodium hydroxide solution 
into 5 : 1-dibromo-N-acdylisatoic acid , colourless needles, m. p. 204°. 
5 : 7 -Dibroraoisatin silver is transfonned by methyl iodide in the 
presence of benzene into the corresponding lactim ether , red crystals, 
m. p. 164 — 165°, which could not be converted smoothly into an 
isatoid. It is transfonned by phenylhydrazine in the presence of 
light petroleum into 5 : l-dibromoisaUn'X’phenylhydrazone, dark red 
needles, m. p. 218° (decomp.), and by aniline into a mixture of 
5 : l4ibr(moisaiin- ^-anilide, short brown rods, 111 . p. 189°, and 
5 : l-dibro7noisatinanil, pale blue needles, m. p. 174 — 175°; the 
di-anil, C 3 0 H 13 N 3 Br 2 , dark red needles, m. p. 236 — 237°, is prepared 
by the further action of aniline on the anilide. 5 : 7 -Dibromoisatin- 
dianil silver, a blue precipitate, is prepared by the action of silver 
acetate on an alcoholic solution of the di-anil. The salt is par- 
ticularly remarkable because it does not contain oxygen, and its 
formation is precisely analogous to salt formation with oxygenated 
isatins. The sodium and 'potassium, salts of 5 : 7-dibromoisatin are 
described; the compounds are much more stable than the corre- 
sponding isatin derivatives. 

4:-Chloro-5-bromoimtin silver, a bluish-grey salt, is mainly converted 
by benzoyl chloride in the presence of benzene into 4 -chloro-b- 
brom-^-benzoylkatin, coarse, yellow crystals, m. p. 196°, which is 
converted by warm dilute alkali into 4 - chloro-S-brorno-N- be. nzoylisatoic 
acid , m. p. 186°. A dark-coloured, non-crystalline substance which 
does not dissolve in alkali is also produced in small amount; it 
probably belongs to the fourth series of isatin isomerides. Treat- 
ment of the silver salt with methyl iodide in the presence of benzene 
causes the slow formation of the corresponding O -methyl elher, 
m. p. (indefinite) 173°, which could not be obtained in the pure 
condition. It is converted by phenylhydrazine into 4=-chloro-5- 
broimisatin-2-phenylhydrazone, slender, dark red needles, m. p. 235° 
(decomp.), and by aniline into the corresponding anilide, m. p. 

276-277° (decomp.). 

5 : 1-Dichbroisatin silver is converted by acetyl chloride in 
the presence of benzene into 5 : 7 *dickloro-N-acetylisatoic acid , 
prisms, m. p. 204° {decomp, b which is transformed by acetic 



i. 1060 


abstracts or chemical tapers. 


anhydride into 5 : 7 -dichloroisatin. The silver salt is converted 
by benzoyl chloride mainly into 5 : 7 -dichloro-N'benzoylwatoie ^ 
NHBz-C 6 H 2 C1 2 -C0-C0 3 H, colourless needles, m. p. 215° (decoirtp.)' 
In addition to the primary product of the change, 5 : l-dichhroX 

benzoylisalin, C G H 2 C1 2 <^>C0, yellow plates, m. p. 146°, , 

formed in very small quantity ; it is obtained readily by the 
action of acetic anhydride on 5 : 1-dichhro^bmzoylmtok acid, 
5 : 7 -bichloroisatole, m. p. 205° (slight decomp.), is also produced; 
its properties are similar to those of the simplest isatoles in that 
it does not give the indophenin reaction, does not combine with 
phenylhydrazine, and dissolves in dilute sodium hydroxide solution 
to a carmine red solution which yields dichloroisatin on addition of 
mineral acids. 5 i 7-Dichloroisatole is unstable in solutions in 
organic media and is transformed by reerystallisation from glacial 
acetic acid into 5 : 7 -dichloroisatin IV, red crystals^ m. p. 313°. 
5 : "-Dichloroisatin methyl ether , red prisms, m. p. 158°, is prepared 
in the usual manner from the silver salt and methyl iodide" (this 
reaction does not appear to be influenced by the presence of sub- 
stituents); it is very stable towards light. The corresponding 
a -phenylhydrazone crystallises in dark red needles, m. p. 217-218° 
(decomp.). The lactim ether is converted with relative ease by 
acetic anhydride into tetmchlorometkylisaknd, m. p. 127°, followed 
by re-solidification at about 180° and re-melting at about 22f, 
which is transformed by hydrogen bromide and glacial acetic acid 
into dichloroisatin. 

Re-examination of the action of benzoyl chloride on 5 : 7-dimethyl- 
isatin silver has shown that N -benzoyl-5 : 7 -dimdhylisaUnc acid, 
colourless tetrahedra, m. p. 208° (decomp.), is produced during 
the action. 5 : l-Dimethylisatin O -methyl ether, dark red prisms, 
m. p. 140—141° [a -phenylhydrazone, red rodlets, m. p. 234° (decomp.)j 
is very stable towards light ; it is converted by acetic anhydride 
or boiling toluene into 5 : 7-dimethylisatoid, red, crystalline plates, 
m. p. 237° (previously described as dimethylisatin-II methyl ether). 

7-Methylisatin dissolved in alcohol does not give a normal silver 
salt with silver acetate ; the product when heated with acetyl 
chloride or benzoyl chloride in the presence of benzene regenerates 
methylisatin. In other respects, the compound exhibits little 
activity, the only readily preparable derivative being N -acetyl >■ 
methylisatin, yellow platelets, m. p. 163°, which is converted by 
alkali into A T -acetyl-7-methylisatoic acid, m. p. 175°. H. W. 

Keto-anils. IV. Reduction Products of Keto-anils. E 
Knoevenagel (Ber. f 1922, 55, [B], 2309-2321; cf this vol, 
i 750 751). — The reduction of acetoneanil with sodium an 
alcohol leads to the formation of 2 : 2 : 3 : 3 -tetramethylmdoline, 
in accordance.with the scheme : 


2NPh:CMe„+H„ -> NHPlvCMe,-CMe 2 -NHPh -> 

C 6 n 4 <Se?CMe 2 ^a 

Acetone-p-tolil and aqptonc-a-naphthil behave similarly; the W*® 
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case is of particular interest, since the intermediate compound can 
be isolated. 

Acetoneanil is reduced by sodium and boiling ethyl alcohol to 
9 - 2 : 3 : 3 .tetramethylindoline, a colourless, crystalline substance, 
39 . 5 0 . The base dissolves readily in cold dilute acetic acid, 
but does not yield a carbonate. It is stable towards hydrogen 
chloride at 240—280°, and towards mercuric acetate at 150°. It 
readily reduces alkaline potassium permanganate solution. It 
mvea a hydrochloride, m. p. 201—207° (decomp.), a picrate , m, p. 
74 ° and an acetyl derivative, m. p. 83°. It is converted by mole- 
cular quantities of sodium nitrite and hydrochloric acid into the 
niiroso- derivative, m. p. 44-5°, which is readily isomerised by 
hydrochloric acid to 5-nitroso- 2 : 2 : 3 : 3-lelramethylindoline hydro - 
Jloride, unstable, green crystals, m. p. (indefinite) 170° (decomp.). 
Attempts to reduce acetoneanil electrolytically at a lead cathode 
were unsuccessful. 

Acetone-p-tolil is reduced by sodium and ethyl alcohol or, less 
advantageously, by zinc and hydrochloric acid ( 20 %) to p-toluidine 
and 2 : 2 : 3 : 3 : 5-pentamcthylindoline, a yellow liquid which does 
not solidify after prolonged preservation in a freezing mixture. 
The hydrochloride , m. p. 201—205° (decomp.), acetyl derivative, 
a pale yellow substance, m. p. 51°, b. p. 165— 167° / 14 — 15 mm., 
nitroso- compound, pale brown crystals, m. p. 48-5°, picrate , a 
reddish-brown salt, m. p. 144°, and oxalate are described. 

Acetone-o.-napJUhil t a viscous, yellow liquid, b. p. 200— 203°/12 
mm., which could not be caused to crystallise, is prepared by heating 
a mixture of acetone and a-naphthylamine with a little iodine. 
It is hydrolysed by boiling hydrochloric acid (20%). The cor- 
responding hydrogen oxalate , m. p. 167-5°, and picrate , slender, pale 
yellow needles, in. p. 210°, are described. It is reduced by sodium 
and ethyl alcohol at a temperature not exceeding 105° to acetone- 
M-tetrahydro-oL-napkthil, a greenish-yellow liquid which darkens 
gradually on exposure to air, b. p. 193 — 196°/14 — 15 mm. It 
does not form a carbonate. The corresponding hydrochloride 
forms coarse crystals, m. p. 199° (acetone- v.-naphthil hydrochloride 
crystallises in slender, matted needles, m. p. 215°, after darkening 
and incipient decomposition at 180°) ; the hydrogen oxalate, colour- 
less needles, m. p. 152 — 153°, and the picrate, yellowish-brown 
crystals, m. p. 175 — 185° (decomp.), are described. The tetra- 
hydronapkthil is hydrolysed by boiling hydrochloric acid ( 20 %) 
to acetone and Gf-tetrahydro- a-naphthylamine . Reduction of 
acetone- a-naphthil at a higher temperature (see above), either 
with sodium and ethyl alcohol under increased pressure or with 
sodium and amyl alcohol, leads to the formation of 2 : 2 : 3 : 3- 
tetrameikyl-ax-tetrahydro-ai-napktkindoline, a pale yellow liquid which 
is stable towards light; the colourless hydrogen oxalate , m. p. 183^, 
and the picrate , m. p. (indefinite) 163° after darkening at 150 , 
are described. 11 • 

The Quaternary Salts of Quinaldmic Acid. Welliam Hobson 
Mills and Frances Mary Hamer (T., 192^, 121, 2008—2014). 
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Doebner's Reaction. IV. R. Ciusa ( Gazzetfa , 1922 K> 
ii, 43 — 48 ; cf. A., 1915, i, 894, 895; 1921, i, 195).— 2-Phenyltetra 
hydro- p-naphthacinchonic acid, now obtained in larger quantity 
crystallises in white scales, m. p. 226°, and, like its methyl ester 
m. p. 134°, and its salts, gives solutions exhibiting slight blue 
fluorescence ; the alkali metal salts are oily and the silver and 
lead salts of abnormal constitution. On prolonged boiling with 
alcohol, the acid yields phenyl- (3-naphthaquinoline, m. p. igg» 
together with other compounds not identified. This reaction is 
similar to that observed by Simon and Mauguin (A., 1907, i, 725. 
1908, i, 296), who found that when dihydro-2-phenyl-p-naphthal 
quinoline-3 : 4-dicarboxylic acid is heated in alkaline solution 
2 -phenyl- (3-naphthacinchonic acid and 2-phenyl- (3-naphthaquinoW 
are formed ; as already shown, the dihydro-acid loses a carboxyl group 
from the (3-position and then oxidises itself to 2 -phenyl- (3-naphtha- 
cinchonic acid, with simultaneous formation of the tetrahydro- 
genated acid, which is transformed into the corresponding non- 
hydrogenated base on boiling. 

The action of henzylidene-«-naphthylamine on ethyl oxalacetato 
(cf. Simon and Mauguin, loc. cit.) yields : (1) 2 -Phenyl- (3 -naphtha- 
quinoline- 3 : 4-dicarboxylic acid, m. p. 152° ; Simon and Mauguin 
gave m. p. 162°. (2) A dimeride of benzylidene-j3-naphthylammc 
which crystallises in colourless needles, m. p. 200°, yields benz- 
aldehyde (2 mols.) and (3-naphthylamine (2 mols.) when hydrolysed 

p jr ,*t CHPh ky means of dilute sulphuric acid, and may he 

| V n n represented provisionally by the annexed formula. 
Ci 0 H 7 'N CHPh ^ Ethyl 2-phenyl- p-naphthaquinoline-3 : 4-di- 
carboxvlate, already described by Simon and Mauguin (loc. cit). 

ol -P yrrylcinchonic acid, C 14 H 10 O 2 N 2 , prepared by condensation 
of 2-acetylpyrrole with isatin in presence of potassium hydroxide, 
crystallises m small, yellow needles, and blackens without melting 
at 310°; its sodium salt (4-2£H 2 0) was analysed. 

a -Ftirykinchonic acid, C ]4 H 9 0 3 iSr, similarly prepared from 2-acetyl- 
furan and isatin, forms yellow needles, m. p. 149°. T. H. P. 


Preparation and Mechanism of Formation of Phenanthr- 

oxazine. B. Foresti ( Gazzetla , 1922, 52, ii, 90 — 96; cf. this vol., 
ii t 524). — In the preparation of 9-ammo- 10-hydroxyphenanthrene 
by the reduction of phenanthraquinone monoxime in alcoholic 
solution by means of hydrogen sulphide, sulphur and impure 
phenanthroxazine are precipitated, the aminohydjoxy[)henanthrenc 
undergoing condensation at the boiling point of the alcohol. This 
condensation takes place more rapidly and yields a purer product 
if a suspension of the hydrochloride of the base in nitrobenzene or 
naphthalene is boiled for a few minutes ; if a solvent having a 
lower boiling point, such as xylene, is used, the reaction occurs 
more slowly a*nd yields a mixture of phenanthroxazine and p ® 
anthrazine. These results indicate that, in the formation 01 
phenanthroxazine by the action of phenyl hydrazine on phenam 
quinone (Bamberger and Orob. A., 1901, i, 280), the later* 
first reduced to pheiyuithraquinol, which is transformed y 
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action of ammonia into . 9-amino- 10-hydroxyphenanthrene, this 
then undergoing condensation to phenanthroxazine with elimination 
of water and ammonia : 


*W9 

C 6 H 4 ‘CO 


,c 6 h 4 -c*oh 

c 6 h 4 -c-oh 


9g h 4*H* oh 

C fi H 4 *C*NH 2 


2 1 6; 




CJL-C-NH-C-CJL 


The action of aqueous ammonia on diliydroxyphenanthrene 
(Schmidt and Lumpp, A., 1910, i, 312; ii, 450; Foresti, this vol., 
ii, 524) yields first 9-amino- 10-hydroxyphcnanthrene, which gives 
(1) phenanthroxazine, and (2) diaminophenanthrene, which readily 
condenses to phenanthrazine. T. H. P. 


Sulphonium Bases Derived from Thiodiphenylamine and 
Analogous Substances. F. Kehrmann and Jean Henri 
Dardel ( Bcr 1922, 55, [B], 2346—2359; cf. A., 1918, i, 308, and 
previous abstracts). — The formation of sulphonium salts from 
aromatic sulphides containing a cyclic sulphur atom has been 
examined, 

Thiodiphenylamine is obtained conveniently and in 82% yield 
by heating a mixture of diphcnylamine and sulphur with a trace 
of iodine at 170°. It unites with methyl sulphate at 80° to yield 

the salt,’ NH <C q M e • O -S0 3 Me, which is converted into the 

corresponding perchlorate, C 13 H 12 NSC10 4 , a crystalline powder 
which is very unstable towards fight. It is converted by sodium 

p u 

hydroxide solution into the colourless base, N H<Cn 6 5 4 /SMe’OH, 

L'gil 4 

which readily loses water and passes into the anhydride, 

an unstable, yellow substance which is reconverted by carbon 
dioxide into the colourless carbonate of the sulphonium type. 
N $-Bimethyltkiodipke n ylami ncsulphomum perchlorate , 

NMe<p« 3 4 >SMc-C 104 , 

colourless, thin prisms, is prepared in an analogous manner from 
methylthiodiphenylamine . The corresponding free base is colour- 
less and soluble in water ; it does not yield an anhydride, but is 
decomposed in hot solution into methyl alcohol and the methylated 
original material. 

Ihiophenyl-p-naphthylamine, sulphur-yellow needles, m. p. 178°, 

is obtained in 80% yield by heating phenyl- p-naphthylamine and 
sulphur with iodine at 200°/12 — 15 mm. It is converted in the 
usual manner into 8-melhyltkiophenyl-$- naphthylamnesulphonium 

mUomte, NH<g6 I ^">^Me-C10 4 , colourless, lustrous needles (the 

corresponding yellow pi crate and colourless ferrocyanide are de- 
scribed). It is transformed by sodium hydroxide into a yellow 
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base which could not be obtained in a homogeneous condition 
but appears to be an anhydride. NS -Dimethylthiophnyli 
n aphthylaminesulphonium perchlorate is a colourless, crystalline 
powder which is not affected by cold sodium hydroxide solution 
but is decomposed by warm alkali into methylthiophenyl.jj.ngV 
thylamine. S-MethylthiophenyUa.-naphthylaininesulphonium p e3 .. 
chlorate is decomposed by sodium carbonate solution with separ- 
ation of a yellow anhydride. . Attempts to obtain a A- methylated 
thiophenyl-a-naph thylamine were unsuccessful. 

Thiodi- fbnaphthylamine, pale yellow needles, m. p. 233°, h 
readily prepared in 85% yield by heating a mixture of di.fj.naph- 
thylamine and sulphur with a little iodine at 180 — 200°. It fe 
transformed in the usual manner into B-methylthiodi -^naphthyl 

a minesulphonium pcrcMorate> NH < Cq 10 jj®5 > SMe*C10 4 , a colourless, 

crystalline powder (the corresponding chloride , colourless leaflets, 

. platinicUoride, and picrate are described). The 
/\ /\ salts are converted by sodium hydroxide solution 

j | SMe | I i n to the corresponding anhydride (annexed 
formula), pale orange-coloured needles, m. p, 

| ] I I 160— 165° (partial decomp.), which is reconverted 

\/%/\/ by acids (including carbon dioxide) into colour- 
N less sulphonium salts. NS’Dimethylthiodi-l. 

1 C H 

naphthylaminesulphon ium perchlorate , NMe^Q^jj^SMe’ClOj, 

colourless crystals, is not decomposed by cold sodium hydroxide 
solution, but is converted by the hot reagent into A-methylthiodi- 
(S - n aph t hy lamine . 

Thiodi-a-naphthylamine is obtained in 60—70% yield by heating 
a mixture of di- a-naph thylamine, sulphur, and a little iodine at 
155 — 180°, and is conveniently purified through 
the black, crystalline picrate. It is trails* 
formed in the usual manner into S-rmthylihioii- 
oi-naphthylaminesulphonium perchlorate , a colour- 
less, crystalline powder from which the corre- 
sponding anhydride (annexed formula), golden- 
* yellow needles, m. p. 141*, is obtained. The 

latter substance is relatively stable towards dry air, but readil) 
absorbs acid vapours with formation of colourless sulphonium salts. 

H. W. 

1 : l'-DiaUryltetrahydro-4 : 4'-dipyridyls. Broto Emmibt 
and Otto Vabenkamp (Ber., 1922, 55, [a], 2322 — 2326; cf. * •> 
1920, i, 331 ; this vol., i, 680).— The recent observations of Daron 
and Frister (this vol., i, 678), that 1 : l'-diacetyltetrahydro- . 
dipyridyl and 4 : 4'-dipyridyl react in acetic anhydride solution ro 
form pyridine and diacetyldihydrodipyridyl, render it P ro , 
that dialkyltetrahydrodipyridyls could be converted by • 
pyridyldialkyliodides into 1 : l'-dialkyldihydrodipyndyb in «* 


/ 


'l 


N 


/\ 


y 


\/\/ 

SMe 


ance with the scheme : 
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I(B)N<OT;cH> C - C< CpS> N ( R ) I ^ 2I ( R )N<?g:^>CH+ 

^ us * 3 s ^ own in the instance 


of dibenzyltetrahydro-4 : 4'-dip}Tidyl and 4 : 4'-dipyridyl dibenzyl 
iodide to be the case ; benzylpyridinium iodide is produced, but 
the second product is a meriquinonoid substance formed by the 
union of molecular proportions of dibenzyldihydrodipyridyl and 
dipyridyl dibenzyl iodide. 

1 : r-Dibenzyltetrahydro-4 : 4'-dipyridyl is conveniently prepared 
by the addition of sodium amalgam to a solution of benzylpyr- 
idinium chloride in water covered with a layer of ether in an atmo- 
sphere of hydrogen. When dissolved in ethyl alcohol and gradually 
treated with an aqueous solution of dipyridyl dibenziodide in an 
atmosphere of hydrogen, it gives benzylpyridinium iodide and the 
qvinhydrone , C 48 H 44 N 4 I 2 , a dark violet powder, m. p. 180—185°, 
when rapidly heated, which is relatively stable towards air and dis- 
solves in alcohol, aniline, pyridine, or acetic anhydride with the 
formation of dark blue solutions which become brown on exposure 
to air. It is prepared more conveniently, but in a less pure con- 
dition, by the action of a large excess of sodium amalgam on an 
aqueous solution of dipyridyl dibenzyl iodide. II. W. 


Formaldehyde Derivatives of 2 : 5-Diketopiperazine. Emile 
Cherbuliez and Emanuel Feer ( Helv . Chim. Acta, 1922, 5, 678— 
687). — Protein substances are known to form compounds with 
formaldehyde, and it is suggested that combination takes place 
at the substituted amido-groups characteristic of these sub- 
stances. To test this hypothesis, experiments have been made 
with 2 : 5-diketopiperazine, which is the simplest derivative of an 
a-amino-acid containing nitrogen only in the form of a substi- 
tuted acid amide. 2 : 5-Diketopiperazine readily combines with 
formaldehyde to give 2 : 5-diketo - 1 : 4 -di-hydroxymethylpiperazine, 
small, colourless prisms, m. p. 178° (decomp.). It is a relatively 
stable substance forming a neutral aqueous solution, but dissolving 
more readily, without decomposition, in aqueous alkali. Its 
constitution is established by the preparation from it of the known 
2 : 5-diketo-l : 4-dibenzylpiperazine. It can be methylated with 
methyl sulphate to form 2 : o-diketo-l : 4-di-methoxymethyl-2 : 5- 
piperazine, colourless spangles, m. p. 99 — 100°, which is perfectly 
stable in aqueous solution. Bcnzoylation is best carried out with 
benzoic anhydride in pyridine ; 2 : 5-diketo-l ^-di-benzoyhnethyl- 
piperazine forms brilliant spangles, m. p. 182°. With piperidine, 
dikctodi-hydroxymethylpiperazine condenses to give 2 : 5-diketo- 
1:4 •di-'piperidinomethylpiperazine, long prisms, m, p. 156 — 157°, 
readily hydrolysed by hot water to diketopiperazine^ formaldehyde, 
and piperidine. 

the action of phosphorus pentachloride on the diketodi- 
bydroxymethylpiperazine,*2 : 5-diketo-l :4 •di-cMoromethylpiperazine 
is formed, m. p. about 162° (decomp.)* The chlorine atoms of this 
compound are extraordinarily reactive, in* consequence of which 
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derivatives are formed with the greatest ease. The compound is 
decomposed by water with regeneration of the di-hydroxymethyl, 
compound, whilst with alcohols the alkoxy-derivatives are formed- 
2 : 5-diketo-l : 4 -diethoxymeihylpiperazine forms rhombic crystals' 
m. p_ 92—93°. By the Friedel-Crafts’ reaction with benzene, if 
gives 2 : 5-diketo-l : 4-dibenzylpiperazine, and when heated alone 

with naphthalene, or with the addition of a little copper, at 150 

160°, it condenses to form 2 : 5-diketoA : 4 -di-naphthylrndhyl^r. 
azine, a white, crystalline powder, m. p. 189 — 192°. With (i-naph. 
thol, the dichloro -compound readily condenses, giving 2 : 5-diketo- 
1 : 4-di-((3-hydroxy-a-naphthylmethyl)piperazine, a crystalline 
powder, m. p. 285 — 286°; the dibenz&yl derivative forms fine 
needles, m. p. 267 — 268°. E. H. B. 


Preparation of Aromatic Selenium Compounds. Fabb- 
werke vorm. Meister, Lucius, & Bruning (D.R.-P. 348906 
and 350376; fro* Chem. Zentr 1922, iv, 46).— An earlier patent 
(A., 1918, i, 218) is modified by using selenic acid instead of selenium 
or selenium dioxide and by substituting other solvents for sulphuric 
acid or working in the absence of solvents. The compound obtained 
from o-nitrophenol and selenic acid in the presence of sulphuric 
acid, is a yellow powder containing 16% of selenium, and exploding 
on heating. Antipyrine gives with selenic acid a compound con- 
taining 17% of selenium ; it forms small crystals, m. p. about 
238°, with discoloration. By the action of selenious oxide on 
p-nitroantipyrine in formic acid solution, di-p-nitroantipyrylseknik 
is obtained; it forms yellow crystals, m. p. about 260° (decomp.). 
Di-p-tolylartiipyryl selenide, (C 12 H 13 ON 2 ) 2 Se, prepared from p-tolyl- 
antipyrine and selenious acid in alcoholic solution, forms colourless 
crystals, m. p. about 255° (decomp.). The compound obtained by 
the action of selenious acid on resorcinol in aqueous solution is ft 
brown powder. G. W. R. 


Preparation of Water-soluble Compounds of Diethyl- 
barbituric Acid and its Homologues. Johann A. Wulfkw 
(D.R.-P. 345361; from Chem. Zentr 1922, ,ii, 1080 — 1081).— 
Solutions of diethylbarbituric acid or its homologues are treated 
with the theoretical amount of calcium hydroxide, magnesium 
hydroxide, or freshly precipitated calcium carbonate, if necessary 
with heating, and after filtration, if required, evaporated to to® 
in a vacuum. The calcium salt and the magnesium salt of diethyl 
barbituric acid are mentioned, and also the calcium salt an< e 
magnesium salt of phenylethylbarbituric acid. The products have 
therapeutical uses and form stable mixtures with alkaline ea 
salts of o-acetoxybenzoic acid. 


3-Hydr oxy-2-phenylindazole . Gustav Heller (^ r -\ T 
55, f£], 2680).— In reply to von Auwers and Hiittenea (tw -j 
i, 682), the author maintains the individuality of the 1 ^ er C S 
of 3-hydroxy* 2-phenvl indazolc described by him (A., <■ 
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The Interaction of Aniline and Acraldehyde. Frederick 

George Mann (T., 1922, 121, 2178—2182). 

Dithiocarbazinic Acid. II. Sima M. Losanitch { Ohs . Acad. 
fcf. Belgrade , 1522, 103, 1—9).— In a previous communication 
T., 1921, 119, 763), it was shown that the dithiocarbazinates 
[ecompose slowly when heated in aqueous or alcoholic solution, 
ridding hydrogen sulphide, ammonium sulphide, ammonia (or 
, n amine), sulphur, and a white, crystalline product of acid reaction. 
Phis decomposition yields in the beginning hydrogen sulphide, 
emithiocarbazide, and thiocarbazide. Subsequently, the products 
if the first decomposition interact with the dithiocarbazinate and 
orm ammonia and thiodisemithiocarbazide, 

nh 2 *nh-cs*s*cs-nh-nh 2 . 

Phc latter product then suffers transformation into the white, 
ixystalline acid product mentioned in the first communication. 
?or this compound the author suggests tfie constitution 

3[C(SH)!N*NH 2 ], or S(0^^^>NH 3 ) 2 , whilst Busch, who obtained 

t previously, regarded it as a derivative of thiodiazole of the formula 

m%C-SH,N 2 H 4 (cf. A., 1894, i, 625; 1899, i, 825). 
fil'C ‘O 

It fonns colourless needles and plates, decomp, about 170°, m. p. 
!25°, and is soluble in water, less so in alcohol. With methyl iodide, 
t yields a dimethyl ester, colourless crystals, m. p. 136 — 137°. It 
ilso forms a mono-, di-, and poly-sulphide. The disulphide has 
ieen already described by Ziegele (A., 1899, i, 827). The mono- 
nlphide is formed if the aqueous or alcoholic solution of the acid 
s boiled; it crystallises in yellow needles, m. p. 178° (decomp.), and 
orms salts with bases. The salts of the alkalis and ammonium are 
oluble in water ; those of the heavy metals insoluble. The ammon- 
um salt yields with methyl iodide the monosulphide methyl ester, 
l white substance, soluble in alcohol; m, p. 71°. The poly sulphide , 
C 4 H 4 N 4 S 7 ), is formed together with the disulphide by the method 
employed by Ziegele ( loc . cit.); it is insoluble even in boiling 
ilcohol, forms yellow crystals, m. p. 186°, and is not identical with 
he polysulphide (C 2 H 2 N 2 S 3 ) described by Ziegele. S, S. M. 

The Cyanine Dyes. VI. Dyes containing a Quinoline 
ind a Benzothiazole Nucleus. The Thioisocyanines. 

Valter Theodore Karl Braunholtz and William Hobson 
to (T., 1922, 121, 2004—2008). 

Formation of Triphenylpararosaniline Hydrochoride from 
liphenylamine and Chloralammonia. Riki Horihchi ( Mm . 
'OH. Sci. Kyoto , 1921, 5, 1 — 7). — The small yield of triphenyl- 
Jararosaniline hydrochloride obtained by heating diphenylamine 
chloralammonia directly at 130°, is greatly increased by rnain- 
the temperature at 100° for some time prior to heating 
130°, The author has investigated the reaction of diphenyl- 
tome with various compounds containing CCI 3 and CHO groups, 
*spectively, and concludes that- compounds centaining the former 
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group are alone concerned in the formation of diphenylami^ ki 
the chlorine atoms being replaced by the phenyl group, and u’ 
resulting product reacting with part of the hydrogen eld 'a 
produced. . J. & q ^ de 

Preparation of New Triarylmethane Colouring 

British Dyestuffs Corporation, Ltd., Arthur George 
Kenneth Herbert Saunders, and Stanley Charles ft**’ 
(Brit. Pat. 185612). — New triarylmethane dyes containing^ 
hydroxyalkyl group attached to nitrogen are obtained by ^ 
densing Michler’s ketone or Michler’s hydrol with an arylhyd^ 
alkylamine, an aryldihydroxyalkylamine, an arylalkylhydroxyalk 
amine, or an arylaralkylhydroxyalkylamine, and, where the hydll 
is used, oxidising the leuco-compound first produced to the dyestuff 
in the usual way. For example, tdraTndhyletihandtnamkoii. 
pkenylnaphthylcarbinol hydrochloride , 

(NMe 3 *C 6 H 4 ) a C:C 10 H 6 :N(C 2 H 4 *OH),HCl, 
is obtained by adding 23 parts of a-naphthylethanolamine to 
the product of the action of 20 parts of phosphorus oxychloride 
on 30 parts of tctrainethyldiaminodiphenyl ketone in presence of 
toluene as diluent. The dye crystallises on cooling in green crystals 
which have the same properties as Victoria-Blue-R except that 
the solubility is much superior. Tetramethyldietkanoltrimm 
t r iphen ylca rbi nol hyd rock lo ride, 

{NMe 2 -C fi H 4 ) 2 C:C 8 H r Na(C 2 H 4 *OH),, 
prepared from Michler’s hydrol and diethanolaniline, and sub- 
sequent oxidation of the resulting leuco-compound with lead 
peroxide, is a coppery powder which dyes tanned cotton bright 
purple shades. Other shades of purple are obtained by substituting 
for the diethanolaniline other hydroxyalkylarylamincs such as 
ethanolaniline, diethanol-o-toluidine, etc. G. F. M. 

The Structure of the Compounds Obtained by the Oxid- 
ation of the Additive Products of (3-Naphthylamine and Azo- 
esters. Otto Diels and Harald Wackermann (Ber. t 1922, 
55, [A?], 2443 — 2450). — The additive compound of p -naphthyl- 

amine and ethyl azodi- 
carboxylate (annexed 

/x v - A yx , - formula I) has been 

fViNH, < YVn-oh 


^r<^C0 2 Et 


NH*C0 2 Et 


Vr/COt>Et 

7 v N-C0 2 Et 


i i r 


observed to be con- 
verted by oxidation into 
a yellow compound to 
which the formula H 
The correctness of the 


\/\/ 
a.) m 

• has been assigned (cf. A. f 1921, i, 2S0). — 
second formula is established by a series of experiments starting 
from the corresponding methyl ester. 

The compound C 10 H 6 <^Q^i!l>N-CO 2 Me, brownisM w 

prisms, m. p. 117° (decomp.), is prepared by the addition of 
hydrogen peroxide to a hot solution bf the additive oompoun 
p-naphthylamine and melhyl azodicarboxylate in glarna^ 
acid. The presence. in it of a mobile hydrogen atom is 
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k the formation of an additive compound, C 18 H 18 0 8 N 4 , m. p. 138°, 
„ith carbethoxycarbimide and by its conversion by potassium 
e thoxide and benzyl chloride into the benzyl derivative, 

Cio H 6<N(0%H2Ph)^ >N ’ C0 2 Me > 

colourless crystals, m. p. 187°. Cautious treatment of the product 
of the oxidation of the methyl or ethyl ester with dilute alkali 
hydroxide solution causes hydrolysis, loss of carbon dioxide, and 

formation of the acid, C 1 qH 6 <C^q jj ^ N*C0 2 H, pale yellow needles, 


m . p, 128°; the alternative formula, C 1 d H 6 <^|q^ 5>NH, is 

excluded since the acid does not immediately lose water and carbon 
dioxide with the formation of 1 : 2-azimidonaphthalene. The latter 
substance, m. p. 178 — 179°, is, however, produced when the acid 
js treated with methylamine (40%). 

A similar conclusion is drawn from an attempt to obtain the 
methyl ether of the oxidation product by means of diazomethane ; 
normal methylation appears to take place in the first instance, but 
the methyl ether is unstable, immediately losing carbon dioxide 
and, presumably, dimethyl ether with consequent formation of 

methyl ct$-aziminom phthalenecarboxylak, w<w§> K , 


pale, reddish-brown prisms, m. p. 132 — 133°; the identity of the 
latter compound is established by its production from aziraino- 
tiaphthalene and methyl chloroformate in the presence of benzene 
and pyridine. H. W. 


Addition of Azoimide at Contiguous Double Linkings. 
VIII, 5-Anilmo-l-phenyltetrazole and the Azide of Dithio- 
;arbamic Acid. E. Oliveri-Man dalA ( Gazzetta , 1922, 52, 
ii, 139— 144; cf. A., 1913, i, 961). — The action of azoimide 
on carbodiphenyldi-imide yields 5-anilino-\ -phenyltetrazole, 
''N'NPh 

N\ AT i , which forms slender, white, acicular crystals, 
JN.C'NHPh 

in. p, 162°, and yields an acetyl compound, m. p. 87°, and a silver 
derivative, C 13 H 10 N 5 Ag. This compound, which is undoubtedly 
formed by way of the azide, NPh:c:NPh+N 3 H NPh:C(N s )-NHPh 
— > Ci 3 HnN 5 , is identical with that obtained by Busch and Bauer 
(A., 1900, i, 414) by the action of nitrous acid on aminodiphenvl- 
?najoidine and regarded by these authors as phenyliminophenyl- 

dihydrotetrazole, ^ ; from its mode of preparation, its 

ira*c:NPh J . 

marked stability towards concentrated solutions of acids and bases, 
and its formation of an acetyl derivative, the compound must, 
however, be regarded as a tetrazole derivative, although it is not 
improbable that in the formation of salts it may undergo trans- 
formation into the phenyliminophenyltetrazolone. When heated 
a We its melting point, 5<anilino- 1 -phenyltetrazole decomposes, 
yielding carbylamine, azoimide, and 1 -phenyltetrazole, m. p. 65 
(Freund and Paradies, A., 1901, i, 770; Qliveri-Mandala and 
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Alagna, A., 1911, i, 243), the last resulting from the interaction of 
the phenylcarbylamine and azoimide. 

Azoimide combines also with carbon disulphide giving 
explosive compound , which corresponds in behaviour with the 
azides of thiocarbamie acids and has probably * the structure 
SH-CS-Ng. It forms a sodium salt, CN^SjNa, and when heated 
gently with dilute hydrochloric acid decomposes losing two atoms 

of nitrogen and one atom of sulphur, SH'CS‘N 3 — > 

HS'CSN, and, if concentrated solutions are used, yields the insoluble 
yellow compound, C 2 H 2 N 2 S 3 , obtained on decomposition of aqueous 
tbiocyanic acid solutions. Some of the salts of the explosive azida 
were prepared by Sommer (A., 1916, ii, 29). 

The above results, together with those published in the author’s 
previous papers, show (1) that with carbylamines, ketens, esters 
of isocyanic and thiocyanic acids, carbodiphenyldi-imide and carbon 
disulphide, which contain two contiguous double linkings, azoimide 
readily unites, the triazo- group becoming attached always to the 
carbon atom and the hydrogen to the nitrogen atom ; that, in the 
first two cases, integral addition of the azoimide molecule at the 
double linking may result in the formation of tetrazole derivatives, 
(2) That the unsaturated groupings, *N!C(N 3 )* and ;C!C(N 3 h 
undergo rapid isomerisation to the corresponding heterocyclic 

compounds, V and L The only known compound 

of this type with which Isomerisation of the triazo-group does not 
occur is vinylazoimide (Forster and Newman, T., 1910, 97, 2570), 
which does not undergo isomeric change to isotriazole. On 
account of the ease with which the three nitrogen atoms, even when 
forming part of a nucleus, are eliminated as azoimide, the compound 
described by Thiele and Ingle (A., 1896, i, 107) as tetrazylazoimide 
must be regarded as composed of two tetrazole nuclei 
(annexed formula). (3) That diphenylcarbodi-imide 
reacts more readily than phenylcarbimide with 
azoimide. This is in accordance with the observ- 
ations of Staudinger and Meyer (A., 1920, i, 228), who 
found that replacement of the carbonyl group in NPh!C.O by 
iCINPh causes marked increase in the reactivity. T. H. P. 

The Influence of Hydrogen-ion Concentration on the 
Solubility of Uric Acid. A. Juno (Helv. Chm . Ada, 1922,5, 
688— 702) —Experiments were made to determine whether slight 
changes in the degree of acidity in the neighbourhood of the neutra 
point, Buch as can be obtained by the use of buffer systems, have 
any influence on the solubility of uric acid. It is * our ^ 
the influence is considerable. The solubility is lowest- wit 0 
p u values, that is, in acetate mixtures, and highest in phosp a 
and borate mixtures. It rises from 0*59 gram per litre at Ph 
to 1-54 grams per litre at p n 7-6, and continues to rise rap 
above this p\i value * lt a PP ears probable that the 
the anion in the buffer salt has a chemical influence, P 


n<n*n 

.N*C 

NH <*dr 
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gaits may be formed, for instance, between the uric acid and borates 
or phosphates. In the case of all solutions having a p^ value higher 
than 7*6, when the saturated solution was kept for fourteen days 
almost the whole of the uric acid was precipitated. This precipitate 
may be a complex salt or may be sodium biurate precipitated 
through decomposition of a complex compound. Uric acid is 
completely precipitated from solution by animal charcoal, and 
since at the same time there is generally a slight fall in the p l{ value 
of the solution, it appears that uric acid salts are adsorbed by the 
charcoal. E. H. R. 

Preparation of Carboxylic Acids of the Purine Series. 

E. Merck, Otto Wolfes, and Erich Kornick (D.R.-P. 352980; 
from Ckem. Zentr 1922, iv, 160— 161).— Salts of mono- or di- 
alkylated xanthines are treated with salts of monohalogenated 
aliphatic carboxylic acids. By heating sodium theobromine in 
aqueous alkaline solution with monochloroacetic acid, theobromine-l- 
acetic acid is obtained as colourless crystals, m. p. 260°. Theo- 
phylline and monochloroacetic acid give theophylline-1 -acetic 
acid, crystals, m. p. 271° (corr.). 3-Methylxanthineacetic acid 
forms needles, m. p. 306° (decomp.). Sodium 3-methylxanthine 
and (3-iodopropionic acid give S-melhylxantMnepropionic acid, 
lustrous leaflets, m. p. 308 — 309° (deeomp.). The ^ T -alkyl-carboxylic 
acids of mono- and di-alkyl xanthines and their salts have therapeutic 
uses. G. W. R. 

Azoxyamides and Diazo-compounds. A. Pieroni { GazzeUa , 
1922, 52 , ii, 32 — 43). — Since only one phenylazoxycarbonamide is 
obtainable from phenylazocarbonamide, although Angeli’s results . 
(A., 1916, i, 679) indicate that two isomerides should exist, the 
author has investigated p-bromo- and p-nitro-phenylazocarbon- 
amides and the corresponding azoxy-derivatives, For the pre- 
paration of these azocarbonamides, Widman’s general method 
(A., 1895, i, 603) yields unsatisfactory results. p-Bromophenyl- 
azocarbonamide may, however, be obtained by diazotisingp-bromo- 
aniline, treating the diazonium salt with aqueous potassium cyanide 
solution, and treating the nitrile thus formed in moist ethereal 
solution with a current of hydrogen chloride; under these condi- 
tions, the nitrile unites with a molecule of water. The compounds 
thus obtained, namely, p-bromo-, p-nitro-, and 2 : 4-dibromo- 
phenylazocarbonamides, and p-bromo- and p-nitro-phenyldiazo- 
nitriles, w T ere subjected to the action of hydrogen peroxide in 
acetic acid solution. Of the azoxyamides prepared in this way, 
none could be obtained in two isomeric forms, and the method of 
formation and also the behaviour indicate in all cases the formula 
0!NRIN*CO*NH 2 ; that they are not more complex compounds is 
shown by their cryoscopic behaviour. The constitution of p-bromo- 
phenylazoxycarbonamide is confirmed by the readiness with which 
it is reduced, by means of /inc dust and acetic acid, to the original 
azocarbonamide. Treatment of aqveous p-bromophenylazoxy- 
carbonamide with an alkaline solution of potassium hypobromite 
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and subsequently with (3-naphthol results in evolution of gas an( j 
formation of bromophenylazo-p-naphthol-red. 

The fact that^-bromo- and jp-nitro-benzodiazonitriles areoxidis^ 
by hydrogen peroxide in acetio acid solution, yielding mainly the 
corresponding azoxyamides, indicates that the action of hydrogen 
peroxide on ^-chlorobenzodiazonitrile proceeds, not in the manner 
supposed by Bamberger and Baudisch (A., 1912, i, 733), but in the 
two stages described by Angeli (foe. cti.) : CaHjChNtN'CN-L 

H 2 0 2 =C 6 H 4 ChN0:N*CN+H 2 0 and C 6 H 4 C1 -NO;N‘CN+H„oI 
cXci-no:noh+hcn. 

Under the ordinary experimental conditions, 2 : 4-dibromo- 
phenylazocarbonamide is not oxidised to the corresponding azoxy. 
derivative by hydrogen peroxide, and no azoxy- compound has been 
obtainable from benzoylazo-p-bromobenzene. 

All the azoxyamides obtained exhibit close analogy to aromatic 
diazo-compounds. In slightly alkaline solution, they react with 
|3-naphthol to give the corresponding benzeneazonaphthols, and 
they also react in alkaline solution with pyrrole and its derivatives, 
with phenols, with ethyl acetoacetate, and with nitroetbane, With 
saturated aqueous potassium hydroxide solution, the ^bromo- 
azoxyamide reacts in accordance with the scheme : 

C fl H 4 BrN0:N*C0*NH!j C,H 4 Br:NO:N‘C0 2 H -> 

6 4 C 6 H 4 BrNO:NH -> C # H 4 BrlOK)H. 

Since the two isomerides, O*NPh.N*CgH 4 *0H and 
NPh:NO*C e H 4 *OH 3 

yield the compound NPhiN'OH as final product when oxidised 
with permanganate, and since also the nitrosoamine of phenyl* 
carbamide, NH^CO’NPh-NO, which is isomeric with phenylazoxy* 
carbonamide, reacts in alkaline solution with (U-naphthol like , 
diazo-derivatives and azoxyamides, giving phenylazonaphthol, the 
existence of the two isomerides OINPhINH and NPhiNHiO may 
be assumed The normal diazotates will therefore be represented 
by the general formula (XNRINH and NRINHIO (cf. Angeli, 
A., 1916, i, 679), and the behaviour of these compounds is explained 
better bY the pr esence of conjugated double linkings than by 
Hantzsch’s view that normal and iso-diazotates are spacial isomerides 
of the formula, NEUN-OH. , 

Phenulazoxymrfyommide , OINPhaVCO-NH^ forms long need.es, 
m. p. 150° (decomp.), reddening in the air, and exhibits normal 
cryoscopic behaviour in acetic acid solution. 

2 : 4:-Dibroinophefoylazo<xirbona7nide, C 4 H 3 Br 2 , N^ , CO , Mf 2 , ry 
tallises in long, orange-yellow, silky needles, m. p. 194 . 

p-Brcmwphenyfozocarbommidc, C 6 H 4 BrN:N*CO*NH 2 , forms cn • 

U pl C«H,Br-]S T 0:X'C0'NH 2 , crystal- 
Uses in pale yellow needles, m. p. 201 (aecomp.). 

p-Nitraphenylazoxy<Mrb<mamide, C 7 He0 4 >i 4 , forms p y 
needles, m. p. 203“ (decomp.), and readily 
to the presence of the rntro, group, which tends to 
highly negative and less stable azoxy-group. With p P 
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alkaline solution, the amide readily reacts with formation of the 
deep red p-nitrophenyiazo-p-naphthol. 

Potassium p-bromobenzeneazoxycarboxylatc , CgH^rNCKN’COjK, 
is a yellow, crystalline compound, but could not he obtained pure, 
as it readily* undergoes alteration. T. H. P. 

Certain Salts with para-, ortho-, and meta-Quinonoid 
Structure. ID. R. Ciusa and G. Rastelli (Gazzetta, 1922, 
52, ii, 121—125; cf. A., 1920, i, 256; 1921, i, 63). — The authors 
have completed the optical investigation of p- and o-nitrophenyl- 
hydrazones and the corresponding alkali metal salts. 

The monosodium salt of pyruvic acid p-nitropkenylhydrazone , 
C0 2 Na‘CMeIN , NH‘C 6 H 4 *N0 2 , forms lustrous, pale yellow scales; 
the;" mono-potassium salt, similar scales; the disodium salt, small, 
violet crystals, and the dipotassium salt, small, violet needles. 
All these salts yield the original hydrazonc on hydrolysis. 

Pyruvic acid o-nitrophmylhydrazom forms yellow needles, m. p. 
221°, the mono-sodium and potassium salts yellow scales, and the 
di-sodium and potassium salts blue crystals with metallic lustre; 
these salts also give the original hydrazone when hydrolysed. 

Solutions of these quinone-nitronic acids are moderately stable, 
and in the experimental conditions employed obey Beer’s law 
sufficiently well. Spectrograph ic examination shows that the 
salification is accompanied by profound structural change; the 
benzenoid form of benzaldehyde-p-mtrophenylhydrazone is altered 
to a para -quinonoid structure, the characteristic band at 2100, 
which is shown by ordinary’ quinone, becoming evident. Similarly, 
pyruvic acid p-nitrophenylhydrazone and its monometallic salts 
are benzenoid, and its dimetallic salts quinonoid, in character. 
The o nitrophenylhydrazones exhibit the same behaviour. 

T. H. P. 

Certain Salts with para-, ortho-, and meta-Quinonoid 
Structure. IV. R. Ciusa and G. Rastelli (Gazzetta } 1922, 
52, ii, 126 — 128; cf. preceding abstract). — The action of methyl 
iodide on the potassium salt of bcnzaldehydc*p-mtrophenylhydrazone 
yields, not a quinonoid methyl ether of the hydrazone, hut benz- 
aldehyde-p-nitTaphcnylmeihylhydrazone , CHPh!N’NMe*C 6 H 4 \N0 2 , 
which separates in either red or canary-yellow crystals, m. p. 131°, 
yields a^-p-nitrophenylmethylhydrazine on hydrolysis, exhibits an 
absorption spectrum similar to that of bcnzaldehyde-p-nitrophenyl- 
hydrazone, and in acetone solution gives no coloration with alkali. 

as-p -Nitrophenylmethylhydrazine, NH 2 *NMe , C 6 H 4 *N0 2 , forms 
yellowish-brown, acicular crystals or silky, yellow needles, m. p. 
156°, reduces Fehling’s solution, gives a silver mirror with am- 
moniacal silver nitrate, and condenses with aldehydes and ketones 
to the corresponding hydrazones. This constitution was suggested 
by Charrier (A., 1915, i, 905) for a compound, m,.p. 142°. The 
hydrazine forms a picraie , NHg'NMe'CgH^NO^CgHgOjNg, m. p. 
131° (decomp.), and witl^ ferric chloride solution yields a small 
proportion of a compound , m. p. 14; VI 46°, which is possibly the 
corresponding tetrazone. 

vol. cxxii. i. pp 
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Pyruvic acid &,s-p-nitrophenylmdhylkydrazone forms both red and 
yellow modifications, m. p. 153°. T. H. P. 

Protein Precipitants. Alma Hiller and Donald D, 
Slyke (J, Biol. Chem.y 1922, 53, 253 — 267). — ‘With the object of 
ascertaining the extent to which proteins and protein products 
are precipitated by different protein precipitants, the action of a 
number of these substances both on blood and Witte’s peptone 
has been studied. The results with the latter substance indicate 
that tungstic acid and picric acid precipitate protein intermediate 
products relatively completely without precipitating the amino- 
acids ; trichloroacetic acid removes proteins only, nearly all the 
protein products passing into the filtrate; whilst metaphosphoric 
acid, colloidal iron, and mercuric chloride occupy an intermediate 
position with regard to their action on protein products. With 
blood, all the substances studied removed proteins completely, 
and all, with the exception of alcohol, allowed similar amounts 
of amino -acids to pass into the filtrates. The recovery of added 
mixed monoamino-acids was, however, incomplete in the cases of 
metaphosphoric acid and alcohol. E. S. 

The Colloidal Behaviour of Serum Globulin. David I. 
Hitchcock ( J . Gen . Physiol. , 1922 , 5, 35 — 44). — The globulin of 
ox serum behaves stoicheiometrically as an amphoteric electrolyte, 
like other proteins which have been investigated, such as gelatin. 
The potential differences and osmotic pressures across membranes 
separating acid solutions of this protein from water are largely explic- 
able by Donnan’s theory of membrane equilibrium. W. 0. K. 


Effect of Acids and Alkalis on some Chemical and Physical 
Properties of Haemoglobin. G. Quagliariello {Arch. M 
biol. , 1921, 2, 423—472; Ber . ges. physiol, 12, 82—83; from' 
Chem . Zentr., 1922, iii, 52— 53).— The author has studied the effect 
of lactic acid, hydrochloric acid, and sodium hydroxide on the 
surface tension of protein solutions, and in particular of haemoglobin 
solutions, by stalagmometric measurements. The effect of lactic 
acid is similar to that of hydrochloric acid. Both acids and alkali 
exert the same effect on haemoglobin solutions as on solutions of 
other proteins. No evidence was found for an aggregation, of the 
haemoglobin molecule. The surface tension, like the solubility, 
osmotic pressure, viscosity, and swelling power, shows a minimum 
at the isoelectric point, all these properties being connected with 
the degree of dissociation of the ampholyte. The free ions are 
hydrated more easily than the molecules. The marked depression 
of the surface tension at the isoelectric point appears abnormal, 
since the less stable is a colloidal solution the more does the surtace 
tension approach that of the solvent. The lowering .m J** 
tration consequent on molecular aggregation must be b ^ ^ J 
increased surface activity. 

Hamocyanin. VI and VII. The Action of some Gases os 

Hsemoc stain. Ch. Data* and A. Schneider 

gen., 19221, 20, 1—13; 34— 40).— An examination of the actio 
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hydrogen, nitrogen, carbon dioxide, carbon monoxide, nitric oxide, 
methane, acetylene, and ethylene on haemocyanin. The oxy- 
haemocyanins from the various species used are as easily and rapidly 
reduced by treatment with an inert gas at 15° to 20° as by a vacuum 
a t 40°. Hesmocyanin forms with nitric oxide a crystallisable, 
green pigment which is less unstable than oxyhsemocyanin. Reduced 
haemocyanin at 20° does not form coloured compounds with methane 
ethylene, or acetylene. Chemical Abstracts. 

Preparation and Analysis of Animal Nucleic Acid. P. A. 

Levene ( J . Biol. Che til., 1922, 53, 441 — 447). — The author’s method 
{A., 1921, i, 821) for the preparation of animal nucleic acid has been 
improved. The ground glands (10 lb.) are boiled for thirty dive 
minutes with 5 litres of water containing 250 grams of sodium 
hydroxide. The mixture is then neutralised with acetic acid, 
treated with a colloidal solution (50 c.c.) of iron, filtered, and left 
over-night. Addition of a double volume of methyl alcohol con- 
taining 2% of hydrochloric acid precipitates the nucleic acid. The 
method has been applied to thymus gland, spleen, kidney, pancreas, 
and liver. In the latter case, the product contains considerable 
amounts of glycogen and must be further purified. Nucleic acids 
from the above organs have the same elementary composition, 
which corresponds with that of a hexose tetranucleotide. Estim- 
ations of the purine bases also agree with the tetranucleotide 
theory. E. S. 

Some Properties of Dialysed Gelatin. Dorothy Jordan 
Lloyd ( Biochem . J., 1922, 16, 530 — 540). — The influence of hydro- 
chloric acid, sodium hydroxide, and sodium chloride on the gelling 
power of gelatin purified by dialysis at the isoelectric point (cf. 
A., 1920, i, 452, 895) has been followed. For comparative pur- 
poses, the minimum concentration of gelatin necessary to produce 
a gel after keeping for forty-eight hours at 15° has been taken as 
an inverse measure of the gelling power. Under these conditions, 
pure gelatin requires a minimum concentration of 0'8% to form 
a gel. Hydrochloric acid decreases the gelling power, the dimin- 
ution passing through a maximum at P n 2 — 3 and again beyond 
P it 0*7. Sodium hydroxide slightly decreases the gelling power 
between P H 10 — 12, and completely prevents gelation above P n 12. 
Neutral salts diminish the influence of hydrogen ions on gelling 
power; no other simple relationship between sodium chloride 
content and gelling power appears to exist. 

The influence of hydrochloric acid, sodium hydroxide, and sodium 
chloride on the production of turbid gels, and the effect of tero- 
perature on the optical rotation of gelatin have also been studied. 
Finally, the theory of gelation is discussed. E. S. 

Thermal Expansion of Gelatin Gels. Alan Taffel (T., 
1922, 421, 1971—1984). 

Saccharase. E. CanAls {Bull Soc. chim 1922, [iv], 31, 
921—928 ; cf. Tribot, A., 1909, i, 73}.— An attempt to verify the 
author’s hypothesis that magnesium behaves as a catalytic agent 

V p2 
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with regard to saceharase in a manner analogous to that of man- 
ganese with regard to oxydases. Analysis of saccharases f rom 
various sources shows that all specimens contain a considerable 
proportion of magnesium and of phosphoric acid, similar results 
being obtained from a filtered solution made from each specimen. 
Other substances found in the ash are potassium, sodium, iron 
aluminium, calcium, chlorine, and sulphur (as sulphate), but in 
some cases one or more of these elements are missing or present onlv 
in traces. The magnesium and phosphate content when examined 
quantitatively shows wide variation. H. J. E. 

A Silver Compound of Saceharase. H. von Euler and 
K. Josephson {Ber. y 1922, 55, [B\ 2416—2420). — Previous investi- 
gations on the inactivation of saceharase by silver salts (Euler and 
Svanberg, A., 1921, i, 68, 202; Euler and Myrback, this vol., i, 
693) have made it very probable that a compound of saceharase 
and silver is formed ; such a product has now been isolated in a 
somewhat impure condition. 

A saceharase solution is concentrated in a vacuum until it is 
approximately 1% and treated with an excess of silver nitrate; 
after some hours, the solution becomes brown, but remains clear. 
Addition of concentrated alcohol causes the separation of a brown 
precipitate which can be readily removed by centrifuging ; it is 
purified by solution in water and re-precipitation with alcohol. 
It contains approximately 50% of carbohydrates, which are derived 
mainly from the original yeast. Analysis of the product gives 
silver 2*5%, phosphorus 0*81%, nitrogen 4>5%, carbon 41-5% 
hydrogen, • 7-6%, and oxygen 43*1%. It is remarkable that the 
atomic ratio of phosphorus to silver is 1 : 1. This is in agreement 
with the value deduced from the experiments of Euler and Myrback 
{loc. cit.), H. W. 

The Inactivation of Saceharase by Iodine. H. von Euler 

and Store Landergren {Biorhetn. Z. y 1922, 131, 386 — ^389). — 
Addition of iodine in potassium iodide solution to two different 
saceharase preparations of different activity reduced the activity 
to one-half. Sodium thiosulphate cannot reactivate the saceharase. 

H. K. 


Effect of Filtration on Amylases. Jean Effbost (Corn'll 
rend. soc. Biol., 1922, 86, 271—273; from Chem. Zenlr., 1922, in. 
177; cf. this vol., i, 184). — Ptyalin retained from saliva by 
filter-paper cannot be removed by water or by sugar solution. 
It is removable, however, in the presence of sodium chlonde or 
starch paste. This absorption increases with rise of temperature 
and affects, not only diastases, but also’ inhibitory substances 
accompanying them. Diastases may thus be purified by filtration. 
Many inactive .plant juices may be activated by filtration^ ^ 

Characteristic Properties of Anty* 3 ®®* 

Jean Effront ( Compl . rend ! soc. Biol, 19—, 86' 27 - ■ 

Chem. Zenlr., 1922, ii;, 177; cf. preceding abstract) .-Amy 
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of animal origin, from bacteria, and from seeds are readily isolated 
by maceration. Amylases from green plant materials are isolated 
with difficulty, but more readily in the presence of sodium chloride 
or starch paste. Arumal amylases, and amylases from germinated 
seeds quickly form sugar from starch grains, 72—74% being changed 
within an hour. Amylases from resting seeds and from vegetative 
portions of plants are less active. The optimum temperature for 
animal and bacterial amylases and for amylases from vegetative 
portions of plants is 40 . For amylases of certain germinated 
seeds, the optimum temperature is 60°. Resistance to heat and 
chemical effects (acids) varies with origin. G. W. R. 

The Asymmetric Action of Emulsin in the Benzaldehyde- 
cyanohydrin Synthesis. E. Nordefeldt ( Biochem . Z,, 1022, 
131, 390 — 410 ; cf. this vol., i, 66).— The author has made a detailed 
examination of the most favourable conditions for the formation 
of optically active cyanohydrin and records some properties of 
emulsin. For the production of optically active cyanohydrin, 
emulsin is necessary. With small quantities of emulsin, there is 
proportionality between the rotation attained and the amount of 
emulsin present, but with larger quantities the rotation rises more 
slowly than would be expected. The ^-cyanohydrin is labile and 
its rotation falls off spontaneously. This velocity of autoracemis- 
ation increases with rise of temperature and with increasing acidity 
within the range P n 3 to 6*5. At the neutral point the velocity of 
racemisation equals the velocity of formation of the cyanohydrin 
and the product is inactive. H. K. 

Mechanism of Action of Oxidising and Reducing Ferments. 

F. Battelli and L. Stern {Arch, internal. Physiol, 1921, IS, 
403 — 418; Ber. ges. Physiol. , 1922, 11, 431 432 ; from Chem. 
Zenb\ t 1922, i, 1203 — 1204). — Ferments are divided into three 
groups, according to the behaviour of the ions of water to the 
substrate, namely hydratases, for example, the ferment concerned 
in the reversible change fu marie acid to maleic acid; hydrolases 
producing esterification or hydrolysis; and oxydorcductases in 
which the hydrogen and hydroxyl ions of water give reduction and 
oxidation products respectively. Catalase is regarded as an 
oxydoreductase. ” G. W. R. 

The Action of Poisons on Enzymic Processes. VII. 
Metal Catalysis and Catalase Action. VIII. The Volumetric 
Method for the Estimation of Catalase. C. G. Santesson 
{Shmd. Arch. Physiol, 1922, 47, 129—181, 191— 208).— VII.— The 
amount of catalyst is of importance when the material acted on* is 
constant ; colloidal metals in minute amounts are often ineffective. 
Frog muscle catalase shows similar properties, although not so regu- 
larly ; the effective amount of catalase may be of the order 0*06 mg. 

A low temperature (0-6 — 0*9°) markedly decreases the evolution of 
oxygen caused by colloidal silver ; heating the solution also inhibits 
its activity. Muscle catalase is similarly affected. The effect of 
a series of ions on the activity of colloidal silver and muscle catalase . 
is widely different in the two cases. 
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VI n. — A criticism of the methods available for the determination 
of catalase activity. The use of 0-211% (0-062W) hydrogen pe r . 
oxide is preferred. Chemical Abstracts. 

The Anaerobic and Aerobic Oxidation of Xahthine and 
Hypoxanthine by Tissues and by Milk. E. J. Mob us 

C. P. Stewart, and F. G. Hopkins (Ptw. Roy. Soc., 1922, [B], 94, 

109 131). — Milk: and certain animal tissues contain a catalytic 

system which can bring about the rapid oxidation of xanthine 
and hypoxanthine to uric acid either anaerobically in the presence 
of methylene- blue (which is thereby reduced), or aerobically in its 
absence. The action of the enzyme is highly specific ; thus, neither 
guanine, caffeine, theobromine, uracil, thymine, cytosine, nor 
histidine is able to induce the reduction of methylene-blue in 
milk. Adenine does so slowly, but this is due to the presence of 
adenasc, which converts the adenine into hypoxanthine. Under 
anaerobic conditions uric acid is produced at the same rate from 
both xanthine and hypoxanthine ; when aerobic conditions prevail, 
however, the time required for the complete conversion of hypo- 
xanthine into uric acid is twice that necessary in the case of xanthine. 
This is probably due to the fact that the system is homogeneous in 
the former, and heterogeneous in the latter, case. With moderate 
concentrations of base present the oxidation proceeds at a linear 
rate. S. 


Enzyme Action. XXIII. Homo- and Hetero-lytic 
Enzymes. Henry E. Armstrong ( Proc . Roy. Soc ;) 1922, [B], 
94 132—133). — The author considers that the conversion of xanth- 
ine and hypoxanthine into uric acid by the milk enzyme (cf. pre- 
ceding abstract) is a hydrolytic change. The action of the enzyme 
differs from that of ordinary hydrolytic enzymes, which induce 
the distribution of the dements of water between two sections of 
a single molecule, in that those elements are distributed between 
two distinct molecules. It is suggested that the terms homo- and 
hetero-lytic be used to distinguish between these two classes of 
enzymes. ^ 


Further Experiments on the Isolation of .the Antineuritic 
Vitamin. Atherton Seidell (J. Amer. Ckem. Soc., 1922, , 44, 
2042—2051 ; cf. Seidel!, J. Ind. Evg. Chem ., 1921, 13, 1111).*— 
The preparation of the vitamin solution is modified in that, instead 
of subjecting fresh yeast to autolysis and filtering the thick, slimy 
liquid thus obtained, the yeast is treated for a few romutes with 
bqiling water and the mixture is then centrifuged. The aqueou 
solution thus obtained contains a greater proportion of the total 
vitamin than is present in the filtrate from autolysed ye , > 
in addition, is free from adenine and other products of e r 
decomposition.* The vitamin is adsorbed by f ulier a earth hom ^ 

acid solution (cf. Seidell, UJ3. Public Health Rifs 192-, 37, 
thus giving an “ activated solid ” which* is extracted ^ 

hydroxide solution and the barium eliminated y . .. £ 
sulphuric acid. The extract is subjected to precipitation 
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saturated lead acetate solution and filtered. The filtrate is freed 
from excess of lead by means of hydrogen sulphide and concen- 
trated by distillation under diminished pressure (the treatment 
vnth lead acetate prevents the otherwise excessive foaming during 
distillation). ’The residue is precipitated successively with silver 
nitrate and ammoniacal silver nitrate. Approximately one-third 
of the solids of the extract is precipitated as silver compounds, 
and these contain somewhat more than one-half of the antineuritic 
vitamin. The incomplete precipitation of the vitamin base is 
believed to be due to the considerable solubility of its silver 
compound. 

The vitamin fractions are found to be quite stable both in solution 
and in the dried condition. They dialyse almost completely 
through a collodion membrane and physiological tests show that 
all the vitamin is in the diffusate, thus indicating that the vitamin 
molecule is of relatively simple constitution. Using nitrogen 
estimations as a criterion of purity, it is concluded that the highly 
active fractions contain vitamin and one or more analogous nitro- 
genous bases, and that these cannot be advantageously separated 
from one another by silver precipitation. H. W. 

Condensation Products of Arsphenamine [Salvarsan] with 
Aldehydes. George W. Raizisr and A. C. Blatt (J. Amer. 
GUm. Soc. y 1922, 44, 2023— 2027).— A series of compounds of 
salvarsan with aldehydes of the general type, 

As 2 [C i H 3 (OH)*NH*CH(OH)'R] 2 , 

has been prepared by dissolving 3 : 3'-diamino-4 : 4'-dihydroxy- 
arsenobenzene dihydrochloride in methyl alcohol, transformation 
of the latter into its di-sodium salt by the addition of four molecular, 
proportions of aqueous sodium hydroxide and addition of slightly 
more than two molecular proportions of the requisite aldehyde. 
The mixture is in some cases agitated mechanically for two hours 
in an atmosphere of nitrogen, in others heated under a reflux 
condenser for a similar period. The product is precipitated by 
neutralising the solution with hydrochloric acid. The additive 
compounds are in general solids which vary in colour from yellow 
to reddish-brown. They cannot be crystallised readily from the 
customary organic media, and are in general merely washed and 
dried before being analysed. 

The following individual substances are described ; 3 : o-a- 

dihydroxybenzylamino-4 : 4' -dihydroxyarsenobenzme, 

As 1 [C 6 H 3 (OH)*NH-CH(OH)‘C 6 HvOH] 2 , 
m. p. 182°, and the corresponding dihydrochloride, an orange- 
yellow substance. 3 : ^-Bis-^hjdroxy-^-meihoxybenzyUminoA : 4'- 
dihydroxyarsembenzene, a yellow powder which softens at 80 and 
decomposes gradually when further heated. 3 : Z'-Bis-ip-a.’dihydroxy- 
m- methoxybenzylamino-4 : 4'-dihydroxyarsenobenzene f m ivovi salvarsan 
and vanillin, a reddish-brown, amorphous solid, m. p. 175—176 . 
3 ; 3 ' -B ishydrox ympthyl(imino-4 : 4 r •dihydroxyarsenobenzene dihydro * 
chloride, As 2 [C 6 H 3 (OH)-NH-CH 2 -OHJ,2HC1, from salvarsan and 
formaldehyde, decomp. 185 — 190°. 3 : ^-Bis-a-hyd roxy-m-mlro- 
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benzylamino-4 : i'-dikydroxyarsenobenzene , a yellow powder, decomp 
247—250°. 3 : V-Bis-ct-hydroxy-y-pJwnyMlyfoinimA : ±'4ifojdm v . 
arsembenzene , As 2 [C 6 H 3 (OH)*NH*CH(OH)*CH,CHPh] 2 , from ^ 
varsan and cinnamaldehyde, a yellow powder, decoipp, 195—200° 
Disodium salvarsan did not give products with benzaldehyde or 
p-chloro benzaldehyde which were sufficiently pure for analysis. 

H. W. 

A Sulphonated Naphthylarsinic Acid. A. Elizabeth Hm 
and A. K. Balls (J. Amer . Chem. Soc ., 1922, 44, 2051 — 2054).— 
a-Naphthylarsinic acid, creamy- white needles, m. p. 197°, is p re . 
pared conveniently by addition of a diazotised solution of a-naphthyt 
amine to an aqueous solution of sodium arsenite and decomposition 
of the diazonium product at the atmospheric temperature. It i 8 
not affected by dilute or concentrated sulphuric acid, but is readily 
transformed by the fuming acid (20%) into a monosulphouic acid, 
colourless, somewhat hygroscopic, glistening plates, which remains 
unchanged below 250° (three potassium salts have been prepared). 
The substance is oxidised readily by alkaline potassium perman- 
ganate, but the viscous, yellow, hygroscopic liquid which is thereby 
obtained could not be purified; it is shown, however, to contain 
arsenic and sulphur in equal atomic proportion. The position of 
the sulphonic group in the naphthalene molecule has not been 
elucidated. H. W. 


p-Nitrophenylstibinic Acid. G. Charrier ( Gazzetta , 1922, 
52 ii, 16 — IS). — p - N i tropkenylstibi nic acid, 

[3(N0 2 -C 6 H 4 *Sb0 2 ),2H 2 0],3H 2 0 

(cf. Schmidt, A., 1920, i, 901), prepared by treating antimony 
trichloride with p-nitrophenyldiazonium chloride and subjecting the 
additive compound, N0 2 *C 6 H 4 -N 2 *SbCl 4 , thus formed (cf. May, T, 

1912, 101 , 1037), to the action of sodium hydroxide (cf. Bort, A., 

1913, i, 115), forms an amorphous, chrome-yellow powder decom- 
posing, without melting, at about 300°. T. H. P. 

Mercuriation in the Aromatic Series. II. Thymolmer- 
curiacetates and their Derivatives. Efisio Mameli and Assa 
Mameli-Mannessier ( Gazzetta , 1922, 52 , ii, 1 — '16 ; cf. this vol., 

egg), — By treating thymol with mercuric acetate under various 
conditions, the authors have obtained, besides the thymoldimer- 
curiacetate already known (cf. Dimroth, A., 1902, i, 850, Kupp, 
A., 1917, i, 670; Faolini, A., 1921, i, 902), also the two new com- 
pounds, thymol-2- and thymol-6-monoraercuriacetates. The con- 
stitutions of these compounds are shown by the fact that ej 
yield respectively an internal oxide and an ordinary os e w on 
treated in alkaline solution, which contains the correspon g 
hydroxides, with carbon dioxide. Confirmation of these s rue u 
is obtained by ’examining the behaviour of the compounds 
coupling with diazonium salts, Dimroth (loc. cit.) ha-^ng 
that mercury groups in the ortho -position to a phenolic y , 
persist 1 , whereas those in the‘ para-position are often disp - 
the azo-group. With , thymol-6 mercuriacetate, not only 
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displacement observed, but a second azo-group enters in the ortho - 
position, the resulting compound being 2 : 6-bisbenzeneazothymol. 
|he action of mercuric acetate on either thymol-2- or thymol- 
6-mercuriacetate yields thymoldimercuriacetate, which is the 
2 ; 6-compoun3. 


ffiyml-2-mercuriacetate, 



Hg'OAc, forms a lustrous, 


Me 


crystalline, white powder, m. p. 147° on rapid heating, decompos- 
ing at 182°. It gives no coloration with ferric chloride, behaves 
towards sulphuric acid like its para-isomeride, and yields a black 
precipitate with ammonium sulphide in a few minutes and with 
hydrogen sulphide only when hydrochloric acid is present. 


Thymol - 6 - mercuriacetate, 


0H O 


Hg*OAc, forms small, lus- 


Me 

trous crystals, m. p. 163° (bath initially at 150°), decomposing at 
180°. It gives no coloration with ferric chloride, but dis- 
solves in cold concentrated sulphuric acid, yielding a yellow color- 
ation changing to reddish-brown. With benzenediazonium chloride, 
it gives (1)2: 6-bisbenzeneazothymol, m. p. 181° (cf. Mazzara and 
Pozzetto, A., 1885, 893 ; Auwers and Michaelis, A., 1914, i, 744), 
and (2) a small proportion of a cream-yellow azo-compound, which 
is possibly 2-benzeneazothymol-6-mercuriacetate. 

Thymol-2-mercurichloride, OH , C 6 H 2 MePr*HgCl, has m. p. 144 — 
145°, and decomposes at about 160°. The 6 -is&meride crystal- 
lises in slender, white needles, m. p. 188°, and decomposes at 195°. 


Pr 


Thymol- 2 : 6 - dirmrcurichloride , OH(^ ^>HgCl, has m. p. 

HgCfMe 


210 - 


21 1° (decomp.). 

Thymol-2-mercuribromide forms a white, crystalline powder, con- 
tracting at 140° and reddening and subliming at 180°. The sulphate , 
(0H-C 6 H 2 MePr-Hg) 2 SO 4 , is obtained as an amorphous, white 
powder, which reddens, without melting, at 220°. The nitrate 
forms a pale pink powder, turning violet in t he lig ht, m. p. 148 

150°, decomposing at 155°, The oxide, Pr< ^ ^ )Me, forms a 

°\ Hg , , 

white precipitate, m. p. 195° (decomp.), and has the normal mole- 
cular weight in freezing phenol. 0 

Thymol-Q-mcrcuribromide is a while compound, m. p. 149 
(decomp. ). The sulphate forms a white, amorphous pow T der, 
decomposing, without melting, at 235°, and dissolves in concen- 
trated sulphuric acid to a yellow' solution; careful addition of 
ferrous sulphate solution to this acid solution gives a wine-red 
ring or, on shaking, a greenish-blue? coloration. The nitrate. is a 
white, pulverulent substance with pale pink reflexion, m. p. 167 

VV* 
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0, forms 


^bite 


(decomp.), and dissolves in concentrated sulphuric acid to astray 
yellow solution which, with ferrous sulphate solution, gi Ves h 
blood-red ring or, on agitation, a bluish-violet or intense blue 
r Pr n 

coloration. The oxide , OH<^ ^>-Hg~ 

X Me 

powder, blackens at 180 3 , decomposes into a gummy mass at 
about 205°, and exhibits normal cryoscopic behaviour in phenol 
solution. The hydroxide is a white compound, m. p. 190 — 1959 
(decomp.). T. H. p 

Mercuriation in the Aromatic Series. III. Mercurial^ 
Derivatives of 6-Iodothymol. Efts 10 Mameli ( Gazzetta , 1922 
52, ii, 18 — 23).— The action of mercuric acetate on 6-iodothymol’ 
which has only one free ortho-position with respect to the hydroxyl’ 
readily yields the monomercuri-derivative, 6 -iodo thymol - 2 - mcreuri- 
p acetate (annexed formula), from which the corres* 

ponding chloride and bromide are obtainable. That 
/ J>Hg*OAc the mercuri-group in all these compounds occupies 
/ the ortho-position with respect to the hydroxyl is 

^ e shown by the formation of an internal oxide when the 

iodothymolmercurihydroxide is treated with carbon dioxide. The 
action of iodine in presence of potassium iodide on 6-iodothymol-2- 
mercuri acetate yields a product identical with aristol ; this result 
confirms the new that the iodine atom in aristol occupies the para- 
position with respect to the phenolic or quinonic oxygen and that 
the thymolic groups are united at the ortho-positions to this oxygen, 
these being the only free positions. Compounds showing the same 
behaviour as aristol are obtained also by the action of iodine and 
potassium iodide on thymol-2- and thymol-6-mercuriacetates (see 
preceding abstract). 

6 - 1 odothymol-2 - m er cur (acetate forms white crystals, reddening at 
170°, m. p. 175° (decomp,), yields 6-iodothymol when heated with 
concentrated hydrochloric acid, and gives with concentrated 
sulphuric acid a red coloration changing to green and later to 
brown. . The corresponding chloride , OH'C^HMePrl'HgCl, forms 
white crystals, turning yellow at 119°, m. p. 122 — 124° ; the bromide 
is a white powder, turning yellow at 102°, m. p. 105 — 108°. The 

internal oxide, C s HMePrI<V , forms crystals, m. p. 162—165” 

HgBr . . . 

(decomp.), and exhibits normal cryoscopic behaviour 


Mercuriation in the Aromatic Series. IV. Dimercuriated 
Derivatives of Guaiacol. Efisio Mameli [Gazzetta, *4 
ii, 23— 27). — The action of mercuric acetate on guaiacol yw 
mono- and di- mere uriaceta tea in proportions varying wit ■ ®. 
experimental conditions ; the principal prtxluct obtained in a coo 
acetic acid solution is guaiacol-4 : 6- dimcrcuriacetate. i oj 
lions Of the two Hg*QAc groups are shown by the fact tn 
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action of nitric acid on this compound yields 4 : 6 -dinitro 2 uaiacol 
S Cousin, A., 1900, i, 179). 

V With the dimercuriacetate and the corresponding dichloride and 
dinitrate, the* acid residue united to the mercury is replaced with 
creat readiness. For instance, replacement by hydroxyl is effected, 
not only by sodium hydroxide, but also by water or aqueous alcohol. 

A dimercuri- derivative of 5-iodoacety]guaiacol has also been 
nrepared and is being investigated. 

1 1 OHHg-OAc 


Guaiacol- 4 : 6 -dimercuriacetate, OMe(^ , forms white 

X ~Hg*OAo 


crystals, and turns yellow and then red, without melting, when 
heated ; by concentrated sulphuric acid it is turned first green and 
then blue, and by water or aqueous alcohol it is converted into a 
white, infusible compound which is probably guaiacolmonomercuri- 


acetate. 

OH Hg-OAc 

Chmiacol - 4 : 6 -dimercurihydroxide^ - oxide, OMe<^ , 

O x/ Hg 


tained by the action of 5% sodium hydroxide solution on the 
dimercuriacetate, forms an infusible, heavy, white precipitate and 


turns brown at 200 — 210 °. 


( I'uaiacolA : ft-dimercurichlwide, OMe , C 6 H 2 (OH)(HgCl) 2 , forms a 
white, crystalline powder and begins to turn brown, without melt- 
ing, at 179 — 180°; the nitrate, 0Me*C 6 H 2 (0H)(Hg-N0 3 V is an 
infusible, white, crystalline compound. T. H. P. 


Mercuriation in the Aromatic Series. V. Binary and 
Ternary Systems relating to Mercuriation. E. Mameli and 
6. Cocconi ( Gazzetta , 1922, 52, ii, 113 — 120; cf. preceding 
abstracts) .—To explain the mechanism of mercuriation in deriv- 
atives of benzene, it has been suggested that the first phase of the 
reaction consists in the formation of an unstable intermediate 


compound either by substitution or addition. In order to ascer- 
tain if this is really the case in the mercuriation of phenol, the 
authors have investigated the freezing-point diagrams of the four 
systems, (1) Ph-OH-Hg<OAc) 2 , (2) Ph*0H-CH 3 ’C0 2 H, 

(3) CH 3 -C0 2 H-Hg(0Ac) z , 

and (4) the ternary system. The diagram of state of system (i) 
exhibits a curve corresponding with the separation of phenol and 
ceasing at the concentration 50% at 17°; this curve indicates the 
formation of no product of combination. System (2) yields a 
complete curve which shows that the two components are miscible 
in the liquid condition and form no compound, and jeveals a eutectic 
at 15*3°. For system (3), only the beginning of the curve corre- 
sponding with the separation of acetic acid is realisable. The 
ternary system is capable of development only for solutions rich 
in phenol, and is represented by a series of isothermal lines which 
indicate the formation of no additive product and come to an end 
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at the saturation curve of mercuric acetate in the phenol- acetic 
acid mixtures ; this curve, separating the regions of saturated and 
unsaturated solutions, was confirmed by a series of measurements 
of solubility at 15°. No ternary eutectic point yaa observed 
Further, the system aniline-mercuric acetate, within the limits of 
solubility of mercuric acetate in aniline, gives no indication of the 
formation of an additive product. T. H. P. 


Physiological Chemistry. 


The Respiratory Exchange in Fresh-water Fish. in. 
Gold Fish. John Addyman Gardner, George King, and 
Edwin Booth Powers ( Biochem . J., 1922, 16 , 523—529).— 
Measurements were made with the apparatus previously described 
(A., 1914, i, 1149). The consumption of oxygen was roughly 
proportional to the temperature. Gold-fish require much less 
oxygen per kilo, than trout, and appear to react to temperature 
over a wider range. The respiratory quotient showed unaccount- 
able variations. E. S. 


Relation between Age and the Concentrations of Protein 
Fractions in the Blood of the Calf and Cow. Paul E. Howe 
(J. Biol Chem., 1922, 53, 479 -494).— Estimations of the proteins 
in calves’ blood from birth onwards indicate that the quantity 
and composition of the blood proteins are dependent on the diet 
during the first four to six weeks, but are afterwards independent 
of this factor. E. S. 


Nature of the Reducing Substance in Human Blood. 

Evelyn Ashley Cooper and Hilda Walker (BiocUm. J 1922, 
455 — 459). — The reducing power of blood is only occasionally 
increased by hydrolysis (cf. A., 1921, i, 698). In the estimation 
of dextrose by Mac Lean’s method, the presence of chlorides, 
bromides, iodides, or citrates inhibits the reduction of the copper 
carbonate; this action is not shown by sulphates or phosphate^ 
Iodometric methods arc not suitable for the estimation of bloor 
sugar. Exercise frequently produces ,a considerable increase m 
the concentration of sugar in the blood. b ’ 


Isolation of the Coagulating Enzyme from Blood-serum. 

Max Bleibtkeu (Pfluger's Atchiv, 1922, 194 , 318— -32*; fro 
Ckem. ZeMr 1922, iii, 179),— A modification of an earlier metnoa 
(Bleibtreu and Atzler, A, 1920, i, 783). Serum casern is ptepawfl 
by the addition of one gram of casein powder to 100 c.c. 01 ? 
3eram and precipitation by acetic acid. The precipi a ■ 
separation is reduced to a powder. Tento 12-5 c.c. o - “ 

# A'- sodium hydroxide solution are added to *° f ater 

casein in 50 c.c. of w^tcr. After addition of 100 c.c. of 
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And neutralisation with N -hydrochloric acid, 15 c.c. of a diluted 
solution of “ Liq. fern oxyd. dialys.,” 2*5 c.c. of saturated magnes- 
ium sulphate solution and half the volume of ethyl alcohol are 
added. The coagulating enzyme is obtained in the filtrate. 

G. W. R. 

Electrochemical Study of the Condition of Several Elec- 
trolytes in the Blood. B. S. Neuhausen and E. K, Marshall, 
jun. (J. Biol. Chem., 1922, 53, 365 — 372). — Electrometric methods 
have been used to estimate the concentrations of sodium, chlorine, 
and calcium ions in blood. The results indicate that sodium and 
chlorine are not bound to any appreciable extent, but arc present 
as in an aqueous solution of sodium chloride and sodium hydrogen 
carbonate of the same concentration. About 80% of the calcium, 
however, is in the non-ionised form. E. S. 

The Action of the Phosphate-ion on Blood and Urinary 
Sugar. H. Elias and St. Weiss ( Wiener Arch. inn. Med., 1922, 
4, 29 — 58). — Intravenous injections of hypertonic solutions of 
sodium dihydrogen phosphate and sodium monohydrogen phos- 
phate usually lower the sugar content of the blood in diabetic and 
alimentary hyperglycemia, whilst the sugar content of normal 
blood is unaltered; the effect is accompanied and followed by a 
decreased excretion of sugar in the urine, and is due to the phos- 
phate-ion. It cannot be ascribed to a decrease in the phosphorus 
content of the blood- serum, to the formation of dextrose diphos- 
phoric acid or to oxidative glycolysis in the blood ; the sugar must 
be removed either through some process of combustion or through 
the storing up of a carbohydrate or carbohydrate phosphoric acid 
in the tissues. . Chemical Abstracts. 

Effect of Ether Ansesthesia on the Acid-base Balance of the 
Blood. Do halo D. Van Slyke, J. Harold Austin, and Glenn 
E. Cullen {J. Biol. Chem., 1922, 53, 277 — 292).— During ether 
anaesthesia, the blorcl of dogs showed an increased hydrogen-ion 
concentration, a deceased alkaline reserve, and, with one excep- 
tion, an increased carbon dioxide tension. A true acidosis thus 
occurs, due, apparently, either to the introduction of acid into the 
blood or the withdrawal of base from it. The latter change is not 
a secondary effect produced to balance an acapnia (cf. Henderson 
and Haggard, A., 1918, i, 201). E. S. 

Effects of Ether Anaesthesia alone or Preceded by Morphine 
on the Alkali Metaholism of the Dog. R. L. Stehle, \\. 
Bourne, and H. G. Barbour ( J . Biol. Chem., 1922, 53, 341 — 348). 
—During ether ansesthesia the blood showed an increased hydrogen- 
ion concentration and a decreased alkali reserve. At the same 
time, the rate of excretion of sodium and potassium was lowered ; 
this was probably due to the anuria which accompanies ether 
anaesthesia, for the total excretion of sodium and potassium during 
‘the day of the experiment was abnormally high. When adminis- 
tration of morphine preceded the ether anaesthesia, the increase^ 
in hydrogen-ion concentration was much less marked, whilst there 
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was practically no change in the alkali reserve.. There was, how. 
ever, a large increase in the rate of excretion of sodium and potassium 

E. S. ’ 

Erythropoietic Action of Germanium Dioxide* Frederic 
S. Hammett, Joseph E. Nowrey, jun., and John H. Muller 
(. J . Exptl. Med., 1922, 35, 173— 180). — 1 Germanium dioxide causes 
a marked and sustained rise in the number of erythrocytes in Mood 
which ranged from 1 to nearly 5 millions. The size of the dose 
did not seem to be important. The effect seems to be quick in 
making its appearance. The oxide also tends to increase the 
coagulability of the blood. Chemical Abstracts. 

Osmotic Resistance and Phosphatides of the Blood, 
Quantitative Methods. R. Brinkman (Arch. Norland. Physiol . , 
1922, 6, 451—515). — The author discusses in detail the various 
factors which affect the osmotic resistance of the red blood cot- 
puscles. It is shown that whereas the resistance curves obtained 
when hypotonic solutions of .sodium chloride are employed for 
estimating the osmotic resistance of the corpuscles show a gradual 
and continuous increase in haemolysis with decreasing concentrations 
of salt, those obtained when equilibrated solutions containng 
physiological concentrations of calcium- and hydrogen-ions are 
employed consist of three distinct parts— a small fraction repre- 
senting the old and least resistant corpuscles, a large fraction 
(80%) of somewhat greater resistance, and a small, strongly re- 
sistant fraction consisting of the young corpuscles. That con- 
tinuous curves result when the former method is employed is due 
to an increased permeability of the cell which results from the 
lyotropic action of the sodium chloride on the lipoids which con- 
stitute the cell membrane. Pure solutions of sodium chloride are 
thus unsuitable for estimating the osmotic resistance of the cells. 
Solutions of a mixture of primary and secondary phosphates may, 
however, be employed. Details of the method are given, and 
it is shown that it gives results identical witlf those obtained with 
an equilibrated saline solution. The effect of changes in the 
organism of the ratio phosphatides : cholesterol has been studied 
and tha hsemolytic action of phosphatides and- its inhibition by 
cholesterol demonstrated (of. A., 1920, i, 782). k. b. 


Uric Acid Content of Blood Corpuscles. A. Chaufpaed, 

P Brodin, and A. Grigaut (Compt. rend. Soc. Biol, 19-2, 88, 

31 32 ; from Chem. Zevtr 1922, i, 1209).— The uric acid content 

both of blood-serum and of blood corpuscles is twice as great in 
gouty conditions as in normal health. In the formercase 
uric acid content of the corpuscles bears a more constant rdato 
ship to the uric acid content of the serum than m the 
(ef. Theis and Benedict, this vol., i, 82.) 

The Distribution of Chloride between Corpuscles^ 
Plasma and the Influence of Carbqn Dioxide. Z. , 
(Biochem. Z., 1922, 131, 59 «-G 00 ).-Contr a i 7 to the 
' vim Qreveld (this vol., i, 287), there is no chloride in the corp 
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f the circulating blood of normal persons or in the corpuscles of 
blood which has lost carbon dioxide through exposure. H. K. 

Distribution of Sodium, Potassium, Calcium, and Mag- 
nesium between the Corpuscles and Serum of Human Blood. 

Benjamin Kramer and Frederick F. Tisdall (J. Biol Chem., 
1022 53, 241 — 252).— Analytical results, to some extent collected 
from 1 previous papers, are tabulated. E. S. 

Soap and Serum. Adolf Jarisch (Klin. Woch. } 1922, 1, 
71 )— Sodium soaps undergo hydrolysis in a medium having a 
* l egs than 8-5, but when soap is added to blood-serum, of which 
the v is far below this value, the liquid remains clear. To explain 
this fact, the author dialysed serum until it was free from salt 
and then added soap to one portion and colloidal fatty acid to the 
other. In each case a voluminous precipitate was obtained which 
had all the physical characteristics of euglobulin. This precipitate 
was completely soluble in a 0 012 .^-solution of sodium chloride, 
which explains the fact that no precipitate is obtained with normal 
serum. Entirely similar precipitates are obtained when com- 
mercial lecithin or alcoholic extracts of tissue are added to dialysed 
serum. In every case, the precipitate soluble in sodium chloride 
solution appears to be an adsorption compound between the lipoid 
and the pseudoglobulin of the serum. Chemical Abstracts. 

Blood Enzymes. II. The Influence of Temperature on 
the Action of the Maltase of Dog’s Serum. Arthur Compton 
(Biochem. J., 1922, 16, 460— 464).— The maltase present in dog’s 
blood has an optimum temperature (55°) which shows no variation 
from animal to animal ; this is probably due to the constancy of 
the hydrogen-ion concentration of the blood. The amount of this 
enzyme present, however, varies with different animals, although 
it remains practically constant for each individual. E. S. 

Action of Nucleic Acid Injected into the Organism. 
Immunisation by* a Single Injection. M Doyon (. At ‘ch. 
internal, physiol ., 1921, 18, 307—312; Ber. ges . Physiol, 11, 436, 
from Chem. Zentr., 1922, i, 1206—1207 ; cf. this vol., i, 82).— 
Nucleic acid inhibits the coagulation of blood in vitro and in vivo, 
and increases the secretion of antithrombin similarly to peptone 
and other substances. A single injection in dogs confers immunity 
against the anticoagulating action of a second and third injection. 
Further effects of injection of nucleic acid are narcosis and lowering 
of blood pressure. An effective anticoagulating nucleoproteid (anti- 
thrombin) can be isolated from blood rendered incoagulable py 
nucleic acid. VV.it. 


The Action ol Various Metallic Salts on Hemolysis. 

Helen A. Purdy and L. E. Walbum { J . Immunol U 1922, /, 
45).— The significance of the presence of small quantities of metallic 
'salts on the hasmolytic action of saponin on horse blood corpuscles, 
of staphylolysin on goat blood cospuscles and of eoinp • ’ 
amboceptor on sheep blood corpuscles was studied. By 
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mg the minimal dose of the individual salts (in molar solution 
which their action is demonstrable, it is possible to obtain a coj 
parison between the action of the different salts. Whilst s 0 m 
salts exert an inciting action on haemolysis, others exert an J 
hibitive one (positive and negative catalysis 1 ?) ; shine show an 
inciting effect at one concentration and an inhibitive one at another 
The anion in the salts seems to be without significance as regard 
their action in either favouring or inhibiting haemolysis. 

Chemical Abstracts. 

Haemolysis by Morphine and Homologues. Heinrich 

Rhode ( Biochem . Z., 1922, 131, 560 — 569). — Corpuscles washed 
with isotonic sodium chloride solution are hsemolysed by the 
hydrochlorides of morphine and its methyl, ethyl, and benzyl deriv. 
atives, the intensity of the action increasing in the order given* 
Bromides, sulphates, and phosphates of these alkaloids are weaker. 
Washing the corpuscles with sucrose solution instead of sodium 
chloride solution weakens the haemolytic action of these alkaloids 
and reverses the relative haemolytic activities of morphine, and 
methyl- and ethyl-morphine. A similar reversal is observed with 
ammonium salts. H. K. 

The Appearance of Digestive Enzymes during Foetal Life. 
C. Porcher and A. Tapernoux { Compt . rend, Soc. Biol , 1920 , 
83, 619—620; Expt. Sta. Record , 44, 865).— The authors report 
the presence of trypsin, pancreatic amylase, pancreatic lipase, 
pepsin, and erepsin in the digestive tracts of three calf foetuses 
aged seventy-five, one hundred, and one hundred and eighty days, 
respectively. Chemical Abstracts. 

The Influence of Illumination on the Metabolism of Carbo- 
hydrates. Ludwig Pixcussen (Klin. Woch ., 1922, 1, 174),— 
A general illumination, following an injection of adrenaline, gives 
rise to an increase in the blood-sugar concentration, A decrease 
in the blood-sugar concentration is obtained if eosin is given previ- 
ously to illumination. Adrenaline plus eosin plus light produces an 
effect that is the resultant of the two activities taken separately, 
the blood-sugar concentration being only slightly increased. The 
rate of oxidation of carbohydrates and allied substances is in- 
creased, in vivo, when the eosin-treated subject is illuminated. 
This is proved by the fact that when diabetics are so treated, the 
blood-sugar concentration decreases, the excretion of sugar into 
the urine decreases or disappears entirely and the acetone sub- 
stances also largely disappear from the urine. Hypophyseal 
diabetics, with a large volume output of urine, are entirely re- 
fractory to illumination. The blood-sugar concentration is not 
changed by illumination with X-rays. Chemical Abstracts. 

Metabolism joi Sulphur. V. Cysteine as an Intermediary 
Product in the Metabolism of Cystine. Howard B. Lewis 
and Daniel A. McGinty [with Lucie E, Root] ( J . Biol . 

1922 , 53 , 349— 356) — Phenyloarbamidocystine, when adnwuswr 
'to rabbits, is excreted in the urine as phenylcarbamidocys etn • 
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Hence the first stage in the katabolism of cystine is probably 
conversion into cysteine (of. this vol., i, 487). K g ‘ 

Considerations on the Solubility of the Phosphatides 

Guillermo V. Stuckert (Anal. Asoc. Quim. Argentina, 1922* 
10, 115 — 132). — The brains of oxen were fractionally extracted bv 
various solvents. Not only are the solvent powers of different 
liquids mutually affected, but the solubility of constituents is 
affected by the order in which the material is treated by different 
solvents. The phosphatides and esterins cannot be separated in 
a state of purity by the use of neutral solvents. The lecithins 
obtained by fractional extraction are not chemically well-defined. 
Five distinct lecithin fractions are distinguished. Schemes are 
given showing the fractional separation of different constituents 
using acetone, ethyl alcohol, and ether. G. W. R. 

Chemistry of the Lungs. A New Phosphosulphatide. 

Ubaldo Sammartino (Biockem. Z., 1922, 131, 411 — 412 ; ef. A., 1922, 
i, 296). — From an alcoholic extract of the lipoids of the lungs *a 
crystalline phosphosulphatide has been obtained containing phos- 
phorus, sulphur, and nitrogen in the ratio 1:1:2. It has neither 
acid nor basic properties. H. K. 

Formation of Bilirubin in Surviving Spleen. Z. Ernst 
and B. Szappanyos ( Klin . Woch 1922, 1, 614—615; from Chem. 
Zentr., 1922, i, 1118) —The spleen of dogs, surviving after death, 
forms bile pigments when irrigated with defibrinated blood con- 
taining dissolved haemoglobin. The pigment formed resembles 
bilirubin and the amount formed is about seven times the amount 
formed by the liver during the same period. G. W. R. 

Alkaligenesis. II. Ammonia Production in Muscle. 

Olive P. Lee and S. Tashiro (Amer. J. Physiol ., 1922, 61, 244— 
253; from Physiol. Abstr., 1922, 7, 344). — 1 Gram of resting frog’s 
gastrocnemius gives off 3-83 X 10" 7 grams of ammonia in fifteen 
minutes. During 360 contractions, it produced 7*56 xlO -7 grams. 
Tetanised and injured muscle produces none owing to the simul- 
taneous production of volatile acid. Ammonia held by tetanised 
muscle is released on recovery : in injured muscle it is not. Muscle 
gives off 1/14 as much as nerve. W. 0. K.. 

The Degradation of Carbohydrates in Transversely 
Striated Muscles. II. Fritz Laquer ( Z . Physiol . Chem., 
1922, 122, 26 — 45 ; cf. this vol., i, 298. — The rate of disappearance 
Df glycogen and of formation of lactic acid by frog muscle has been 
further studied with special reference to the season of the year. 
It has also been observed that glycogen is converted into lactic 
icid more readily than dextrose, and that destruction of the cell 
structure by repeated freezing in Liquid air results 'in an inability 
to produce lactic acid from dextrose whilst there is no decreased 
production from glycogen. This suggests that an intermediate 
precursor of lactic acid is a more reactive form of dextrose, which , 
is produced directly in the case of glycogen. W. 0. K. 
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Creatinine and Creatine in Muscle Extracts. HI. ^ 
cerning the Presence of Enzymes in Muscle Tissue 'which 
have Creatine and Creatinine as their Substrates. Freder ice 
S. Hammett ( J . Bid. Chem.f 1922, 53, 323- 337 ; cf. 1921, h 

907). The conversion of creatine into creatinine proceeds three’ to 

four times more rapidly in muscle extract than in aqueous solution. 
That this is not due to the presence of an enzyme in muscle extract 
is shown by the fact that there is no diminution in. the rate in 
extracts which have been boiled, and only a slight diminution in 
those which have been centrifuged. Moreover, the amount of 
creatinine formed in a given time in a dialysed extract is only 
slightly greater than that produced, under the same conditions, in 
an equal volume of the dialysate (the initial concentrations of 
creatine and creatinine are the same, owing to the ease with which 
these substances dialyse). The increased rate of conversion of 
creatine into creatinine is apparently due to the colloids presents 
muscle extract. These adsorb creatinine but not creatine. Further, 
their state of aggregation undergoes periodic changes, corresponding 
with which periodic changes in the rate of formation of creatinine 
occur. The reaction is thus catalysed by the “ milieu'’ provided 
by living tissue. Such types of catalysis are called biocatalysts 
in contradistinction to those which require the addition of a foreign 
catalyst. In its later stages, the reaction creatine — > creatinine in 
muscle extract is a reaction of the first order. E. S. 

Cell Penetration by Acids. VI. The Chloroacetic Acids. 

W J. Crozier (J. Gen. Physiol 1922, 5, 65— 79).-— The rate of 
penetration of the tissue of Chromodoris zebra by acid varies with 
the concentration and strength of the acid, and also with the tem- 
perature. From measurements, it is concluded that the rate of 
penetration is controlled chiefly by the rate of diffusion, but that 
chemical factors also enter in. W. 0. K. 

Classification of Aromatic Odours in Sub-classes. S. 

Ohma (Arch. Neerland . Physiol 1922, 6 , 567— 590). -From numer- 
ous fatigue experiments the author concludes that the aromatic 
class in Linne s classification of odours must continue to form one 
class. Three sub-classes may, however, be distinguished, namely, 
the odour of bcnzaldehyde, the odour of camph6r, and the odour 
of citral. The members of these sub classes, together with transition 
members, are indicated. 

Analysis of Camel’s Colostrum. Helen L. Fales {J. Bid. 
Chem., 1922, 53, 339).-Thc following results were obtained .» 
7-4, sugar 4-2, casein 41, albumin 0-5, globttlms, etc O-8, ashO« 
CaO 0-272, MgO 0-025, P 2 0, 0-318, K 2 0 0-164, ba 2 0 0-082, Cl 
0-128%. 

Phosphate Excretion in the Urine during Water Diuresis 
and Purine Diuresis. Johannes Bock and Poul Ivebsl 
(K. Danstce Videnskab. Selskab. Bid. Me/id., 19- ’ 1 *i, 0 
water diurdis of rabbits, there is no connexion betweenttos® 
"of phosphate excreted and the volume of the urine. Profuse 
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phyliine diuresis is accompanied by an increase in the phosphate 
content of the urine, but appears not to be connected therewith ; 
the phosphate content of the plasma is practically unchanged or 
reduced after administration of theophylline. Thus the augmented 
excretion of phosphate in the urine is not dependent either on an 
increased concentration of phosphate in the plasma or on the volume 
of the urine, but must be attributed to a specific action of theophyl- 
line on secretory elements of the kidney, probably other than those 
producing the diuresis. Chemical Abstracts. 

The Action of Intravenous Injections of Dextrose and 
Gum Arabic Solution on Diuresis. Karl Cori {Wiener 
klin. Woch., 1921, 34, 169— 171).— Hypertonic dextrose solution 
administered intravenously has a strong diuretic effect on dogs, 
similar to molar diuresis. Abundant excretion of chloride-ion 
results, accompanied by a correspondingly large quantity of water. 
On diets containing only a small amount of chlorine, less chlorine 
is excreted and diuresis is also diminished. After twenty-four hours 
the increased flow of chlorine into the blood from the tissues can 
still he observed. The absorption and excretion of nitrates adminis- 
tered by mouth were accelerated by the effect of dextrose, as shown 
by Stejskal. In man, dextrose solution has no diuretic effect, as the 
chlorine adheres more closely to the tissues. Seven per cent, gum 
arabic solution injected intravenously reduces the sugar excretion 
of the diabetic. Simultaneously, the amount of urine decreases. 
In dogs, gum arabic solution causes a diminished excretion of 
ingested iodine as compared with control animals. The gum 
solution proves of weak diuretic effect in experiments on dogs 
and there is no increased excretion of chlorine. It is therefore a 
question of water diuresis as opposed to dextrose diuresis. 

Chemical Abstracts. 

The Role of Hexamethylenetetramine in the Production 
of Hematuria. W. A. Bloedorn and J. E. Houghton ( J . 
Lab . Clin. Med ., 1922, 7, 514 — 533). — A high hydrogen-ion concen- 
tration of urine favours the elimination of formaldehyde thereby 
and appears to be a necessary factor in the production of hematuria 
following administration of hexamethylenetetramine ; in most 
cases, administration of suitable quantities of sodium hydrogen 
carbonate will prevent the liberation of formaldehyde. If hexa- 
methylenetetramine is dependent for its antiseptic properties on 
the liberation of formaldehyde, these properties can never be 
manifested except in the genito-urinary tract. 

Chemical Abstracts.. 

The Nature of Ehrlich’s Diazo-reaction, III. Leo Her- 
manns (Z. physiol, chem., 1922, 122, 98—103; ef. A., 1921, i, 
531). — After coupling with dichlorobenzenediazonium chloride, a 
substance, C 14 H 8 0 4 N 2 C1 3 , dark red, irregular prisms, ra. p. 68 — 70°, 
'has been isolated from Jhe urine of tuberculous patients. This 
indicates that the substance originally present, responsible for the 
diazo-reaction, has the formula C 8 H 6 0 4 . It has phenolic pr^erties. > 
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A different substance appears to be responsible for the djazo 
reaction in cases of typhus, but enough could not be isolated % 
analysis. 

Dichlorobenzenediazonium chloride couples with be n^: o ylh Ls tidin e 
to yield a bisd iaz oben zoylh ist i din e , C 25 H 15 0 3 N 7 C 1 4 , a red dye, hut 
this is not analogous to that obtained from urine. W. 0. K, 

Adrenaline Hyperglycseraia. Brosamlen (Deut. Arch, klk 
Med , 1921, 137, 299—310; Ber. ges. Physiol , 11, 510; v from 
Chem . Zentr., 1922, i, 1252).— Subcutaneous injection of 1 mg. 0 f 
adrenaline induces an increase in blood sugar of about 0*058% in 
healthy individuals. The hyperglycemia begins after ten minutes 
reaches a maximum after one hour, and passes after two to three 
hours into a slight hypoglycaemia. In diabetes mcllitus, adrenaline 
hyperglycaemia shows no simple behaviour. The adrenaline blood- 
sugar curve may possibly be separable into a pancreatogenous and 
a neurogenous form. G. W. R. 

Unsaturated Alcohols obtained from the Fat of Ovaiial. 
dermoid Cysts. Johann Muck ( Z . 'physiol. chem. t 1922, 122, 
125 — 142).— Neither cholesterol nor isocholesterol is present in the 
fat of ovarial-dermoid cysts. An alcohol present, related to 
cholestol and giving similar colour reactions, yields a bromo- 
derivative, C u lUOBr 4 , a white, sandy powder, m. p. 150° (decamp.). 
On boiling with alcoholic potassium hydroxide solution, the bromine 
is removed and a substance formed giving the colour reactions 
of a cholestol compound. 

By reducing the mixed alcohols, no definite results have been 
obtained, but from the products of oxidation there has been isolated 
an amorphous monobasic acid, CjgH^O^ apparently formed from 
the cholestol compound (calcium salt, 0 38 H G6 0 8 Ca,2H 2 0; barium 
salt, C 3g H 66 0 8 Ba,2H 2 0 ; silver salt, CjgHjgOjAg). W. 0. K. 


Amino-acid Deficiency Probably the Primary Etiological 
Factor in PellagTa. Joseph Goldeeruek and W. F. Tanner 
(£/. S . Public Health Pep., 1922, 37, 462^80) —Details are given 
of the occurrence of pellagra in a number of individuals who were 
known to be receiving diets containing adequate supplies of mineral 
elements and of the known vitamins. By eliminating these factors, 
the author concludes that pellagra is caused by a deficiency in the 
diet of some special combination or combinations of amino-acids. 
A large amount of literature leading to the same conclusion is 
quoted. Administration of cystine alone and of a mixture of 
cystine and tryptophan appears to produce some improvement m 
the disease. 


Chlorine Metabolism in Pulmonary Tuberculosis. Felix 
Boenheim ( Beitr . Klin . Tuberk., 1921, 49, 233—238). *■ 

appears to be a parallel between the severity of pulmonary * 
culosis and hypochlorsemia ; a diminished gastric chlorine secre ■ 
is not universal, so that the chlorine of* the blood cann 
decisivjkfactor in gastric seerttion. Since in the majon J , 

' gastricffc'cret i on is diminished early, the increased c o 
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blood is excreted by the kidneys, resulting in a condition of hypo- 
chloremia, whilst normal or increased gastric secretion is associated 
with irritability of the gastric celts, the blood chlorine not utilised 
by the gastric glands being eliminated by the kidneys. Alter- 
natively, the hypochloraemia may be due to anchoring of the. 
chlorine in tissue depots. There is experimental evidence that in 
tuberculosis there is a dechlorination and resulting chlorine 
starvifltion of the tissues. Chemical Abstracts. 

Pharmacological Examination of isopropyl Alcohol. 

I), I. Macht {Arch. int. pharmacodynamic, 1922, 26, 285—280).— 
tsoPropyl alcohol is more toxic than ethyl alcohol or methyl alcohol, 
and less toxic than w-propyl alcohol. Administration by the 
mouth produces narcosis, in larger doses general anaesthesia, and 
finally coma and death. Very little is absorbed by inhalation, 
and there is very little evidence of its absorption through the skin! 

Chemical Abstracts. 

Mode of Oxidation of Fatty Acids with Branched Chains. 
II. The Fate in the Body of Hydratropic, Tropic, Atrolactic, 
and Atropic Acids together with Phenylacetaldehyde. 

Herbert Davenport Kay and Henry Stanley Raper {Biochem, 
J.) 1922, 16, 46o — 474). — The substances were administered to 
dogs, Tropic and atrolactic acids were not appreciably attacked. 
Hydratropic and atropic acids, however, were both oxidised, the 
former partly (66%) and the latter completely. The unchanged 
hydratropic acid recovered from the urine contained the d-form 
in excess. It is concluded that the first stage in the oxidation of 
hydratropic acid is its conversion into atropic acid. This is 
probably further oxidised to formylphenylacetic acid (cf. A., 1914, 
i, 1122), which is then completely* destroyed. Dakin’s observation 
that phenylacetaldehyde is to a large extent oxidised in the body 
has been confirmed. E. S. 

Fate of some of the Phenylacetylated Amino-acids in the 
Animal Organism. George «). Shiple and Carl P. Sherwin 
{J. Biol. Chem ., 1922, 53, 463- 478). — The phenylacetyl group is 
apparently as effective as the benzoyl group in protecting amino- 
acids from oxidation in the animal organism. Thus, the phenyl- 
acctyl derivatives of glycine, alanine, leucine, glutamic acid, glut- 
amine, aspartic acid, and ornithine are excreted unchanged in the 
urine after administration to man, dogs, rabbits, and chickens 
(cf. this vol., i, 492; Thierfelder and Sherwin, A., 1915, i, 481, 750). 

Phenylacetyl -dX-alanine , feathery clusters, m. p. 150 — 152°, w$s 
prepared by the action of phenylacetyl chloride on alanine. Phenyl - 
ucelyl-d\-leucinc, feathery clusters, m. p. 133 — 134°, was similarly 
prepared from leucine. E. S. 

[Physiological] Effect of Cyanamide. Erich llESSE ( Z . Ges. 
P-p. Med.., 1922, 26, 337 — 351 ; from Chem. Zentr., 1922, i, 1150). — 
Observations on the effect of cyanamide, previously administered, 
in modifying the physiological action of certain substances. * 

G. W. R. 
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The Action o! the Digestive Juices on ?.-Benzyl-d-glucoside. 

A Richaud {Compt. rend . soc. biol. } 1922, 86, 770 772),— -The 
author incubated the macerated mucous membrane of the dog 
with p-benzyl-d-glu coside in the presence of two 'preservatives 
{toluene and sodium fluoride), but could not find any measurable 
trace of sugar split off even after thirty-six hours. It is therefore 
concluded that the substance is not attacked by the emulsin of 
the intestinal tract and is absorbed into the circulation unchanged. 

Chemical Abstracts. 


The Toxicity of ( 3 -Benzylglucoside obtained by Biochemical 
Synthesis. A. Richaud ( Compt . rend . Soc. Biol., 1922, 86, 649— 
651). —The author attempted to overcome the relative toxicity of 
benzyl benzoate introduced by Macht a a an antispasmodic by 
substituting for it ( 3 -benzylglucoside 

CH 2 Ph*0*CH*[CH(0H)VCH‘CH 2 *0H. 


This has the advantage over benzyl benzoate in that it is more 
soluble in water and is less irritating to the tissues. Administered 
subcutaneously, the toxic dose for the mouse or gumea-pig is 

11 12 grams "per kilo. For the rabbit the toxic intravenous dose 

is 8 — 9 grams per kilo. Chemical Abstracts. 


Chemistry of Vegetable Physiology and Agriculture, 


The Growth-promoting Factor of Lemon Juice. Bruno 
Leichtentkitt and Margarete Ziklaskowski { Biochem . Z. t 1922, 
131 499—512). — The growth-promoting factor of lemon juice, for 
bacteria, lias been submitted to a variety of experimental con- 
ditions Lemon juice heated at 100° in acid or alkaline solution 
is practically unaltered in its growth-promoting factor for bactena. 
Even hydrolysis with 2% hydrochloric acid is without influence, 
although sodium hydroxide Ls inimical. Exposure to ultra-violet 
light in Rontgcn rays is without action whatever the reaction ol 
the medium, and aeration in boiling solution is also y^outactio . 
Adsorbents w'ca ken the action but incimiplet\V, and bac l ‘ 
growth-promoting principle is dialysnble independently ^ ^ 
reaction of the medium. _ 

Growth-promoting Factor of Lemon Juice. 
Leichtextp.itt and Margabetk Zielaskowski (5>o<Aem. jrJ c j 
131 513— 524). — There is little parallelism between the ettec 
external conditions and reagents on the bacterial grow Rested on 
principle and the antiscorbutic factor G of lemon 3"^* 
guinea-pigs and children. Lemon juice contams an 
factor C and a factor which promotes growth of bacten ^ 

nourished children. This latt-er factor is termedfactor^^ u 

Further experiments are necessary to determm jj K. 

identical with vitamin-!? or not. 
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The Presence ol Nucleic Acid in Bacteria. A. J Schafefp 
Caspar Folkoff, and S. Bayne Jones {Bull Johns Hopkins How.' 
1922, 33, 151).— A nucleic acid, containing guanine and phos- 
phorus, half of which is easily split off and half firmly bound, but 
no pentose, was obtained from Bacillus coli. 

Chemical Abstracts. 

The Elective Action of Tellurium Salts on Bacteria of the 
Colon-typhoid Group. G. Joaciiimoglu (Z. Urol. , 1922, 16. 
97—100). — Telluric acid in concentrations of 1 in 40,000 has an 
elective inhibitive action on the growth of Bacillus coli and B. 
typhosus in cultures. It is suggested that this substance be used 
in colon bacillus infections of the urinary tract. 

Chemical Abstracts. 

The Darkening of Carbohydrate containing Nutrient 
Media by Bacillus mesentericus var. niger. Anna Muschel 
{Biochem. Z. } 1922, 131, 570 — 590). — Bacillus mesentericus var. 
niger grows on agar devoid of carbohydrates, multivalent alcohols, 
or amino-acids which are not derivatives of benzene without color- 
ation of the medium, but in presence of sugars, alcohols, and tyrosine 
with darkening of the media. By use of protein-free media, it is 
shown that the coloration is due to benzene derivatives related to 
o- and p- dihydroxy benzenes with possible condensation with 
amino-acids. H. K. 

Production of Hydrogen Peroxide by Bacteria. James 
Walter McLeod and John Gordon ( Biochetn . J., 1922, 16, 499— 
506 ). — The substance inhibitory to its own growth produced by 
the Pneumococcus in the presence of an abundant supply of oxygen 
(cf. Lancet , 1921, i, 900; J. Path. Bact. } 1922, 25, 139) is hydrogen 
peroxide. When grown on a medium of agar and heated blood 
(‘ chocolate agar 5 ) a green coloration is produced. This is due 
to the action of the hydrogen peroxide which is formed ; a similar 
action is shown by certain streptococci which also produce hydrogen 
peroxide. Stimulation of the growth of the Pneumococcus by fresh 
tissue fluids is probably due to the presence in the latter of catalase. 

E. S. 

Chemical Problems in the Bacteriology of Tubercule 
Bacillus. Esmond R. Long (Amer. rev. tubercul. , 1921, 5, 
705 — 714; Ber. ges . Physiol 12, 299; from Chem. Zentr 1922, 
ui, 173).— Experiments with different strains of acid stable bacteria 
showed that alanine, leucine, and histidine can each serve as able 
source of nitrogen supply. Tryptophan and phenylalanine are not 
utilised, possibly on account of the toxic character of their decom- 
position products. The synthesis of carbohydrate, is not effected 
simply with the carbon of amino-acids ; a further source of carbon 
. is necessary, preferably glycerol. Propionamide and ammonia are 
utilised by all bacteria "studied. C/eatinine is only utilised by 
certain saprophytes. Urea is not attacked by tubercule bacilli^ 
hog bacilli, or fish bacilli. G. W. R. 
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Influence of Hydrogen-ion [Concentration] on the Growth 
of Azotobacter . P. L. Gainey and H. W. Batchelor (Science, 
1922, 56, 49 — 50). —The maximum hydrogen-ion concentration 
permitting the growth of Azotobacter isolated from different soils is 
p n 5 -g — 6*0. It was found that as the hydrogen-ion concentration 
of the soil decreased, growth increased until 6*1 — 6*4 was reached. 
The optimum reaction for the fixation of nitrogen appears to be 
very closely associated with that for growth. The total quantity 
of acid produced by the various cultures was insignificant. 

A. A. E. 

The Decomposition of Kaolin by Organisms. W. J. 

Vernadsky ( Compt . rend., 1922, 175, 450 452). — Experiments 
carried out to determine whether formation of hydrated aluminium 
oxide occurs by the action of diatoms on naturally occurring 
aluminium silicates showed that silicious diatoms developed in a 
medium in which the only source of silica was clay, whilst no action 
took place in the sterilised control experiment. In the former 
case, the clay was found to contain free aluminium hydroxide, but 
none was detected in the control. The author suggests that this 
decomposition may play a considerable part in natural processes. 


Nitrification. Koji Miyake and S. Soma (J. Biochem. [Japan], 
1922, 1, 123 — 129). — Nitrification as a whole is an auto-catalytic 
unimolecular chemical reaction and increase of nitric acid is in 
accordance with the expression : log z-log The 

decrease of ammonia compounds in the soil is also an auto-catalytic 
reaction following the expression : log ( A — x)j\.og (x — a) - 
(A-a)Kt-K v where x=ammoniacal nitrogen at the end of time t, 
and A and a denote the original and final amounts of ammonia. 
K and K 1 are constants. Chemical Abstracts. 


Urea as a Nutrient of Yeasts and other Plants. la- 

Bokorny {Allgem. Brauer. Ifopfenztg ., 1922, 243—246; from 
Ckem. Zentr., 1922, i, 1146; cf. A., 1917, i, 68G).-In a comparaoii 
of urea and hippuric acid, it is shown that the former is an ideal 
plant nutrient both on account of its high nitrogen content and 
also because it liberates carbon dioxide. Hippuric ; acid is tan 
satisfactory 7 , since it gives benzoic acid and glycme, both ot«fl 
are poisonous or harmful to plant life. G. • 


Lactic Acid Fermentation of Dextrose Jy p e^ne. Goii- 
fried Schlatter ( Biochem . Z., 1922, 131, 3bl— 3S1), ' 

is converted quantitatively by peptone at 37 into ^active 1 
acid, sodium hydrogen carbonate being used as buffer, 
substance may be replaced by sodium acetate, but ? P ^ 
phate mixtures, owing to flocculation of the peptone. 
fermentation, amino-acids appear and fermentafioD it ’ 
flocculation of the peptone. f Peptones 'free from ph tk 

✓ for example, Witte’s peptone, give nof^mentation, m > ^ 

observations recorded jvere made on Siegfried pep 
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tions are not quite sterile, although no known lactic acid forming 
bacteria were found. H. K. 

Peptone Fermentation. Emil Baue and Eggen Hekzfeld 
(Biochem. Z., 1922, 131 , 382 385). — The authors draw an analog v 
between the glycolytic action of plant and animal juices and the 
fermentation of dextrose by peptone, as revealed by their own 
experiments or by those of Schlatter (previous abstract) . Schlatter's 
observations are considered an effective reply to Bau’s criticism 
(this vol., i, 307) of their own experiments in fermentation without 
yeast (this vol., i, 93). H. K. 

The Oligodynamic Effect of Silver. IV. R. Doerr and 
W. Berger (Biochem. Z., 1922, 131 , 351— 361).— The active agent 
in all oligodynamic effects is the silver ion. Silver surfaces lose 
their activity by treatment with potassium cyanide, and water 
activated by silver is inactivated by potassium cyanide. The 
inactivation is due to conversion of the deleterious silver ion into 
Ag(CN) 2 ions. Carbon dioxide and oxygen are each more potent 
than air in developing the oligodynamic action of silver surfaces. 

H.K. 
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The Antiseptic Properties of Cyanine Dyes. C. H. Brown- 
ing, J. B. Cohen, and R. Gulbransen (Brit. Med . J., 1922, 1, 514— 
515 ; cf. this vol., i, 612). — Certain of the cyanine dyes are extremely 
potent antiseptics, for example, sensitol red (annexed formula) 

for staphylococci in aqueous 
medium. Selective antiseptic 
action as between staphylococcus 
and Bacillus coli is exhibited to a 
higher degree by sensitol-red (for 
example) than by any other com- 
pound hitherto investigated, the ratios of the sterilising concentra- 
tions probably being greater than 2000 : 1. Sensitol-green is the 
most active of these dyes both in scrum and aqueous medium for 
B. coli. Also, in the case of B. coli, the antiseptic action in serum 
is more intense than in aqueous medium. A. A. E. 


N 

EtI 


Energy Changes accompanying the Assimilation of Carbon 
Dioxide. O. Warburg and Erwin Negelein (Z. physikal. 
Chem., 1922, 102, 235 — 266). — Experiments are described in which 
the green alga, Chlorella vulgaris , has been subjected, in a suitable 
environment, to the light from a metal filament lamp, and the pro- 
portion of the absorbed energy converted into chemical energy 
deduced by measuring the volume of oxygen liberated. This 
change occurs according to the equation 6C0 2 +6H 2 0=C 6 H 13 0 6 -)- 
b(J 2 — 674000 cal. Further measurements have been made to 
ascertain the proportion of the chemical energy which is converted 
into heat. J, F. S. 

Adsorption of Nutrhftits and Plant Growth in Relation to 
Hydrogen-ion Concentration. <)lof Arrhenius (J. Gen* 
rtiysiol, 1922, 5, 81— 88).— The rates of growth and of germin* 
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ation and of the adsorption of salts vary with the P H of the Lum* 
medium. The variation is particularly marked in regard to absorn 
tion. The greatest absorption of anions occurs when the reach 
is acid. . .W.0.R° Q 


Phosphorus Nutrition of Plants. M. von Wrangell (Lan/it 
Jahrb. } 1922, 57, 1 — 78; from Chem. Zentr ., 1922, i, 1387).-— p roi J 
a large number of pot-culture experiments with different plants it 
is concluded that the power of any species to utilise the pW 
phorus of relatively insoluble mineral phosphates varies directlv 
with the ratio CaO : P 2 ^5 ^ ft® ash. In the following series in 
which the CaO : P 2 0 5 ratio is given in brackets, phosphorus util, 
isation is shown hi increasing degree : — wheat and rye (l*3) j b ar ] ev 
and oats (1*6), maize (3), beans, peas, and vetches (about 7),' clovers 
(12), rape (23), tobacco, hemp, and mustard (15), buckwheat (17) 
Acid soil reaction favours anion absorption, whilst alkaline reaction 
favours kation absorption and the composition of the plant is 
thereby affected. Thus oats grown with acid soil reaction gave a 
ratio fcaO : P 2 0 5 , 0 0 ; with neutral soil reaction, 10 0. The 
depressing effect of calcium ions on phosphorus absorption is 
postponed in the case of plants showing high calcium absorption. 
Where the absorption of phosphoric oxide from a fertiliser is greater 
than that of calcium oxide; the growth of a crop results in an excess 
of calcium oxide in the soil which may be undesirable. G. W. R. 


Plant Chemistry. IV. Juncus effusus, L. Julius Zellxeb 
( Monatsh ., 1922, 43, 120 — 123). — A record of certain analytical 
data for this plant. C. K. I. 

Estimation and Distribution of Chlorine in Plants. J. Jusg 
(Sitzungsber. Akad. Wiss. Wien, 1920, 129, 297 — 340).— By the 
use of either (u) 0 5 gram of thallium acetate and 2 grams of glycerol 
in 7'5 grams of water, or (ft) 0T gram of silver nitrate in 9*9 grams 
of 10% ammonia solution, chlorine was detected microchemically 
in niunerous plants; it is absent from only a few plants, notably 
the conifers. It occurs only as chloride, and usually increases 
in amount from the roots to the leaves, being most abundant in 
succulent, parenchymatous tissues, apparently dissolved in the 
cell sap. It is usually scarce in the epidermis, bundles, hairs, 
flower parts, pollen, woody tissue, and chlorophyllous mesophyll, 
and abundant in fleshy roots and rhizomes. Plants which grow 
in rich, moist soil and in the sea are richer in chlorine than those 
growing in sandy soil, heaths, and fresh water. Mosses, ferns, 
epiphytes, parasites, and saprophytes contain little or no chlorine. 

• * Chemical Abstracts. 

Relation between Manganese Content and Proportion of 
Ash in Young and Old Leaves. F. Jadin and A. Astbuc 
(Bull. Soc. chim 1922, 31, 917 — 921).— A study of the comparative 
manganese content of young and old leaves leads to the conclusion 
that the figures obtained on analysis should be regarded as navisg 
^.only a relative value. The Quantity of manganese in relation 
the fresh material is less in the case of young leaves, and tor 
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dry material a similar result is obtained although the variations are 
not so great. In relation to the ash, however, the variations are 
in the- inverse sense, although several exceptions are noted. The 
authors discuss the bearing of their results on those obtained by 
Bertrand and Rosenblatt (A., 1921, i, 759). H. J. E. 

The Occurrence of Cobalt and Nickel in Plants. Gabriel 

Bertrand and M. Mokragnatz ( Compt. rend., 1922, 175, 45S— 
4 Q 0 ) —The authors have developed their method of detecting and 
estimating traces of cobalt and nickel, and now describe its applica- 
tion to the examination of the following vegetables : carrot, onion, 
potato, spinach, lettuce, cress, tomato, apricots, beans, lentils, 
buckwheat, wheat, oats, maize, rice, mushroom. Nickel was found 
in the ash in each case, and, with the exception of carrot and oats, 
cobalt also. It is pointed out that these two negative results may 
be reversed in working with larger quantities of ash. The propor- 
tion present is minute : that of cobalt varies from less than 0 005 mg. 
to 0‘ 3 mg. per kilo, of the fresh substance, whilst in the case of 
nickel the values range from G‘01 mg. to 2*0 mg. H. J. E. 

Anthochlor. G. Klein (Sitzungsber. Alcad. Wiss. Wien , 
1920, 129, 341 — 394). — The yellow pigment from 300 species 
of flowers was examined; of these, 60 contained anthochlor, the 
rest mostly carrotin. Its occasional simultaneous occurrence with 
carotin, flavone, and anthocyanin was proved, and its close relation 
to anthocyanin in the case of closely related plants was established. 
It is not a single pigment, but a group of closely related ones. It 
is a glucoside. Its reactions with concentrated mineral acids, 
alkalis, metallic salts, and reducing agents arc discussed. 

Chemical Abstracts. 

Synthesis of Vitamin-A by a Marine Diatom (Nitzschia 
c losterium, W. Sm.) Growing in Pure Culture. Henry 
Lyster Jameson, Jack Cecil Drummond, and Katharine Hope 
Coward (Biochem. J., 1922, 16, 482 — 485). — The marine diatom, 
Nitzschia closterium, is able to synthesise large amounts of vitamin -A 
when grown in Miquel’s solution or in sterilised sea water. 

E.S. 

The Constituents of the Flowering Tops of Artemisia 
i fra, Jacq. John Augustus Goodson (Biochem. J 1922, 16, 
189—493). — The following substances have been isolated : camphor, 
t wax-like ester which was probably ceryl cerotate, tricontane, 
icopoletin, and quebrachitol. The camphor had fafo -f-9'7° and 
vas evidently a mixture of the two enantiomorphs. ’No com- 
pounds were found which could be regarded as related to santonin. 

E.S. 

Chemical Composition of Belladonna Leaves. A. Goris 
md A. Larsonneau (Bull. Sci. Phannacol., 1921, 28, 499—503; 
•rom Ghem. Zentr M 1922, 757).— Belladonna leaves are extracted 

with (dilute) sulphuric acid. After addition of excess of soda, the^ 
ethereal extract yields, on crystallisation,^ at first hyosc 3 T amine, 
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mixed later with a little atropine. From the residue of 
extract a volatile oil is obtained which has an odour 
pyridine and contains pyridine, 1 -methylpyrroline, anu 
pyrrolidine. The aqueous extract yields an unidentified \ • 4 v 
amine of pleasant, tobacco-like odour. * G. 

Oils and Fats from the Seeds of Indian Forest % 

Madyar Gopal Rait and John Lionel Simonsen ( Indian p 668. 
Record*, 1922, 9, Part. III). — The seeds of Chhroxylon Swietenia 
16% of a non-drying oil consisting of glycerides of stearic, pal£' 
myristic, oleic, and linolenic acids. The seeds of Calovh U ^ 
wgktianum yield 34% of an oil closely resembling that obtainedfrr ^ 
the seeds of C. inophyllum and containing about 10% of resin ^ 
glycerides of stearic, palmitic, oleic, and linolic acids. The seed f 
Mimusops elengi yielded 16% of oil consisting of glycerides of steari 
palmitic, and oleic acids, and an unidentified saturated acidwVh 
was possibly behenic acid. The seeds of Skorea robustu yield I 640 / 
of a fat resembling Borneo tallow and consisting of glycerides of 
stearic and oleic acids. Qarcinia cambogia seeds yield 31°/ 0 f a 
fat resembling the fats from other species of Garcinia which should 
prove an excellent edible fat. It consists of glycerides of stearie 
and oleic acids. H (j. R 

Sand Spur, Cenchms tribuloides , L. Heber W. Yotjsgkes 

and Charles H. La Wall ( Amer . J. Pluirm., 1922, 94, 567—583).-! 
The mature fruits of the sand spur, Genchrus tribuloides, L., give 
the following results. Moisture, 8-17%; ash, 3*95% (containing 
silica 10%); water-soluble extractives, 3*55% (including 0-55% of 
reducing sugars, the remainder being of mucilaginous character): 
alcoholic extractives, 3*17%, mainly chlorophyll, and resinous and 
oily constituents ; light petroleum extractives, 2%, principals 
fat; ethyl ether extractives, 3-3%, having acid number 1910, 
saponification number 197, and iodine number 60. Alkaloids, 
glucosides. and toxic or irritating substances were absent. 

G. W. R. 

Stearic Acid in the Latex of Ficus fulva, Reinw. A. J. 

UltIse [Bull. Jard. bot. Buitenzorg , 1922, [iii], 5, 105 — 106).— The 
latex , contains large quantities of a wax, Which on hydrolysis 
yields stearic acid. There is but little rubber present. Ficus 
ekestica latex contains much smaller quantities of a different wax, 

G.B. 

Fluorine in Spanish Grapes. Marti niano Leguig.«i6x 
Pondal {'Anal. Asoc. Quim. Argentina, 1922, 10, 57 — 73). — Fluorine 
is found to be a normal constituent in Spanish grapes. A method 
is described for its detection, using the etching action of hydrogen 
fluoride on glass. G. W. R. 

The Influence of Light on the Formation of Anthocyanin 
in the Scales of Lily Bulbs ( Lilium Gandidum and L. M* rf ‘ 

jogon). Marcel Mip.ande {Compt. rend., 1922, 175,496—498). 
The curve of pigmentation has been traced by the use of ra0n0 ' 


l*? ot 
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chromatic filters, and shows a maximum in the red, a minimum 
in the green, and a more important maximum in the indigo-blue 
region. Rays in the non-luminous portion of the spectrum have 
no action. H. J. E. 

The Changes and Movements of the Saccharine Materials 
in Mercurial# vivace [Mercurialis perennis , L.) in the Course 
of its Annual Growth. P. Gillot (J. Pham. Ghim 10^ 
vii], 26, 250—258). — The content of reducing sugars in the aerial 
portions of the plant does not vary greatly from season to season, 
[n the subterranean parts, the reducing sugar is greatest in quant it v 
n the young growing portions. In the older organs, rhizomes, etc!, 
t attains its maximum in the summer and a minimum at tin" 
beginning of the spring. The polysaccharides in the aerial parts 
)f the plant appear to consist almost entirely of sucrose, and the 
lame applies to the underground shoots. The rhizomes and roots 
rive extracts which remain dextrorotatory even after hydrolysis 
jy invertase, and the presence of a dextrorotatory substance in 
addition to sucrose is therefore postulated. The proportions of 
his dextrorotatory substance appear to vary with the season, 
existing only in small quantity at the time of inflorescence. It 
ncreases in quantity to a maximum in August. Considerable 
[uantities of sucrose were isolated from the rhizome juices, but 
attempts to isolate the dextrorotatory principle have been up to 
he present unsuccessful. G. F. M. 

Proteins of the Lima Bean, Phuseolus lunntus. I). B. 

Tones, G. E. F. Gersdoeff, C. 0. Johns, and A. J. Finks (J. Biol 
llm., 1922, 53, 231— 240).— The lima bean contains 21-17% of 
)rotein (N X 6-25). By extraction with sodium chloride solution, an 
and a 3-globulin were obtained which were separated by fractional 
precipitation with ammonium sulphate. An albumin was also 
solated. Analyses by Van Slyke’s method gave the following 
’alues for basic amino-acids : V globulin — cystine 1-60, arginine 
i-67, histidine 3-71, lysine 7-84% ; 3-globulin— cystine 0-84, arginine 
1*07, histidine 2*62, lysine 8*53%; albumin — cystine 1-07, arginine 
•74, histidine 2*54, lysine 5*97%. Positive tests were obtained for 
ryptophan in each case. The proteins of the lima bean arc, in 
eneral, similar to those of other beans of the genus Pkaseolus 
d. this vol., i, 504). E. 8. 

Swedish Pines and Spruces. H. E. Wahlberg (Svensk 
appers-Tidning, 1922; Papierfabr., 1922, 20, 1097—1100, 1133— 
137, 1178 — 1181). — The test-stems were cut up systematically 
nd sample disks taken from definite points, these disks being 
urther subdivided into numbered sectors. Estimations of moisture, 
pparent specific gravity, ash, resin, and cellulose were made in 
rder to establish any regular variations in different portions of 
he tree. The most variable function is the apparent specific 
ravity ; generally the wopd having the narrowest annual rings had 
he highest density. The ratio of the apparent specific gravity of^ 
he autumn wood to that of the spring wood had an average value* 
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of 1*92 throughout the tree, in spite of considerable variation • 
the absolute values for the different annual rings. Compare ^ 
weather records for various years with the corresponding 
rings, it appeared that a wet, cold season tended JtQ giy e ^ u . a 
wood of low density. The apparent specific gravities of the freshl 
felled wood and of the seasoned wood were compared; ahrinka, ^ 
of 6*5 to 11-6% in volume were recorded during the transit^ 
from the growing tree to the air-dry condition. Cellulose a°5 
resin tended to vary inversely but generally without regular la^ 
the principal variation in this respect was a tendency fo r 
cellulose to decrease and the resin to increase from the outer Jayp 
towards the heart. The resin appears to have readied a constant 
condition of solubility within ten days after felling [cf J e, 
Chem. Ind , 1922, 806a]. j, j 

The Chemical Constituents of Green Plants. XX. The 
Acids of the Cherry (Pnmus avium). Hart wig Franzes and 
Fritz HelwErt (Z. physiol, chem., 1922, 122, 46 — 85) --Malic 
acid is much the most important acid of the cherry. There are 
present also traces of oxalic acid, and small quantities of succinic 
acid, citric acid, lactic acid, and of unsat urn ted acids. 

W. 0. K. 

Mafurra Tallow, a Product of the Nuts of Trichilia emetic o. 
M. Rindl (South African J. Ind ., 1922, 5, 415 — 423).— Both the 
husk and the kernel of Mafurra nuts from Portuguese East Africa 
furnish a solid fat, whilst an oil is obtained from the aril. The 
aril oil has the following characters : d 15 0*931, acid value (as oleic 
acid) 8-9%, saponification value 202*5, iodine value 66, saponific- 
ation value of acetylated oil 235. The oil congeals if kept for some 
time at about 5°. The constants of the solid fat obtained from 
different sources vary so widely that it is certain that all the com- 
mercial material is not derived from the same species of TrichUk. 
The kemal usually contains about 60% of fat, and the husk 25— 
35%. It has a high m. p., ranging usually from 35 — 45°, and 
yields 7 — 8% of its weight of glycerol on saponification. It has a 
notably high acid value (40 — 50). * G. F. M. 

The Phytin Content of Foods. E. Arbenz {Mitt. Lebenm . 
Hyg. , 1922, 13, 45 — 52).— Finely pulverised foods (vegetables and 
fruits dried first at 36°) were extracted with 0-6% hydrochloric 
acid, the phytin being estimated in the extracts by an adaptation 
of, the method of Huebner and Stadler (Biochem. Z., 1914, 64, 
422). The percentages of phytin (as anhydrous phytic acid) to 
fresh and dried fruits, respectively, were : Rice bran, 3 801, 4*232; 
rice flour, 0192, 0*216; wheat bran, 4-641, 5*073; whole-wheat 
flour, 0*498, 0-572; white flour, 0*184, 0*208; maize flour, 0*764, 
0*857; lentils, 0*292, 0-326; peas, 0-498, 0-561; oat flour, 0460, 
0*506; cocoa, 2-110, 2-230. Phytin was not found in carrots, 
^turnips, cauliflower, Brussels sprouts, kale, spinach, asparagus, 
^apples, poaches, or figs. Chemical Abstracts. 
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Efiect of SiUcic Acid on' Crop Production in the Pre-n C9 
of Insufficient Amounts of Phosphoric Acid 0 I rvn 

ma^N and H. Wiessmann (Z. Pflanz. Dung., [A] 1 'rlZ 

255 ).— Working with sand cultures of gramineous, legunrinou • ' anH 
! cruciferous plants, increases m yield were obtained by the - sc 
colloidal silicic acid, particularly in the presence of in.su 1 i -i i t 
phosphoric acid. In experiments with natural soils, similar 7'<u]u 
were obtained. With shortage of nitrogen or potassium, the effect of 
silicon is much less. The increases appear to be due to the dirt <■( 
action of silicic acid on plant growth. Silicon compound* ofbiV 
than colloidal silicic acid, gave insignificant or negative result* 

G.VCK. 

The Growth of Maize as Affected by Iron and Aluminium 

Salts. Chas. H. Arndt (^Iwer. J. Dot., 1922, 9 47 71 } 

The availability of iron in ferric phosphate depends largely on the 
composition of the nutrient solution, the requisite quantity of ferric 
phosphate varying from 7 mg. per litre in one case to more than 
35 mg. in another^ O-OOOo.V-ifeiTous sulphate gave optimum 
growth in one case and the addition of ferric nitrate produced a 
precipitate from which the plant could not obtain sufficient iron 
from a O OOLV-solution. Sulphuric, nitric, and hydrochloric acids 
are approximately equal in toxicity when added to the nutrient 
solutions in low concentrations ; at higher concentrations, sulphuric 
acid depressed the growth of tops more than the others but was 
more favourable to root development. Sand cultures required 
much more acid than water cultures to produce the same results. 
The toxicity of ferrous sulphate showed no relation to the initial 
hydrogen-ion concentration. Aluminium salts produced approxi- 
mately the same depression in growth as a solution of ferrous 
sulphate of the same normality. Chemical Abstracts. 


Tir^^ aC * eriS * 1C ^ rote i ns in High- and Low-protein Maize. 

Sho Walter and R. H, Carr (J. Amer. Chem. Soc,, 1922, 44, 
2019— 2023).— The relative abundance of the different proteins in 
maize and the contents of mono- and di- amino-acids have been 
studied, 

A considerably larger part of the protein is present as zein and 
globulins in high-nitrogen than in low-nitrogen maize; the zein 
ana globulins have been formed at the expense of the amides, 
albumin, and glutein. The embryo constitutes about 15% of the 
! ? weight of high nitrogen maize grain, whereas dent maize 
r the usual composition has only about 11% of embryo. Zein 
appears to be the protein which is present in most variable amount, 
averaging 50*28% in high-nitrogen and only 31*85% in low-nitrogen 
maize. The protein of high-nitrogen “ popcorn ” is particularly 
ij 10 , ™ zei P> averaging 57*24%. The total nitrogen oontent appears 
I cflctermme the amounts of the various proteins. 

■|. , . amino-nitrogen in t the filtrate from the bases is found to 
j 6 p5 aer in the high-nitrogen maize 4han in that of low nitrogen^ 
I nt. The di-amino acids constitute approximately twice as* 1 
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great a percentage of the total nitrogen in high-nitrogen as in l ow . 
nitrogen maize. H. W. 

Water-soluble Constituents of the Alfalfa Plant [Lucerne] 
Thomas B. Osborne, Alfred J. Wakeman, an^ •Charles S 
Leavenworth (J. Biol. Chem., 1922, 53, 411 — 429).-S(Phe investi- 
gation of the press- juice previously obtained (this vol., i, 99 ) ^ as 
been continued. After removal of the colloid obtained by addition 
of 20 % of alcohol, a second precipitate may be obtained by raising 
the alcohol content of the filtrate to 53%. This precipitate core 
tains 8 % of the original nitrogen, winch is probably present as 
protein. The distribution of nitrogen, both before and after 
hydrolysis, has been determined in the two precipitates and also 
in the filtrate, and analyses have been made of the inorganic con- 
stituents of the three fractions. The filtrate appears to be suitable 
for investigating the water-soluble constituents of the juice; the 
present paper records preliminary experiments in this direction, 

E. S. 

Comber’s Reaction for Acidity of Sojls. J. Hudig and 
C. W. G. Hetterschij (Chem. Weekblad, 1922, 19, 366 — 367). — 
The colour given by the reagent, an alcoholic solution of potassium 
thiocyanate, cannot be taken as a quantitative indication of acidity 
for sandy humus- bearing soils, since it does not indicate the same 
order as the hydrogen-ion determination. As Comber has pointed 
out, quantitative results are precluded, although for the same soil 
the test may indicate variations in acidity. S. I. L. 

Soil Reaction and Succession in Relation to Plant Covering. 

E. J. Salisbury {Ann. Bol., 1922, 36, 391 — 431). — An account of 
the soils of the dune, shingle, and salt marsh system of Blakeney 
Point (Norfolk). In the successive stages of dune formation the 
content of calcium carbonate diminishes owing to leaching, whilst 
the content of organic matter increases. Hydrogen-ion concen- 
tration shows a corresponding variation, the reaction of the older 
dunes being more acid than that of the younger dunes. A close 
relationship exists between organic matter and water content. 
Shingle banks show similar relationships. In salt marshes, however, 
tidal effects obscure other factors. ' G. W. R. 

Influence of Soil Colloids on Availability of Salts. Neil E. 
Gordon and E. B. Starkey {Soil Sci., 1922, 14, l — 1 7). —Iron oxide 
and alumina gels have considerable adsorptive power for calcium 
acid phosphates, but the adsorption by silica gel is small. Within 
limits, adsorption increases with increasing concentration of the 
salt solutions. Adsorbed salts are only slowly released from the 
gel in contact with water. The hydrogen-ion concentration of c 
salt solution considerably affects the amount adsorbed. With s ca 
gel the adsorption of calcium and potassium decrease*;, an 0 
phosphate slightly increases, with decreasing p u va ^ ues - ™ ' * 
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The Action of Ozone on Hydrocarbons with Special 
Reference to the Production of Formaldehyde. I. The 
Action of Ozone on Methane. T. Sherlock Wiieelku i\\A 

E. W. Blair (J. Soc. Chem . Ind ., 1922, 41, 331— 332r).--^i\tniv< 
of methane and ozonised oxygen in proportions outside the ex plod w 
limits of 4% and 60% of methane were passed, with and without 
admixture with ammonia, through a tube which could be heated 
to any desired temperature in an electric furnace, at such a rat<* 
that the gas was heated for about two and a half minutes. At 
15®, the reaction is very slow; it increases with the temporal un* 
until, at 100°, 53% of the ozone reacts in about two minutes, and 
76% at 200°. Above 400° all the ozone decomposes. The first 
isolated product was formaldehyde, which is quickly further 
oxidised, but initially the oxidation rate does not increase so fast 
as that of methane and there is a slight increase in the amount 
isolated up to about 300°. The amount was not increased when 
ammonia was present, but the amount of formic acid isolated was 
much increased in these circumstances owing to formation of 
ammonium formate. In absence of ammonia only traces of formic 
acid remained unoxidised, and the greater portion of the methane 
oxidised was obtained as carbon dioxide and water formed from 
formic acid either by way of carbonic acid or by its decomposition 
into carbon dioxide and hydrogen, the latter being then oxidised 
to water, The non-stabilisation of formaldehyde by the ammonia 
is ascribed to the necessity of ten molecules interacting to form 
hexamethylenetetramine, which does not readily occur at such 
low concentrations. G. F. M. 

The Absorption of Ethylene by Sulphuric Acid. Prepar- 
ation of Ethyl Alcohol, Ethyl Sulphate, and Liquid Hydro- 
carbons. A. Damiens (Compt. rend., 1922, 175, 585 — 588 ; cf. 
A., 1913, ii, 349). — The effect of a catalyst on the speed of fixation 
of ethylene by sulphuric acid is considerable; cuprous oxide, 
which is transformed by the acid into cuprous sulphate, is the 
most efficient among the substances used. Whatever the nature 
of the final product may be, the reaction in the presence of the 
catalyst takes place in two stages : (1) the formation of a complex, 
Cu 2 S0 4 piC 2 H 4 , partly soluble in sulphuric acid, (2) the action qf 
the acid on this complex. The latter may yield either ethyl 
hydrogen sulphate and diethyl sulphate, or liquid hydrocarbons. 
The formation of the ethyl compounds occurs in the cold; the 
equilibrium H 2 S0 4 -fEt 2 S0 4 2HEtS0 4 is displaced from left 
to right by elevation of temperature and by hydration of the acid. 
Formation of a mixture of saturated hydrocarbons of density 
0’77 and b. p. 110° and upwards takes place when the catalyst 
is heated in contact with the acid, followed by absorption of the 

vol. exxn. i. ? ? 
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gas at the ordinary temperature in presence of mercury or mercurous 
sulphate. H. J, j; 

Reactions of Combination with Conjugated Systems of 
Double Linkings. I. Bromination of Isoprene.* *A. G. Beug- 
mann (J. Russ. Pkys. Chem. Soc., 1920, 52, 24 — 37). — Molecules 
composed of two similar atoms or groups of atoms unite with a 
conjugated system of double carbon linkings at the 1- and 4- 
positions, that is, at the ends of the system, an exception to this 
rule occurring in the combination of bromine with aromatic deriv. 
atives. As regards molecules consisting of dissimilar components, 
such as hydrogen bromide, few experimental data are available’ 
but the union docs not take place in accordance with Thiele’s law/ 

Bromination of isoprcne in chloroform solution cooled in ice 
yields : (1) A small quantity of the mono&romo-compouml 
CH 2 BrCMe:o:CH 2 (1), b. p. 61*5— ( 62‘5°/64 mm., df 1*3742! 
(2) The dibromide, C 6 H 8 Br 2 , b. p. 62— C4°/10 mm., df 1*7431, 
which gives the dibromo-glycol, b. p. 126*5°, when oxidised by 
permanganate. (3) The isomeric dibromide, b. p. 88 — 92°/10 mm., 
df 1*7880. This dibromide yields a viscous, oily ozonide, which is 
decomposed by boiling water, giving bromoacetonc, bromoacetie 
acid, and a tarry mixture of bromoaldehydes, bromoketones, 
peroxides, etc. Oxidation of the dibromide by means of per- 
manganate yields the dibromo-glycol, which is sparingly soluble 
in water, whilst treatment with chromic acid gives bromoacetone 
and bromoacetie acid (cf. Mokiewsky, A., 1899, i, 726; 1900, 
i, 509 ; J. Russ. Pkys. Chem Soc., 1904, 36, 912). With ammonia, 
the dibromide forms an amorphous, sometimes glue-like substance 
of high molecular weight, and with sodamide an amorphous, 
insoluble product containing 32*51— 32 89% of bromine and 7*87 - 
7*93% of nitrogen. T. H. P, 


Reactions of Combination with Conjugated Systems of 
Double Linkings. II. Combination of Hydrogen Bromide 
with Diisopropenyl [Py-Dimethyl-A a y-butadiene]. A. G. 

Bergmann (J. Russ. Phys. Chem. Soc 1920, 52, 37—40 ) - The 
combination of hydrogen bromide with py-dimethyl-A‘y-butadiene 
in glacial acetic acid solution takes place in the two stages: 
(1) CH^CMcCMelCHo + H Br — CMc 2 Br*CMe:CH a , and (2) the latter 
+H Br=CMe,Br-CMc, Br (30%) +CMe 2 BrCHMe-CH 2 Br (70%). 

y-Bromo-fr-dimethyl-A'-OuteM, C,H u Br, b. p. 84-867100 mm., 
df 1*2201, yields dimethylitfopropenylcarbinol when hydrolysed by 
rpeans of. aqueous potassium hydroxide. 

Py-Dibroino-Py*diinethylbutane was described by lmeie 

^^Dibromo ^y-dimetkyUmtane is a liquid, b. p. 88 — 89°/16*5 mm.. 

4 The product of the union of 1 mol. of hydrogen 
isoprene, namely, y-bromo-y-methyl-A tt ; butene, com me ^ 
second molecule of hydrogen bromide, apparent y ^ ^ p 1 
^8-dibromo-p-methvlbutane. 
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Formation of Acetylene and Ammonia during Incomplete 
Combustion. K. A. Hofmann and Erich Will ( Ikr . , 1!j2l\ 
55, [B], 3228- 3233).— The gaseous products of an invericd air 
flame burning in the vapours of several organic substances haw 
been investigated. The necessary apparatus is fully figured and 
described in the original text. The supply of air is so adjured 
that the flame just burns continuously. The following quantities 
of acetylene (in grams) are obtained by the decomposition of Hj:> 
grams of the organic compound: benzene, 5; phenol, 4-!; 
aniline, 2-5; diphenylamine, 2-7; carbazole, 24; pyridine. 1-7: 
anthracene, 1*6; anthracene residues, 0*24; coal tar, 4; middle 
oil from Rositzer lignite tar, 1 ; benzoquinone, I ; hexane, 2. The 
formation of acetylene is partly due to thermal action, but oxidative 
degradation also plays a part, as is proved by the production of 
the gas from hexane. Hydrocyanic acid is also present in the 
gases (100 grams of aniline, carbazole, diphenylamine, and pyridine 
yield, respectively, up to 3, 1-5, and 5 grams and traces of hydro- 
cyanic acid). 

The possibility of the production of ammonia during the com- 
bustion of air charged with a number of catalysts in hydrogen or 
coal gas has also been investigated. The actual quantity formed 
is very small, but the effect of the catalyst is clearly perceptible. 
Arsenic triliydride, chromyl chloride, and silicon tetrachloride 
depress the formation of ammonia. Osmium tetroxido and the 
osmium formed therefrom and, in particular, nickel carbonyl an: 
active catalysts. The action of the latter, by which metallic 
nickel is produced, appears to indicate that the effect is due to a 
catalytic hydrogenation of the nitrogen, and not to an influence 
of the flame ions. The carbon liberated from benzene vapour or 
coal gas favours the production of ammonia, possibly owing to 
intermediate formation of hydrogen cyanide. The yields of 
ammonia are not improved noticeably by bringing volatile salts, 
such as sodium or lithium carbonates, into the flame, by spreading 
the flame over a porous clay surface impregnated with various 
salts or by placing an inverted mantle over the orifice of the burner. 

H. W. 

Calcium Carbide. Erling Botolfsen (Ann. Chim 1922, 
18, 5 — 48). — Pure calcium carbide is not obtained by heating 
calcium acetylide-acetylene-ammonia, C 2 Ca,C 3 H 2 ,4NM 3 (ef. Moissan, 
A., 1899, i, 241 ; 1903, i, 545), as this substance, even when pure, 
yields an impure product containing free carbon, cyanamide, 
calcium cyanide, and probably calcium nitride and hydride. , A 
diagrammatic representation of this decomposition is given, but 
it is pointed out that the series of reactions is more complex than 
the diagram indicates. A study of calcium-ammonia shows that 
its formation may take place at temperatures ranging from —15° 
to -f30° (cf. Moissan, A., 1899, ii, 152); at the higher temperature, 
pressure is required, anc^if the calcium employed contains sodium 
as impurity, the product is pasty* rather than crystalline. Oy 
being heated under reduced pressure, the substance decomposes 
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explosively; the temperature at which this occurs depends 
the pressure. The author considers that the calcium-ammonium 
hitherto described is a mixture. The reaction between metalli 
calcium and free carbon is not appreciable at temperatures below 
the melting point of the metal. Above 800° , combination take 
place more rapidly if the calcium is in the state of vapour. 
the carbide is prepared in an iron tube, the product, even when 
practically pure, is black, the coloration being due, not to f ree 
carbon, but to iron, and on substituting alundum for iron a similar 
coloration is caused by aluminium which has been reduced bv 
calcium. On heating calcium carbide, dissociation into its elements 
was observed without any intermediate formation of a sub-carbide 
The progress of the dissociation is influenced by the presence of 
iron, iron oxide, and other substances. H. J, E 

The Oxidation of isoPropyl Alcohol with Potassium Per- 
manganate. William Lloyd Evans and Lily Belt, Seetok 
(J. Amur. Chem. Soc ., 1922, 44, 2271—2276; cf. A., 1912 i 743 . 
1916, i, 362 ; 1919, i, 514). — When oxidised by potassium per- 
manganate in the presence of potassium hydroxide, isopropyl 
alcohol yields carbon dioxide, oxalic acid, and acetic acid. In 
addition, a small amount of acetone is obtained if the temperature 
docs not exceed 25° and the concentration of the alkali does not 
exceed 2*12 grams per litre. The amounts of oxalic and acetic 
acids produced increase and decrease respectively as the initial 
alkalinity increases from zero to 0-1 — 0-2 A. The general effect 
of temperature is to increase the amount of carbon oxidised to 
carbon dioxide to slightly more than one atom for each molecule 
of alcohol. 

Oxalic acid is obtained in greater quantity from isopropyl alcohol 
in neutral solutions than from acetone, owing to the fact that in 
the first step of the reaction no acids are formed to neutralise the 
potassium hydroxide obtained from the potassium permanganate. 
Further, the course of the oxidation is such as to bring about a 
final concentration of alkali which is greater than in the oxidation 
of acetone alone. W. G. 

A Simplified Method for the Resolution of- Methyl-n-hexyl- 
carbinoL Joseph Kenyon (T., 1922, 121, 2540—2542). 

Synthetic Experiments with Ethenylcarbinols. I. Conver- 
sion of y-Methyl-A a -butinen~y-ol into y-Methyl-A-butinece, 
fi-Methylhutanolone, and its Condensation Products. Hel- 
mut Scheibler and Artur Fischer ( Ber. t 1922, 55, [B], 2903—- 
2023). — - The preparation of y-methylbutinenol, OH'CMe^CiCH, 
and its conversion into isopropenylacetylene, CH 2 !CMe*C:CH, has 
been described by Farbenfabriken vorm. F. Bayer & Co. m a 
series of patents (cf. A., 1916, i, 113, 305). The preparation 0 
the pure alcohol on a laboratory scale, and the applications of 1 
for synthetic purposes are now described. , 1 ’ 

Finely divided sodamide is placed beneath ether which 
by ice and saturated with acetylene which has been purmeo J 
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means of bleaching powder, copper nitrate solution acidified with 
nitric acid, concentrated sulphuric acid, and soda-lime. WTion 
saturation is complete, the subsequent current of acetylene is 
caused to 'pass through acetone heated at 30— 40°, so that the 
sodium acetone as it is formed reacts immediately with the mis. 
The product thus obtained consists of a mixture of y-mctiivl- 
butinenol, mesityl oxide, and (3e-dimcthyl- A^hcxinene- > < 1 ioi . 
OH'CMe^CrC’CMe^OH, m. p. 94°. Since y-methylbutinennl ami 
mesityl oxide can only be separated from one another incomplete! v 
by fractional distillation, the carbinol is purified by conversion 
into its silver derivative and subsequent decomposition of the 
latter by the theoretically necessaiy quantity of dilute hydro- 
chloric acid. y-Methylbutinenol, b. p. 103—104°, is a colourless, 
mobile liquid, with a characteristic odour, which mixes with water 
in all proportions and strongly reduces alkaline permanganate 
solution. It has df 0*8651, nf } 1*41867, dp 0*8678, 1*41.330, 

n'™ 1*42446. With mercuric chloride, it gives a compound , decomp, 
above 240° without melting below 300°. Its copper and potassium 
derivatives are described. It is converted by acetic anhydride 
and sodium acetate into the corresponding acetate , a colourless 
liquid, b. p. 128 — 136°, which could not be obtained in a state of 
purity. 

The conversion of y-methylbutinenol into wpropenylacetylcnc 
by anhydrous magnesium sulphate at 250° is described in detail, 
and sketches are given of the necessary apparatus. The yields 
of the hydrocarbon are 15 — 18% of those theoretically possible; 
the unusual volatility of the product renders its complete conden- 
sation a matter of great difficulty. When freshly distilled, it is a 
colourless, mobile Uquid with a very penetrating odour; it has 
b. p. 32—35°, eff 0*6801, »" 1*41666, uj? 1*43046. It gives a white 
precipitate with ammoniacal silver nitrate solution, and a highly 
characteristic, lemon-yellow cuprous derivative. 

An ethereal solution of magnesium ethyl bromide reacts with 
wpropyleneacetylene (in the same manner as with acetylene) to 
yield ethane and magnesium isopropyleneacetylenyl bromide; the 
latter is converted by isobutyraldehyde into the secondary alcohol, 
CH 2 !CMe‘C:C*CH(OH) , CH31e 2 , but the product is not homogeneous, 
and when reduced by sodium and moist ether gives a mixture 
of substances, b. p. 75 — 90°/15 mm., and 11 0— 125°/If> mm., 
respectively. 

The mode of the addition of the elements of water to y-methyl- 
butinenol varies considerably with the catalyst employed. It, is 
converted by dilute sulphuric acid in the presence of mercuric 
sulphate into a voluminous, white precipitate which disappears 
after a few minutes with formation of (3-methylbiitane-j3-ol-y-one 
(methyl a- hydroxy tsopropyi ketone), 0H*CMe 2 'C0Me, b, p. 140 
141°, dp 0*9578, n a 1*41425, up 1*42203 (semicarbazone, m. p. 
*164°; oxime, m. p. 86°; acetate, a colourless liquid with an odour 
resembling peppermint, b. p. 171 — 1T2°, dp 1*0064, n'p 1*41485, 
n p 4 1*42302). It condenses with benzaldehyde in aqueous alcoholic 
solution in the presence of sodium hydroxide to form a -phenyl- 
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b-niethyl-A«-pentene-b-ol-y-one ( benzylidenemethyl *‘hydroxy m p ro ^ 
ketone ), CHPh:CH*C0*CMe a *0H, a greenish-yellow, very highly 
refractive liquid, b. p. 164~— 169°/15 mm., m. p. 39 — 40° (oxime 
m. p. 136° ; acetate , m. p. 85°). a-3 : 4 -Methylenedioxy ph^yi 
S-mdhyl-M-pentene-S-ol-yone ( piperonylideneinethyl ^hydroxyil^ 
propyl ketone) is prepared from (3-methylbutanolone and piperonal 
crystallises in lustrous, yellow leaflets, m. p. 105 — 106°; the corre- 
sponding acetate forms coarse, yellow crystals, m. p. 93°. ^Phenyl. 
^-indhyl-A^-hcptadiene-^ol-f-oiie, ( cinna mylid enemethyl z-hydrozyiw. 
propyl ketone), pale yellow leaflets, m. p. 109 — 110°, and its acdak, 
almost colourless crystals, m. p. 58 — 59°, are described. In a 
similar manner, furfuraldehyde yields the compound, 
C 4 H 3 O-CH:CH*C0-CMe 2 ;0H, 

a pale yellow, highly refractive, viscous liquid which rapidly darkens 
on exposure to air, b. p. 140 — 145°/15 mm. (acetate, colourless, 
lustrous leaflets, m. p. 49°). ^-Methylbutanolone and 0-amino- 
benzaldehyde yield 2 - a- hydroxyiiop r opylqui notin e , 
n tt x'CH.CH 
L6ii ^N-C*CMe 2 *OH E * 
a colourless, crystalline powder, m. p. 64 — 65°. 

In the absence of mercury salts, y-methylbutinenol is trans- 
formed by boiling dilute sulphuric acid into rsopropenylacetylene 
and probably also methyl iso propenyl ketone , CH 2 iCMe*C0Me, 
whereas (3-methylbutanolone is not produced. A solution of 
sulphuric acid in glacial acetic acid also converts y-methylbutincnol 
into tsopropenylacetylene and, ultimately, into an undistillable 
resinous condensation compound. 

|3-Methylbutan-(3-ol-y-one is converted by phosphoric oxide in the 
presence of light petroleum at the atmospheric temperature into 
a substance , C 10 H 18 0 5 , a colourless liquid with an odour resembling 
camphor, b. p. 165—167°, dp 0*9702, 1-41696, nj* 142456. 

It is stable towards permanganate, docs not yield an oxime or 
semicarbazone, and docs not react with acetic anhydride. Its 
physical constants point to the presence of three oxygen atoms in 

cther-likc combination as indicated by the formula ofcMeCi 1 . 


Such a compound must have the properties of an acetal. This is 
found to be the case, since it is hydrolysed by concentrated hydro- 
chloric acid to p -methyl butanolone, and is transformed by bromine 

into a dibromo-Qompound ( ?), O^C(CH 2 Br)<C^* e2 ^, a colourless, 

crystalline powxler, in. p. 6*1 — 65°. W. 

The Action of Boric Acid on Mannitol in Alkaline Solution. 
Ren£ Dubrisay ( Compt. rend., 1922, 175, 762 — 764; cf. A., 
ii, 368; this vol., ii, 428).— The addition of increasing quantities ^ 
mannitol to a solution containing boric acid and sodium hy rc ® ’ 
in the (proportions of 1/10 mol. of each substance per litre, re 
in increase of tlic minimum* tempera turb at which cora P® ... 
Vibility of the solution with phenol occurs. Measurement <tf t 
rotatory powqi of such solutions show's that it increases 
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molecular ’ratio of mannitol to boric acid is 1-2 to 1, and thence 
decreases witn increase of the ratio. Similar results are obtained 
with a solution in which the concentrations of boric acid and sodium 
hydroxide jup doubled. A series of observations on the surlV-c 
tension of the two solutions is also recorded. fj ,j ]/ 

Derivatives of Behenic and Erucic Acids. Vosiuyi ki 

Toyama (J. Chem . Ind. Japan, 1022, 25, 1053 — 1055), — J// //^ 
hehenate separates from alcohol in lustrous scales, m. p, 54- 54-5 
b. p. 224~225°/5 mm. Ethyl hehenate forms fine, microcmln 1 1 i ne 
granules from alcohol, m. p. 50— 50-5°, b. p. 230 — 231 5 5 min. 
Behenamide, fine needles, m. p. 111—112°. Bekenanitide, line 
needles, m. p. 101—102°. 

Methyl erucate is a nearly colourless liquid, d Xh 0*8735, d-° O-STo** 
? d 5 1*4577, w 20 1*4558, h. p. 221— 222 a /5 mm. Ethyl cmcate U a 
nearly colourless liquid, ^ 5 0-8676, d 20 08048, w 15 1-4562, w 20 ] -4543. 
b, p. 229— 230°/5 mm. Erueamide forms fine needles, m. p. 
82-5 — 83°. Erucanilide forms lustrous scales, m. p. 65*5—00''. 

K. K. 

Electro-synthesis of Azelaic and Thapsic Acids. HIabei. 

Carmichael (T., 1922, 121, 2545—2549). 

Oxidation of some Sugar Acids. Wilhelm Gkei.nkkt 
[A nnalen, 1922, 429, 152 — 163). — An examination of the space 
formula of mucic acid shows that when this is oxidised in such a 
way as to eliminate two adjacent carbon atoms as oxalic acid, the 
residue should appear as racemic acid, but that if one carbon atom 
is removed from each end of the chain, the residue should be obtained 
as i -tartaric acid . Experiment shows that the tartaric acid obtained 
on oxidation by alkaline permanganate is racemic acid unaccom- 
panied by any appreciable trace of A tartaric acid. 

Similarly, d-saccharic acid on oxidative fission could give oxalic 
acid and i- -tartaric acid, oxalic acid and d- tartaric acid, or two 
molecules of carbon dioxide and /-tartaric acid. Experiment showed 
the presence of racemic acid mixed with d- tartaric acid, but no 
'-tartaric acid, in the oxidation product. 

Mannosaccharic acid should give e- tartaric acid and oxalic acid, 
ir /-tartaric acid and two molecules of carbon dioxide. Probably 
die reaction takes the former course, although no undoubted 
specimen of /-tartaric acid was isolated ; for direct experiment shows 
:hat this acid is destroyed by permanganate more readily than 
/-tartaric acid, and that, under the conditions used in oxidising 
mannosaccharic acid, added /-tartaric acid could not be* recovered 
irom the product. C. K. I. 

Chemistry of the Sugars. IV. H. Khjani {Ber., 1922, 
55, [B], 2817—2826; cf. A., 1921, i, 304; this vol.*, i, 223, 321).— 
The technique of the oxidation of sugars and polyhydroxy-acids at 
the atmospheric temperature by nitric acid is improved further 
by removing any excess of nitric acid by agitating the solution, after 
iilution, if necessary, with five or six portions of ether (each one and 
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a half times the volume of the solution). The sixth extract 
usually free from nitric acid. The aqueous solution may still conta’ 18 
nitric esters. It is allowed to remain exposed to the air for twelve f 
twenty-four hours to permit the dissolved ether to evaporate anH 
is then concentrated, if necessary, in a vacuum over sulphuric acid 
The nitric esters during this period become hydrolysed gradually 
and the liberated nitric acid causes a fresh oxidation. Tor the sake 
of safety, the ethereal extracts are immediately transferred to a 
bottle containing sodium hydroxide solution (1 in 3). The efficiency 
of the process is illustrated by the identification of /-trihydroxv 
glutaric acid as a by-product of the preparation of ketorhamnono- 
lactone and by the preparation of r-pentahydroxypimelic acid from 
a-glucoheptonic acid [quinine pentahydroxypimclate crystallises in 
long, lustrous needles {+ 4H 2 0) ; the brucine salt (~\- 6H 2 0) forms 
microscopic rods]. 

The strongly reducing acid which has been isolated from, the 
products of the oxidation of dextrose and d-gluconic acid with 
nitric acid (A., 1921, i, 304; this vol., i, 223) is identified as 5-keto- 
d-gluconic acid, which has been described previously by Boutroux 
and Bertrand (A., 1904, ii, 760). It is conveniently obtained as its 
calcium salt by precipitation of the strongly acetic acid solution 
with calcium chloride when it separates before the calcium saccharatc. 
The identity of the acid with Bertrand’s product is established by 
the crystailographical examination of the calcium and cadmium 
salts. 5-Keto-d-gluconic acid gives a semicarbazone-semicarbmiik 
C 8 H 18 0 8 N 5 , microscopic needles which become discoloured at abom 
170°, and soften without actually melting at about 200°. 

Constitution of Ketorhamnonic Acid. — This acid has been describee 
previously (this vol., i, 223) as an a-keto-compound. The ease wifi 
which, in comparison with rhamnose, it yields iodoform suggests 
that the carbonyl and methyl groups are directly attached to on< 
another, and that it is therefore a 8-keto-substance. This view 
is strengthened by the occurrence of l - trihydroxyglutaric acic 
among the products of its oxidation (see above), and confirmed bj 
its behaviour when reduced with sodium amalgam, when, in placed 
J-twrhamnonic acid, which would be expected from an a-keto- 
compound, it yields a new acid, 1 -gukonic [8-epi-l-rAamnoKtc] arid 
i (annexed formula). 1 -Qitleonolacione crystallises in 

^3 rods or large plates with apparent rectangular bases. 
HO— 6 — H m. p. 162°. It has [«]p - 84-9° or -87*7° initially 

U q qjj in aqueous solution, which diminishes as the lactone 

HD— i— H 


becomes hydrated into the acid . The calcium, sodium, 
I and barium salts are amorphous; the An/cme salt 

HO — C — H (-f 7HgO) crystallises in coarse plates. The phnyi.- 

CO.H hydrazide forms coarse needles, m. p. 13^ ; - , 
kydrazide, m. p. 155 — 156°, has [a] D + ® 

aqueous solution, the sign of the rotation in accordance 
Hudson's tule proving definitely that /-isorhamnonic acid is 


present. 

* L&vVlosecafOoxyuc a cm . — me isuittwuu ” 0 *7 V _ 29-5' 
phenylkydrazide of Isevulosecarboxylic acid, m. p. 187 , [*J» 


LcevUlosecarboxylic Acid . — The isolation of a iaevorotatory 
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in aqueous solution, is directly contradictory to Net's assumption 
with regard to the position of the a -hydroxy. group (A., 1910, i, 71 1 ,), 
More recent observation renders it exceedingly improbable that the 
addition of hydrocyanic acid to Isevulose is completely misym- 
metrical; 1t» is more probably that two acids are formed 
simultaneously. H. \V. 

A Highly Unsaturated Hydrocarbon, and some Higher 
Alcohols in a Commercial Ulipe Fat. SufoiEi Kobayasim 
(J. Chem. In d. Japan , 1922, 25, 1188—1196).— A new, Idahlv 
unsaturated hydrocarbon, illipene, Cg 2 H 56> a light yellow solid with 
an aromatic odour, m. p. 64-5°, iodine value 382-5, was isolated 
from the unsaponifiabie matter (8-55% of the fat) of a commercial 
illipe fat imported from India. It is optically inactive and boils 
at 316° /2*5 mm. The hydrochloride is a white powder, m. p. 
115—116°. The unsaponifiabie matter also contains four higher 
alcohols which were separated by repeated recrystallisation from 
acetone: (I) C 21 H 33 0, microscopic, silty needles, ro. p. 196 — j 97 , 
iodine value, 114-9° ; (II) C S1 H 56 0, silver- white crystals, m. p. 1S6 — 
186*5°, iodine value, 100-2; (III) CLH 46 0, silver- white grains, 
m, p. 159—160°, iodine value 82-3, and (IV) C tt H w O, light yellow 
needles, m. p. 125—135°, iodine value 100-2. The solid mixture of 
fatty acids of the fat is mainly composed of stearic acid. K. K. 

The Drying of Fatty Oils. Pawel Slansky [Z. angew. 
Ghem., 1922, 35, 389—391). — The drying of linseed oil is produced 
by oxidation and gelatinising processes, the latter being favoured by 
increase in temperature. The oxidation of linseed oil fatty ac-ids 
proceeds more rapidly than that of linseed oil itself, and the oxidation 
of the oil is accelerated by the addition of linolic acid or linolenie 
acid. Gelatinisation of the oil is increased by the addition of oleic 
acid. The solid product, "iinoxyn,” obtained when linseed oil 
dries, is capable of absorbing 15% of its weight of water. 

W.P.S. 

Composition of the Fatty Acids of Rape Oil. Yoshiyuki 
Toyama (J. Chem. Ind . Japan , 1922, 25, 1044 — 1053; cf. J. Tokyo 
Chem. iSoc., 1895, 16, 187). — The main constituent of the fatty acids 
of rape oil obtained from the seeds of Brassica campestris, L. (P. 
ckinensisy L.), grown in the Shiga prefecture, was erucic acid (about 
65%). The saturated acids (less than 2%) consisted of palmitic 
acid with seemingly stearic, behenic, lignoceric, and araehidic acids. 
The presence of linolenie, linolic, and oleic acids was proved from the 
bromination and oxidation of the liquid acids and their methyl 
esters. [Cf. J. Boc . Chem, bid., 1922, Dec.] * K. K. 

Stereochemical Studies. VI. Stereoisomeric Trithio- 
carbodilactic Acids. Bror Holmberg {Atkin Kem. Min. Geol, 
1921—1922, 8, No. 8, 1 — 17). — The action of potassium trifchio- 
carbonate on an a-bromopropionate yields two stereoisomeric 
trjthiocarbodilactic acids (A., 1905, i, 323). That the isomeride 
■with the higher melting {joint is the .racemic modification is shown 
;by unpublished work of the author and Ra inhere, who, by using 
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highly active a-bromopropionic acid, obtained active trifcliiocarbo. 
dilactic acids. By means of d- and /-x-pkenylethylamines (Lo^n 
A. f 1905, i, 875), the author has now succeeded in resolving the 
racemic acid into its components. The inactive isoineride with 
the lower melting point represents the meso-form. • ' 

meso •Trithiocarbodilactic acid , 0S(S*CHMe*C0 2 H) 2 , forms crystals, 
in. p. 104 — 105°, its saturated aqueous solution containing 274 
grams per litre at 25°; its crystalline barium salt (+5H 2 0) was 
prepared. An attempt to prepare an aniline hydrogen salt yielded 
3-phenyl-5-mcthyirliodanine (A., 1910, i, 361), and attempts to 
obtain d-a-phcnylethylamine and d-a-phenylethylamine hydrogen 
salts resulted in the formation of /-di-a-phenylethylthiocarh- 
amide, CS (S *CHMe -COgNa^ +CHPhMe*NH 2 = SH*CHMe<X\Na j 
C 0 2 Na*CHMe*S , CS , NH*0HPhMe, and the latter +CHPhMe*NH,= 
00 2 Na*CHMe*SH-hCS(-NH‘CHPhMe) 2 (cf. Loven and Ohlsson, A., 
1914, i, 830); thiolactic acid is also formed, CS(S*CHMe-CO»Na} 4 -(- 
2H a O— 2C0 2 Na*CHMe‘SH +C0 2 +H 2 S. 

d/-Trithioearbolactic acid forms small, yellow prisms, m. p. 150— 
151° on slow, or 154 — 155° on rapid, heating ; its saturated aqueous 
solution contains 3-04 grams per litre at 25°. Its readily soluble 
barium salt (+4H. 2 0); aniline hydrogen salt, 
yellow, crystalline crust, m. p. 134 — 135°, and aniline salt, 
C 19 H 24 0 4 N 2 S 3 , yellow, crystalline powder, m. p. 135° (gas evolution), 
were prepared. 

d-Trithiocarbodilactic acid crystallises in small, yellow prisms, 
m. p. 136—136*5°, [ajj? +167*4° in acetone, +166*1° in absolute 
alcohol, and +187*9° in ethyl acetate. As sodium hydrogen salt 
[z]j? for the acid is +80-9° and as sodium salt +50*6°. 

The /-isomeride shows the same melting point and solubility 
as the ^-compound; [a]?) —167*8° in acetone and —109° in water. 
When heated in aqueous solution, the acid gradually becomes 
inactive. 

When heated with ammonia, d-trithiocarbodilactic acid yields a 
dextrorotatory thiolactic acid which is converted into a dextro- 
rotatory dithiodilaetic acid when oxidised (cf. Loven, A., 1908, i, 
714). T. H. P. 


The Properties of DLbenzoylcy stine. Charles George Lewis 
Wolf and Eric Keiqhtley Rideal ( Biochem . J 1922, 16, 548— 
555).— Gels of dibenzoylcystine may be prepared by peptisation 
with hot water. The substance Is a relatively strong acid with a 
dissociation constant of l-49xRP 3 . The gel structure appears o 
be fibrillary and relatively coarse. The sodium salt of the aci 
exhibits no’ gelatinising properties. The presence of acids grea y 
reduces the solubility of the compound. This was conjirme _ y 
observations on the water-retaining capacity and internal vise y 
of the gel. Lyotropic salts, such as ammonium tbiocy ' ’ 

reduce the water-retaining power of the gel, producing u 
liquefaction. Kationic dyes are adsorbed^and precipitate y 
gel. A^ioQio dyes diffuse in. a normal manner, vhi . 
dye* apparently react chemically with the sulphur group. 
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nitrobenzoyl cystine has similar properties to the simple compound. 
A possible structure for the gel fibril based on the effect of chemical 
substitution on the gel formation is suggested. S. ,S. X, 

preparation of Croton aldehyde. Consortium fur Klektko- 
chemische Industrie G.m.b. H! (D.R.-P. 349915; from (.' hem . 
Zentr., 1922, iv, 43).— Acetaldehyde vapour is passed over suitable 
catalysts at temperatures below 300°. The crotonalddmh* is 
removed at once from the seat of the reaction with the excess of 
unchanged acetaldehydo which is led back again into the reaction 
chamber, after separation from the crotonaldehyde. Charcoal 
coate4 with titanium oxide or moulds made of aluminium oxide 
or hydroxide, beryllium oxide, calcium hydroxide, bog iron ore, 
cement, or mixtures of these substances are used as catalysts. 

G. W. K. 

Synthesis of Substances resembling Disaccharides from 
Monohydroxy aldehydes. Burckhardt Helfericji and 

Rudolf Weidenhagen (Ber., 1922, 55, [if], 3348— 3354).- -Ju 
continuation of the examination of y- and S-hydroxyaldehydes 
which have been shown to exhibit a close analogy to the aldoses, 
it is found that they can be converted by boiling their ethereal 
solutions with dehydrated copper sulphate into products which 
are very similar to a disaccharide of the type of trehalose. 
y-Hydroxyvaleraldeliyde is converted into di-y -hydroxy vale r- 

aldehyde [biS‘5-methylletrahydro-2-furyl ether], ) > 

\ U ti i ALe ij 

a colourless, mobile liquid, b. p. 86— 92°/ll ram., df 1-0107, «]; 
1-4409. It is sparingly soluble in w r ater (1 : 55). It does not 
reduce boiling Fehling’s solution or exhibit any reaction of a free 
aldehyde group. It does not evolve methane when treated with 
magnesium methyl iodide according to the method of Tschugaev 
and Zerewitinov, It is very smoothly hydrolysed by dilute acids 
with the production of two molecular proportions of y-hydroxy- 
valeraldehyde. 4 

y -Hydroxy- y-methylhexaldehyde is transformed in a similar 
manner into di-y -hydroxy -y-methylhexaldehyde [bis-o-dkyl-5-melhyl- 

letrahydro-2-furyl ether], . a colourless liquid 

with a pleasant odour and bitter, resinous taste, b. p. 121— 
125°/U mm., d? 0-9678, 1-4447. It is very sparingly soluble 

in water (1 : 100). In its chemical properties, it resembles its 
simpler homologue. 

l)i - m hydroxy -11 - hexaldehyde , [bis-Q-ineihyUelrahydro-2-x-pi/ryl ether ] 

0 ( CH <o?dHMl> CH 2 ) > a oolourless ' fairf y mobiie li i uid> b - p - 

100-105711 mm., < 1*000, n'i 1-4480; one part of it dissolves 
in sixty parts of water. H. W. 

* The Oxidation of Acetone with Potassium Permanganate. 

William Lloyd Evans and Lily Bell Sefton (J . Amer. Chem. Soc m 
1922, 44, 2276 — 2283 ; cf. this vol., i, 1108).— By the oxidation 

*17 a * 2 



i. 1116 


ABSTRACTS OF CHEMICAL PAPERS. . 


of acetone with neutral or alkaline potassium permanganate at 
25°, 50°, and 75°, the sole products are -oxalic and acetic acids 
and carbon dioxide. The yield of oxalic acid increases with increase 
both in the temperature and the concentration of the alkali, whilst 
that of acetic acid diminishes wi^h decrease in the tenfperature and 
increase in the concentration of the alkali. The production of 
carbon dioxide increases with rise in temperature. Acetic acid 
and carbon dioxide arise from the oxidation of acetaldehyde and 
methylene, respectively. The production of oxalic acid in neutral 
solutions is due to the very slow oxidation of acetic acid and the 
oxidation of vinyl alcohol. The results indicate that in aqueous 
solution acetone must be in equilibrium with isoacetone, an increase 
in the alkalinity causing an increase in the formation of woacetone. 
Confirmation of Witzemann’s view as to the intermediate production 
of acetylcarbinol in the oxidation of acetone is given (cf. A., 1918, 
i, 58). W. G. 

Researches on Residual Affinity and Co-ordination. IX. 
Interaction of Selenium Tetrachloride and p-Diketones. 
Gilbert T. Morgan, Harry Dugald Keith Drew, and Thomas 
Vipond Barker (T, 1922, 121, 2432—2473). 

Optical Rotations of the Sugars. I. The Aldohexoses 
and Aldopentoses. John Gwilliam: Maltby (T., 1922, 121, 
2608—2612). 


Acetone Sugars. II. Diacetonexylose. Karl Freudex- 
berg and Olav Svanberg ( Ber ., 1922, 55, [B], 3239 — 3242),— 
Diacetonexylose is of particular interest with regard to the relation 
of its existence to the structure of diacetoneglucose, since xylose 
has the same configuration as dextrose but lacks the carbon atom, 
The isolation of the compound therefore demonstrates that the 
carbon atoms in dextrose are in themselves capable of combining 
with two tsopropylidene groups, and, although not in itself afford- 
ing proof that this is actually the case, confirms the possibility 
that desfcrosedi acetone has position 6 unsubstituted (cf. Ir\ iuc 
and Hogg, T., 1914, 105, 1386). 


H-6-CK „„ 

II-60-. 

0 h-(>o > 0Mc2 

h-Lo. 

H-&0' 

1 

o-6-h 

1 -i-H 

0 *C'H 

Mc 2 C<Th^- 

och 2 

'-L-7CMC. 

H-C -0 ' 

— CH, 

H KcMe 2 
h 2 -oo 2 

(i) 

(0.) 

(in.) 


DiaeelmexyloK (formula; I, II, or III), a colourless, ^® 
liquid, b. p. 85—8770-5 mm., is prepared by the acton tof M 11 »S » 
chloride on a mixture of finely-divided xylose and anhyfo® 
acetone. In freshly prepared aqueous solution it has qV+J 
which, after a day, attains a- constant value, l a • J 7 ^ 

which has been preserved for about ten days has an F 
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rotation about hall as great as that of the freshly prepared material 
under similar conditions, When prepared in this manner, a portion 
of the hydrogen chloride is retained in organic combination (but 
lost during* the distillation) ; it appears to exist in an intermediate 
compound which could not be isolated. In the condensation, 
hydrogen chloride may be replaced by naphthalciicsft-.su Iphonie 
acid but the yields of the products are not quite so good. 

H. W. 

Carbohydrates. II. A New Anhydride (aft) of Glucose. 
Percy Brigl (7. physiol. Chem 1922, 122, 245—262; ef. thb 
vol., i, 225).— When a-chloro-y^-triacetylglucose is treated in benzene 
iolution with ammonia, hydrogen chloride is removed with the 
ormation of ye^riacelylghcose-afi-anhydride, white prisms, soluble 
n the usual organic solvents except light petroleum and carbon 
lisulphide, m. p. 59*5°, [bJS 4-106-5° The heat of combustion i- 
1595 cal. With acetic anhydride, it reacts readily, and from the 
iroduct, (a)-penta-acetylglucose can be isolated, m. p. 115°. With 
.vater, it yields a mixture of the (a) and (ft) forms of yif-triacctyb 
jlucose. (< t)~yttrTriacdylglucose forms fine needles, m. p. Ho — 
115 ° [a] 1 ^ -f 139-6°. With methyl alcohol, only ytfrtriacelyl-y.^ 
netkulglucoside is formed, compact needles, m. p. 96 — 98°, fa] l7 
-j-9-4. W. 0. K. ' 

Acetone Sugars. I. Transformations of Diacetoneglucose. 

Karl Freudenbeeg and Fritz Brauns (Ber., 1922, 55, [f?J. 
3233 — 3238).—' Toluene-p-sulphonyldextrosediacetone (Freudenberg 
ind Ivers, this vol., i, 523) is unusually stable towards alkalis, 
ind is only slowly converted by boiling hydrazine into hydrazino- 
iiacetoneglu-cose, C 12 Ho 2 0 5 N 2j m. p. 96-— 97°, [a]ij?Kiw -4-83*4 
in water, [a]y ?yeUow 4- 163*6° in acetone. When oxidised, di- 
acetoneglucose is re-formed from it in small amount, so that it 
appears that the carbonyl group of the sugar and the union of 
the wpropylidene groups have remained unchanged. It is, how- 
ever, remarkable that the hydroxy-group of dextrosediacetone 
after displacement by the hydrazine residue and re-formation by 
oxidation of the hydrazino-compound should return to its original 
spatial position in the molecule, and it is therefore tentatively 
suggested that the change would be more readily explicable if 
the hydroxy-group were regarded as attached to the 6-carbon 
atom and the annexed formula were ascribed 
to diacetoneglucose. Hydrazinodiacetoneglucose 
is converted by benzaldehyde in the presence 
of ether into the corresponding benzyUdene com- 
pound, C 1$ H 26 0 5 N 2l prisms, m. p. 99-100°, 
[a]^ yd 3 OW +I44'2° in 5-tetrachloroethane ; The 
mother-liquors from the benzyhdcne derivative 
contain an unsaturated compound, diacetone- 
glucoewse, C 12 H 18 0 6 , needles, m. p. 51° [«]i{gyeuo« 
4-21*56° in absolute alcohol which is smoothly 
reduced by hydrogen in the presence of methyl acetate and spongJ T 
platinum to diacetonedzoxy glucose, m. p. 80°, [ajHgjen#* 


H-CMX 

H-CKr 011 * 2 

?S® 0 

H-ta /CMe2 

H-i 

ch 2 -oh 
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—34 00° in absolute alcohol, [a]!? gydlow — 61-9° in aqueous solution 
Toluene-p-sulphonyldiacetoneglucose is reduced by sodium amalgam 
and ethyl alcohol (80%) to diacetoneglucose and toluene-jp-sulp^ 
acid. * • H. W. ° 


CH-( 


■^(CH 2 *0H) 2 


The Acetone [teoPropylidene] Compound of Aahydro. 
enneaheptitol. The Acetone Compounds of Polyhytb OXVii 
alcohols. C. Mannich and W. Brose ( Ber ., 1922, 55 f rm 
3155 — 3157). — Anhydroenneaheptitol, obtained by the condens 
ation of acetone and formaldehyde in the presence of calcium 
hydroxide, and to which the annexed formula 
is ascribed, readily yields a diacetone compound 
Ci5 H 26°6> Ieaflets > m ; P- (^definite) 229°. The 
substance still contains a free hydroxyl groun 
since it is converted by acetic anhydride and 
sodium acetate into a monoacetate , highly refractive needles, m n 
140° (corr.). The formation of an acetone derivative is the more 
remarkable since the parent substance is a 1 : 3-glycol ; it has been 
assumed previously (cf. Fischer, A., 1920, i, 807 ; Fischer, Berg, 
mann, and Barwind, A., 1920, i, 805) that acetone derivatives are 
only obtainable from polyhydroxy-alcohols which have the hydroxy- 
groups attached to adjacent carbon atoms. H, \y 


bn — 6(Ch 2 -oh) 2 s ubs- 


Tetralsevoglucosan and Tetraglucosan. Hans Pringsheim 
and Karl Schmalz (Ber., 1922, 55, [5], 3001— 3007).— The poly- 
arayloses, obtained by the fermentation of starch and glycogen 
with Bacillus macerans , are characterised by undergoing depoly- 
inerisation to their fundamental substances when acetylated bv 
acetic anhydride in the presence of zinc chloride and by the impos- 
sibility of their complete methyiation. These properties are not 
shown by polymeric anhydro-sugar, since tetralsevoglucosan and 
tetraglueosan can be acetylated under similar conditions without 
undergoing depolymerisation, and are completely methylated with 
unexpected ease. 

Laevoglucosan and tetralmvoghicosan arc prepared by a modi- 
fication of the methods of Pictet and his co-workers (A., 1918, 
i, 59, 527; 1921, i, 766); the specific rotation* of the latter suh-. 
stance could not be raised beyond whereas Pictet records 

— 100°. Tetralsevoglucosan is converted by acetic anhydride in 
the presence of a little zinc chloride into tetmkevoglucosan dtxka- 
aceiate , an amorphous substance which is completely 

molten at 125° after softening at 108 — 109° ; it has [ »]j> + 69’59° 
in glacial acetic acid solution. Dodecamethyl telrahevoglucosan., 
C 3fe H M (V a pale yellow, viscous liquid, which does not reduce 
Fehiing’s solution, is readily prepared by two consecutive treat- 
ments of the parent substance with methyl sulphate and sodnirn 
hydroxide at 70°. It is hydrolysed by boiling dilute sulphuric 
acid (6%) to tetramethylglucose (identified as the anilide,- ni.p- 
136—137°) and a diinethyjglueosc, whereby it is established t a 
in the polymerisation of laevoglucosan, the rupture of the * 
oxygen bridge with formation of a free 6-hydroxy-group 
occurred in two of the {our molecules of the parent substance. 
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fetragtucoean dodm-acMe, is an amorphous, hygroscopic .suh- 
stance, [«]B+70‘82° when dissolved in glacial acetic acid. Dodcr.a- 
metkyMdraglucosan is hydrolysed to tetramethylglucose, and two 
products yhich are characterised by solubility in anhydrous ether 
in the one case and in acetone in the other case. 

Tetraglucosan octa-acetate has m. p. 84 — 86°, in agreement with 
the observations of Pictet ( loc . cit.). ° H W. 

Polysaccharides. XVI. P. Karrer [with W. FioromI 
(j?cr, 1922, 55 , [5], 2854 — 2863 ; ef. this vol., i, 435). — The hunts 
of combustion of the amyloses have been redetermined with the 
following results expressed in calories per gram of substance : 
diamylose (4285), a-tetra-amylose (4196), a-octa-amylose (4620), 
(3-hexa-amyIose (4166), laevoglueosan (4181), triamylosc (identical 
with, (i-hexa-ainylose) (4162*5). Polymerisation proceeds exotherm - 
ally from diamylose to a-tetra-amylose and then strongly endo- 
thermally to octa-amylose. Jn further examination of the 
possibility of calculating the heat of combustion of a sugar of the 
general formula (C 6 H 1{ ,0 6 ) n — (n~l)H 3 0, the values have been 
determined experimentally for eellobiose (3944) (calculated from 
the observed value for a specimen containing 2*2% of water), 
sucrose (3945), lactose (3953), and maltose (3949) ; within the limits 
of experimental error, these disaccharides, 0 12 H 22 0 U , have identical 
heats of combustion. This is also true of maltose octa- acetate 
(4468) and eellobiose octa-acetate (4471). The observed and 
calculated values for the trisaccharide, raffinose, have been shown 
to be in harmony, and similar observations are recorded for the 
tetrasaecharide, stachyose (observed 4065; calculated, 4058). 

The dependence of the heat of combustion on the degree of 
polymerisation is illustrated in the case of the a- amyloses. A com- 
parison of the heats of combustion of acetyl-cellulose, -starch, 
and -inulin on the one hand and the non-acetylated polysaccharides 
on the other should therefore give valuable information as to the 
possibility of acetylation being accompanied by depolymerisation. 
The observed values are as follows : inulin (4190), starch (4182), 
cellulose (4185), starch hexa-acetate (4499), cellulose hexa-acetate 
(4496), inulin triacetate (4522). The heats of combustion of the 
acetates are calculated from those of the parent substances on the 
assumption that the heat of esterification (known to be small) 
can be neglected. The observed and calculated values agree so 
closely that there is no reason to suppose that an alteration of 
the degree of polymerisation of the carbohydrate occurs during 
acetylation. 

The author has shown that hexa-amylose is identical with tri* 
amylose and his observations have been confirmed by the yrystallo- 
graphical measurements of Miggle and Johnson. The individuality 
of the substances has, however, been maintained by Pringsheim 
(this vol., i, 633), to whose arguments a critical reply is now given. 
Pringsheim ’s doubt as Jo the identity of the maltose hepta-acetate 
obtained by the action of acetyl* bromide on triamylose is un- 
justified since it is a well-defined, crystalline substance. Attempts 
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to repeat the preparation of triamylose sodium hydroxide according 
to Pringsheim’s method gave a product which contains sodium 
ethoxide. Contrary to Pringsheim’s observations, the solubilities 
of triamylose and hexa-amylose in water are identical, and the 
observed discrepancies are due to the inadequacy of Pringsheim’s 
method of experiment. With regard to Pringsheim’s observation 
that the molecular weight of acetylated hexa-amylose is identical 
* with that required for an acetylated triamylose, the author points 
out that acetylated anhydro-sugars are not in general suitable 
for determinations of molecular weight; incidentally, the mole, 
cular weight of acetylated hexa-amylose as determined by East's 
method (this vol., if, 421) is about 1950 (or exactly double that 
found by Pringsheim). Doubts are cast on the individuality of 
Pringsheim’s trifructose. H. W. 

The Absorption of Iodine by Starch. H. von Euler and 
Karl MyrbIck (Arhiv Km. Min. Qeol., 1922, 8, No. 9, 1—29; 
cf. this vol., i, 527).— Measurements have been made of the distri- 
bution of iodine between benzene and a solution of starch. Evidence 
is found of the existence of two compounds of iodine and potato 
starch, to which the formula? (C 6 Hjp0 5 ) 18 I 2 and (C 6 H 10 O 6 ) 18 l 4 arc 
given. Soluble starch has less affinity for iodine than potato 
starch, and there is more iodine in the benzene layer. There is 
evidence that hydrogen iodide is not necessary for the formation 
of the blue colour and that the compound of Mylius containing 
hydrogen iodide or potassium iodide is a further additive compound. 

W. 0. K. 

Oxidation of Amylodextrin. Wiktor Syniewski (jR oezniki 
Chern., 1922, 2, 83 — 94). — When amylodextrin (soluble starch) is 
oxidised by means of bromine in the presence of barium carbonate 
(to prevent the hydrolysis of the molecule), amylodextrinic acid, 
C 2 i 6 H W8 0 198 , is obtained as a white, non-crystalline substance. 
It has an aoid reaction, [a^-f 19109°, and its reducing power is 
23*24% of that of maltose. In solution, it reduces alkaline silver 
solution and gives the “ Molisch ” reaction with a-naphthol, but 
the colour is not violet as with starch and the sugars, but car- 
mine-red. In concentrated solution, it gives a red colour on 
warming with hydroxylamine hydrochloride and potassium hydr- 
oxide. The author assumes that amylodextrin has the formula 
^ 216 ^ 372^185 and contains twelve maltose residues connected 
together by the carbonyl groups, and that the CH 2 *0H groups 
alone undergo oxidation to carboxyl groups. W. T. 

Some Physical Properties of Cotton Cellulose and its 
Modifications. A Summary of Existing Data. Geo. K 
Collins (Trans. Text, hist., 1922, 13, 204 — 213).— -The following 
subjects are dealt with : specific gravity, elasticity, specinc in- 
ductive capacity, electrification, mechanical absorption of hqai *>, 
thermal effects accompanying water adsorption, changes re ing 
from the action of heat and Cold, thermal conductivity, speem 
heat, heat of combustion, heat of reaction, refractive index, aouDie 
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refraction ahd appearance in polarised light, action of ultra-violet 
light, optical activity of sols, ultra-microscopy, evidence of X-rays 
on structure. Data dealing with the swelling of cellulose and the 
adsorption 0 / vapour by cellulose will be summarised in future 
reports, but it may be taken that little or nothing has been published 
about properties not included in the above list. J, (j_ \\ v 

The Viscosity of Cellulose. II. The Lowering of the 
Viscosity of Cellulose by Various Reagents. Reg mi u 

Arthur Joyner (T., 1922, 121, 2395—2409). 

11 Oxycellulose : " its Formation and Reactions. y 

Herbert Clifford and Robert George Fargher (Trans. Trxl. 
Inst., 1922, 13, 189 — 204).— A review of the various methods of 
oxidation of cellulose, and the reactions of, and tests for, “ oxy- 
cellulose,” together with a bibliography. J, (J, \\\ 

Ligninsulphonic Acids. R. H. McKee and Geo. Barsky 
(Paper Trade J., 1922, 74, 46— 48).— An attempt to separate the 
various acids by precipitation with calcium chloride. Three litres 
of sulphite w^aste liquor w'ere concentrated to 800 c.c., filtered, 
and neutralised with calcium hydroxide. Calcium ohloride was 
then added in quantities of 50 grams, the mixture being heated on 
the water-bath for two hours to induce coagulation ; the precipitate 
was collected after each addition. Each fraction was then repre- 
cipitated with calcium chloride from its solution in twice its weight 
of water. Analysis of the corresponding barium salts of the final 
fractions gave C 59 7 — 55*1%, H 6*4— 5‘9%. The ratio of carbon 
to hydrogen thus varies from 8 - 6 to 10*1, whilst the ratio for cellulose 
is 7, It is therefore considered that the substance contains several 
compounds of varying composition. Chemical Abstracts. 

The Decomposition of Amines in the Vapour Stage. Fred 
W. Upson and Lila Sands ( J . Amur. Chem. Soc., 1922, 44, 2306 — 
2310). — When ethylamine vapour is passed over kaolin at 700 c 
the chief products are ammonia, hydrogen cyanide, and a sub- 
stance which is probably acetonitrile, together with smaller quanti- 
ties of hydrogen and nitrogen. At 500°, no hydrogen cyanide is 
produced, a larger amount of ammonia is formed, and the gaseous 
products contain relatively larger amounts of unsaturated hydro- 
carbons. At 1000°, the nitrogen appears exclusively as free nitro- 
gen, and much of the hydrogen as free hydrogen. The hydrocarbons 
are almost entirely saturated and to a large extent consist of butane. 
The decomposition of propylamine under similar conditions at 700° 
proceeds in a manner similar to that of ethylamine. The results 
may be explained on Nef’s theory of methylenic dissociation (cf. 
Anrudtn, 1899, 309, 126; 1901, 318, 37). W. G, 

Kinetic Determinations of the Constitutions of Hydroxy- 
and Amino-chloropropanes. L. Smith and B. Platon (Ber. f 
1922, 55, [B], 3143 — 3155). — The preparation of fi-chloro-n-propyl- 
amine (cf. Gabriel and Ohle, A,, 1917, i, 562) and a-chloro-p-amino- 
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propane and their reactions with nitrous acid have been investii? 
The latter changes are represented in the scheme : ^ - 


CHMeCKJHj'NHjj+HNOj CHMeCl-CH^QH+if^ 

NH 2 -CHMc-CH 2 Cl+HNO a ^l_^OH-CHMe-CH 2 Cl+N 2 [ i 1;0 


It is therefore shown that a definite transformation can accomn 
the conversion of an amino- into a hydroxy-compound by mearr f 
nitrous acid even when the operation is conducted at a low tp ° 
perature. The tendency towards transformation is most mark^ 
with the a-amino-eompound. The reaction of an aliphatic ami ^ 
compound with nitrous acid should not therefore be used as° 
general method for the elucidation of constitution. The opticalh 
active “ |3-propylene chlorohydrin ” described by Abderhalden anil 
Eichwald (A., 1919, i, 2) must be regarded as a mixture of approxim 
ately equal quantities of the a- and ^-compounds, the former of 
which is inactive ; the corresponding propylene oxide and propylene 
glycol must also be partly inactive. The synthesis of a^-diglycerides 
from acylated y-aminopropylene glycols "(Bergmann, Brand, and 
Dreyer, A., 1921, i, 444) does not appear to rest on a firm theoretical 
basis. 


The preparation of (3-chloro-tt-propylaminc is effected according 
to the method of Gabriel and Okie (loc. cit.) ; (the melting points 
observed for the various intermediate compounds by these chemists 
are recorded in brackets). Propylene oxide is converted by phthal- 
imide into a mixture of P-hydroxyethylphthalimide, 

oh-ch 2 -ch 2 *n:c 8 h 4 o 2 , 

lustrous leaflets, m. p. 129*5° (corn), and 0-hydroxy-n-propyl- 
phthaiimide, prisms, m. p. 88° (corr.) [90 — 91°, 88—89°]. The 
latter substance is converted into the corresponding chloride, b. p. 
183 — 184°/10 mm., m. p. 97*5 — 98° (corr.) [100—102°], which is 
hydrolysed by glacial acetic and fuming hydrochloric acids to 
iS-chloro-R-propylamine hydrochloride, m. p. 179° (corr.) [183*5- 
186°]. The substance is, however, prepared more conveniently 
in quantity by the method of Abderhalden and Eichwald (loc. cit. j. 
It is diazotised in faintly acid solution either as hydrochloride or 
tartrate; the chlorohydrin which is formed has b. p. 128 — 3295° 


and 128 — 129 , respectively, and is colourless, neutral, and free 
from aldehyde. 

The preparation of z • ch 1 oro - [3 - a minopropane is effected by 
converting 3-chloro-n-propyIamine hydrochloride by means of 

sodium hydroxide into the imine, CHMe<C^ T jj 2 , which is trans- 


formed by concentrated hydrochloric acid into a-chloro-jJ-amino* 
propane hydrochloride ; since the latter substance is hygroscopic 
and difficult to preserve, it is converted into the corresponding 
pic rate, m. p. 146°, which is re-converted into the hydrochloride 
immediately before use. It* is diazotised at 40—50°, giving a 
Colourless, neutral chlorohydrin, b. p. 126°. 
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The composition of the mixture of chlorohydrins is established 
from measurements of its rate of decomposition by barium hvdr 
oxide. The bimolecular velocity coefficient for a-chloro-p-hydr- 
oxypropane for ^0 is & 0 =14-3, whereas the corresponding constant 
for p-chloro- a-nydroxypropane is about 4. The coefficients of the 
mixtures lie intermediate between these values and decrease 
markedly as decomposition proceeds. The composition of the 
mixtures is calculated on the assumption that for a definite mixture 
the velocity coefficient at any instant is only dependent on the 
ratio of quantities of isomerides actually present at that instant. 

The constitution of the chloropropylamines is established similarly 
by studying the rate of decomposition by barium hydroxide. The 
picrates are used, and the velocity of the change is determined bv 
estimation of the chlorine by Volhard’s method. oc-Chloro-fi- 
propylamine has &=0*50 at 25°, whereas the corresponding value 
for p-ehloro-?i-propylamme is 0-067. Since the action of chloro- 
amines towards alkali hydroxide is similar to that of chlorohydrins, 
it is valid to assume that the compound w r hich is most readily 
decomposed contains the halogen in the a-position. H. W. " 

The Action of Sodammonium on Hexamethylenetetramine, 
Tetramethyldiaminomethane, and Ethylidene-ethylamine. 

M. Picon [Compt. rend., 1922, 175, 695—698; cf. Lebeau and 
Picon, this vol., i, 801). — Sodammonium is the only hydrogenat- 
ing substance that is without action on hexamethylenetetramine, 
and it has no action on saturated aliphatic compounds which 
contain nitrogen. Its action on unsaturated aliphatic nitrogen 
compounds results in the formation of condensation products in 
which two molecules of the original substance are linked by the 
carbon atoms which were previously unsaturated. This reaction 
furnishes a new method of preparing secondary diamines. The 
inference is drawn that the inertness of sodammonium with respect 
to hexamethylenetetramine is due to the fact that the latter has 
no double bond which links carbon to nitrogen; this tends to 
support the constitutional formula suggested by Duden and Seharfi 
(A., 1896, i, 122). H. J. E. 

Mechanism of Guanidine Formation in Fused Mixtures 
of Dicyanodiamide and Ammonium Salts. J. S. Blair and 
J. M. Bra ham ( J . Amer. Chem. Soc., 1922, 44, 2342—2352; cf. 
Davis, this vol., i, 117, 118; Werner and Bell, T. ? 1920, 117, 
1133). — Experimental evidence is given in support of the view that 
the mechanism of guanidine formation in fused mixtures of dicyano- 
diamide and an ammonium salt consists first in the formation of 
the diguanide salt by the addition of the ammonium salt to the 
nitrile group of dicyanodiamide, and the subsequent addition of 
a second molecule of the ammonium salt to form two molecules 
of the guanidine salt. 

I. NH 2 C(NH)*NH-CN-f'NH 3 -HX>JSfH 2 -C(NH)*NH-C(NH)^H 2 ,HX 

II. NH 3 *C(NH)’NH*C(NH)*NH 2 ,HX-f XH 3 ,HX->2NH*C(NH 2 ) 2 ,HX. 
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When dicyanodiamide is fused with ammonium thiocyanate n 
amount of diguanide thiocyanate in the fused mass increases at 
first with the time of fusion, then reaches a maximum, and slowl 
diminishes. On the other hand, guanidine thiocyap&te does no ? 
make its appearance until the diguanide thiocyanate has nearlv 
reached its maximum concentration. * 

When diguanide nitrate is fused with ammonium nitrate there 
is a decided formation of guanidine nitrate and the statement 
that diguanide salts are formed by the reverse of reaction II above 
is shown to be very doubtful. 

The authors consider that the experimental results support the 
cyanoguamdine structure for dicyanodiamide. q 

Mutarotation and Pseudo-mutarotation of Glucosamine 
and its Derivatives. James Colquhoun Irvine and Join 
Campbell Earl (T., 1922, 121, 2370—2376). 

Salicylidene Derivatives of tf -Glucosamine. James Coup. 
jioun Irvine and John Campbell Earl (T., 1922, 121 2376- 
2381). 

The Influence of Position and of Temperature on the 
Reaction of Aliphatic Amino-nitrogen with Nitrous Acid. 
Max S. Dunn and Carl L. A. Schmidt (J. Biol. Chem 1922, 53, 
401 — 410). — The rate at which nitrous acid deaminises aliphatic 
amino-acids depends on the position of the amino-group; the 
greater the distance of this from the carboxyl the more slowlv 
the reaction proceeds. In all cases, a decrease in temperature 
causes a diminution in the rate, but, contrary to the statement 
of Sure and Hart (A., 1917, ii, 551) the deamination of the e-amino- 
group of lysine is not completely inhibited at 1°, Casein is deamin- 
ised more slowly than lysine at the ordinary temperature. E. S. 


The Synthesis of Glycine from Formaldehyde. Arthur 
Robert Ling and Dinshaw Rattonji Nanji ( Biockem , J., 1922, 
16, 702 — 703). — Mcthylencaminoacetonitrile is prepared by Klages’ 
method by condensing two molecules of formaldehyde with one 
molecule of ammonium cyanide. The nitrile is then hydrolysed 
with a boiling 40% solution of barium hydroxide and the methylene 
derivative of glycine formed is boiled until no more form- 
aldehyde is given off. The yield of glycine from aldehyde by this 
method is 54% of the theoretical — the highest yield of glycine yet 
recorded as a result of its direct synthesis from formaldehyde. 

* s. s. z. 


Hydrolysis of Glycylglycine by Hydrochloric Acid. Iv. S. 

Jaitschnikov (J.. Jims. Phjs . Chem. Soc., 1920, 52, 147—150),— 
Roth at 10° and at 100°, the hydrolysis of glycylglycine by means of 
hydrochloric acid proceeds, for about on§-third of its C( m rsc < ® 
accordance with the equation for a reaction of the first °™ er l ’ 
Euler, A., 1907, i, 574). T ' ^ 
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The Preparation of a-Amino-£-hydroxy-acids from Olefine 
Carboxylic Acids. Walther Schrautii and Hanns Geller 
(Bct., 1922, 55, [S\ t 2783 2796). rho possible general applic- 
ability of a synthesis of a-amino-p-hydroxy-acids from ethylene- 
carboxylic ^cids on the following lines has been investigated : 
ester of olefinecarboxylic acid — — -H f L > p-mcthoxy-a-acetato- 

methyl alcohol 

mercnri*ester ffi m ethoxy-a-bromomercuri-ester bromln a . ct-bromo- 
p.methoxy-ester h3rd ^ ly3 j. a-bromo-P-methoxy-aeid ammoal ; > ft a-amino- 
p-methoxy-acid a-amino-p-hydroxy-acid. The synthesis ap- 
pears likely to be valuable in the purely aliphatic series, but 
complications follow when aromatic radicles are present. 

Ethyl fj-methoxy- %-bromomercuri\sovahrate, 

0Me-CMe 2 -CH(HgBr)‘C0 2 Et, 

colourless plates, m. p. 51°, is prepared by treating ethyl pp-di- 
methylacrylate with a solution of mercuric acetate in methyl 
alcohol during three days at the atmospheric pressure and subse- 
quently adding an aqueous solution of potassium bromide to the 
mixture. It is slowly transformed by a solution of bromine in 
chloroform into ethyl <x-bronw-$-methoxyisovalerate, a colourless 
liquid which is hydrolysed by 2^/2-aqueous sodium hydroxide to 
a-bromo-^-methoxyisovaleric acid , 0Me , CMe 2 , CHBr , C0 2 H, m. p. 77°. 
When the latter is heated with aqueous ammonia (25%) at 100°, 
it is transformed into x-amino-$-methoxyisomleric acid , 
0Me*CMe 2 *CH(NH 2 )'C0 2 H, 

colourless, lustrous plates, decomp. 250 — 260°, from which a-amino- 


P-hydroxyisovaleric acid, 0H , CMe 2 ‘CH(NH)*C0 2 II, m. p. 218° 
(decomp.), is prepared by means of boiling hydrobromic acid 
(d 1'47). The latter acid is converted by phenylcarbimide into the 
compound, C 12 H 16 0 4 N 2 , m. p. 162° (decomp.); it gives a naphthal- 
ene- p-sulphonyl derivative, C 15 H 17 0 5 NS, small, colourless needles, 
ra. p. 261°. 

Difficulties are encountered when the series of reactions is applied 


to methyl cinnamate (cf. Schrauth, Schoeller, and Struensee, A., 
1910, i, 347). The preparation of methyl p-methoxy-a-bromomercuri- 
P-phenylpropionate, OMc-CHPh-CH(HgBr)'C0 2 Me, is effected in 
good yield, but the replacement of the mercury complex by bromine 
occurs slowly in the presence of chloroform with simultaneous pro- 
duction of methyl ap-dibromo-p-phenylpropionate, hut rapidly in the 
presence of ethyl acetate, with formation of methyl ct-bromo-fi- 
rndhoxy-fi-phenylpropiomte. The hydrolysis of the latter is not 
very satisfactory, since considerable quantities of halogen-free 
products are obtained when sodium hydroxide is us^d, whereas 
ftp-dibromo-p-phenylpropionic acid is formed when hydrobromic 
acid is employed. Attempts are made to overcome the difficulties 
attendant on hydrolysis by the use of cinnamic acid as initial 
material. The latter is converted successively into fi-methoxy-a- 
■ J r ornom ercuri - p -phenylprop i onic acid , m. p. 160 — 166 (decomp. b 
%'bromo-$-nit.thoxy~$‘pkp,yylpropionic acid , m. p. (indefinite) 170 
after softening at 165° (which appears to be a stereoisomeride^of 
the acid obtained in the above series, starting from methyl cm- 
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namate) and ct-amino- [3 - methoxy-$ -phenylpropionic aei4 } «j , 
m. p. 236° (decomp.) [corresponding compound from phcnvlca > 
imide, colourless plates, m. p. 161° (decomp.); ^napkthakn m il 
myl derivative, prisms, m. p. 157°]. Replacement of the meth() 
by the hydroxy-group in the latter acid could not effected *1?' 

hydrobromic or hydriodic acids, bromohydrocimiamic and c * ^ 
namic acids being formed, a ‘Bromo-^-methoxy-^-phmylprm^ 
acid, prepared by the hydrolysis of methyl ot-bromo-p-methoxv 
phenylpropionate, crystallises in colourless needles, m. p. 

Ethyl p-methoxycinnamate is converted in the usual manne 
into ethyl fi-mcthoxy-a-bromomercuri-fi-p-jnetJwxyphenylpropioMf 
prismatic plates, m. p. 107°. The elimination of the mercun’ 
complex by bromine docs not, however, follow a completely normal 
course, since bromination of the phenyl group occurs sinml 
taneously, as is shown by the ultimate isolation of a -amino-i 
methoxy-$-p-viethoxybromophemjlpropionic acid , pale yellow plates 
m. p. 224° (decomp.) (the corresponding derivative from phenyl! 
carbimide is described). On the other hand, ethyl $-methoxy.a. 
iodome rcuri - P-p-?n ethoxyphenylpropionate, m. p. 117°, is very slowly 
converted by iodine in ethereal solution into ethyl ^-iodo^-metkoxL 
3-p ’methoxypkenylpropionate, a pale yellow liquid, which is hydro- 
lysed by TV /2-sodium hydroxide solution to *dodo-$-methoxy-$. p. 
methoxyphenylpropionic acid, C n n i3 0 4 I,2H 2 0, lustrous needier, 
m. p. 89—90°, in which, however, the iodine could not be replaced 
by the amino-group; all experiments with aqueous or liquid 
ammonia led to the formation of p-methoxycinnamic acid or the 
corresponding styrene. In one instance, however, the desired 
*-aviirw-$-Tmthoxy-$^melhonjphenylpmpionic acid, long plates, 
in. p. 233° (decomp.), w*as obtained in very small yield, but the 
experiment could not be repeated. H. W. 

Synthesis of Aminohydroxy-acids and the Amino-acid 
from cj/cloPropyl Methyl Ketone (Acetyltrimethylene). 

N. D. Zelinsky and E. F. Dengin (J3er., 1922, 55, [R], 3354r- 
3361). — The synthesis of a series of hydroxy&mino-acids from keto- 
alcohols by the cyanohydrin method is recorded (cf. Zelinsky and 
Stadnikoff, A., 1906, i, 425). 

a -A mino - ^-hydroxy -<x-metkylpropion ic acid {oL-mduylserhic), 
OH'CHg'CMetNHgJ'CO^, transparent platelets, m. p. 243° (decomp, 
in a sealed capillary), is prepared by the addition of acetylcarbinyl 
acetate (cf. Perkin, T., 1891, 59, 786) to an aqueous solution of 
potassium cyanide and ammonium chloride and treatment of the 
product of the reaction with hydrochloric acid ; the yield is 12 6% 
of that theoretically possible. Better yields (41%) are obtained 
when acctylcarbinol i 3 substituted for the acetate. The copper 
salt of a-methylserine, (C 4 H 8 0 3 N) 2 Cu,2H 2 0, crystallises in small, 
blue needles. 

Hydroacetylacetone, potassium cyanide, and ammonium chloride 
give x-amino-y-hydroxy-z-mettyl-n-valeric* acid (a .$ f -hydroxy-n- 
prepylalamne ), CH 3 ‘CH(0H)-CH 2 -CMe(NH 2 )*C0 2 H, small needles, 
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m. p. 232-233° (the crystalline, copper salt, (C 6 H la 0 3 N) 2 Cu,2H 2 0, 

is described). . 

x.Amino&hydroxy- tt-meihijl-n-vaknc acid (x-/ -hydroxy-n-propri- 
alanirte), OH'CH^CH^CHtyCMe^^J’COgH, small needles, m. p. 
198 — 200 °, is .similarly prepared from acetopropyl alcohol (a 
modified method for the preparation of this substance is described 
in detail) ; the corresponding copper salt is described. 

a- A mino-z-hydroxy- x-mlhyl-n-kexoic acid ( x-b-hydroxy-n- bulylala n - 
me), 0H*CH 2 *[0H 2 VCMe(NH 2 )*C0 2 H, prepared from 8-accto-w- 
butylalcohol, crystallises in small platelets, m. p. 224- 220°; the 
copper salt, {C 7 H, 4 0 3 N) a Cu,2H 2 0 J is a blue, crystalline powder. 
a-Amino^-cyohpropylpropionic acid (z-cychpropylalan ine ) , 


?Jj 2 ^CH*CMe(NH 2 ) , C 0 2 H, prepared from acetylcycZopropane, crys- 

talhses in needles, m. p. 273 — 275 , in a closed capillary ; it sublimes 
readily at about 125°. The corresponding hydrochloride and copper 
salt, (C 6 H 10 O 2 N) 2 Cu,2H 2 O, bluish-violet plates, are described. 

H. W. 


Catalysis of the Formation and Hydrolysis of Acetamide 
by Acetic Acid. William A. Noyes and Walter F. Goebel 
(J. Amer. Chem. Soc 1922, 44, 2286 — 2295). — Acetic acid acts as 
a catalyst both for the formation of acetamide from ammonium 
acetate and for the hydrolysis of acetamide by water. The hydro- 
lysis of acetamide by water is autocatalytic, probably because the 
acetic acid from the dissociation of the ammonium acetate formed 
catalyses the subsequent reaction. 

The formation of acetamide from ammonium acetate with or 
without the addition of 0T mol. of acetic acid is essentially a 
bimolecular reaction between ammonia and acetic acid. . In all 
probability an intermediate compound, CH 3 , C{OH).> , NH 2? is formed 
as a passing phase in the reaction. The formation and hydrolysis 
of acetamide in the presence of 1*5 tools, of acetic acid is chiefly 
a bimolecular reaction with one of the constituents, hydrogen-ion 
or acetic acid, constant. The other constituents limiting the speed 
of the reaction must be ammonia on one side, and acetamide on 
the other. 

In the preparation of acetamide a practically quantitative yield 
is obtained if equimolecular proportions of ammonium acetate and 
glacial acetic acid are heated together at just below the boiling 
point of the mixture for thirty to fifty minutes and then the mixture 
is slowly distilled through a good fractionating column the temper- 
ature at the top of which is not allowed to exceed 103—104°. In 
this way a residue of acetamide, b. p. 215 — 217°, is obtained. 

J w.g: 


The Compounds of Carbamide and Benzoic Acid. Yukichi 
Osaka and Kinji Ando (Mem. Coll. Sci. Kyoto, 1922, 5, 169— 
172). — The solubility of mixtures of carbamide and benzoic acid m 
• alcohol have been determined at 0°, 25°, and 40°, and no evidence 
was found for the existence of any compound of the two. 

J • r W E fi . 
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* Ethyl Bromodiethylacetylallophanate. J. Callsen « Tq 
Pat. 1424236). — Ethyl bromodiethylacetylallophanate, ' 
CEt 2 Br*C0*NH‘C0 4 NH*C0 2 Et, 

colourless crystals, m. p. 62 — 63°, is obtained by heating brom 
diethylacetylcarbimide with urethane and crystallising the prodn°t 
from light petroleum. Chemical Abstracts ° 

Preparation of Hydrocyanic Acid in Large Quantities in 
the Laboratory. E. Fritzmann (J. Russ. Phys. Chm . Soc 
1920, 52, 227—234).— For preparing hydrocyanic acid from potass’ 
ium ferrocyanide, sulphuric acid, and water, less of the last two 
ingredients than is usually recommended may be employed, tie 
yield of the acid and the velocity of the reaction remaining unim- 
paired if the three reagents are taken in the proportions 10 : 5 ■ 8 
The apparatus used is described. T. H. p 

The X-Ray Structure of Potassium Cyanide. P. A Coopeh 

{Nature, 1922, 110, 544).— Polemical (cf. ibid., 1921, 107, 745 . 
Boz worth, this vol., i, 441). A. A. E. 


Preparation of Cyanuric Triazide. Erwin Ott (D.R..p 
355926; from Chem. Zentr., 1922, iv, 550; cf. Ott and Ohse^ 
A., 1921, i, 231). — In the preparation of cyanuric triazide from 
cyanuric trihydrazide, C 3 HaN 9 , and nitrites (Swiss Pat. 89718), the 
following occur as intermediate products depending on the amount 
of nitrite used and the duration of the reaction. Cyanuric dihydr- 
azidomonoazide, C 3 H 6 N 10 , crystalline, m. p. 85 — 87°; and cyanuric 
monohydrazidodiazide, C 3 H 3 N n , crystalline, m. p. 87—88°. These 
compounds are less sensitive to percussion than the pure cyanuric 
triazide, C^N^. G. W. R, 


Electrolysis of Organo-magnesium Compounds. N. V, 

Kondyrev ( J . Russ. Phys. Chem. Soc., 1920, 52, 17— 24).— Ex- 
periments with magnesium ethyl bromide, magnesium propyl 
bromide, and magnesium phenyl bromide show that, when dis- 
solved in dry ether, these compounds function as electrolytes. 
When a current is passed through the ethereal solution by means 
of a platinum cathode and a zinc or aluminium anode, and a copper 
voltameter is included in the circuit, the amount of zinc or 


aluminium which passes into solution corresponds exactly with 
the amount of copper deposited in the voltameter, aluminium 
behaving as a tervalent metal ; a deposit of magnesium is formed 
at the same time on the platinum cathode. When, however, the 
anode consists of copper, the latter passes into solution only m 
traces. There is little doubt that organo-zinc and organo-aluminium 
cotnpoundk are formed in this way when corresponding metals 
are used as the anode and it may be possible to prepare these 
compounds by such means. T. H. r. 


Magnesium * Compounds of the Olefines. I, n, and III- 
Vl. Kbestinski {Her., 1922, 55, [5], 2754-2762, 2762-2770, 
2770 — 2774 ; J. Russ. Phys . Chem. Soc.* 1920, 52, 63-74, U; 
84, 85 — 90). — I. Alkenyl haloids in which the halogen atom is 
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attached to the carbon atom from which the double bond pro- 
ceeds have been but little used in the formation of Grignard’s 
reagents possibly on account of Grignard’s supposition that such 
haloids woulfl either not react with the metal at all or only in an 
abnormal manner. The only cases previously investigated' appear 
to be the action of magnesium on ai-bromostyrene and the application 
of vinyl haloids to the production of erythrene (Austerweil, A., 
1912, 1 , 525). The behaviour of p-methyl-A a -propenyl bromide 
(isocrotyl bromide), CMe 2 !CHBr, has now been investigated in a 
series of researches of which this communication gives the first 
account. 

A solution of Moorotyl bromide in anhydrous ether does not 
react with magnesium under the usual conditions and only docs 
so slowly and incompletely when the mixture is warmed or iodine 
is added. In the presence of Baeyer’s prc-activated magnesium 
an energetic action occurs which can only be regulated with difficulty, 
since undue rise of temperature causes the Grignard reagent to 
decompose with the copious evolution of gas, whereas action soon 
ceases when the mixture is cooled. The course of the action can 
be most easily regulated when the ethereal solution of the haloid 
is added gradually to the mechanically-stirred mixture of the 
other components ; it is not possible, however, to cause the whole 
of the magnesium to enter into reaction. *The gas evolved is 
mainly isobutylene, which is converted by bromine into a mixture 
of a p-dibromo isobutane, CMe 2 BrCH 2 Br, b. p. 54 — 56°/24 nun., 
149— 151°/normal pressure, df 1-7827, 1-51406, nf 1-51186, and 

a tribromoisobu tane , b. p. 107 — 109°/10 mm. The course of the 
action is represented most simply by the schemes CMe^CHrMgBr -r 
CMe 2 :C<[or •CH 2 *CMe:CH-] -j- H-MgBr and CMe ? ICHBr+H'MgBr= 
CMe 2 :CH 2 +MgBr 2 . The fate of the radicle CMe 2 :C< or 
-OELj'CMeiCH- remains undecided. An examination of the pro- 
t ducts of the action of water on the Grignard solution only led to 
the isolation of ill-defined products containing oxygen. 

Magnesium and isocrotyl bromide react with acetaldehyde in 
ethereal solution to yield ethyl alcohol, methylisocrotylcarbinol, 
CMe 2 :CE>CHMe*OH, and two fractions, b. p. 80—87715 mm., 
df 0-8596, ft® 1-45534, and b. p. 87—977'15 mm., df 0-8763, 
< 1*45854, which appear to be a mixture of isomeric alcohols, 
C 10 H 18 O ; a fourth fraction, b. p. 228—232°, has not been investi- 
gated further. Methylisocrotylcarbinol has b. p. 136 138°, df 
0-8384, rag 1-43159, rag 1-43430, nf 1-44098, rag 1-44721. It is 
transformed by acetic anhydride at 100° into a mixture of o-methyl- 
A-r-pentadiene, CMe^CH-CffiCH,, b. p. 75-5—76°, <ff 0-72155, 
nf } 1-44664, and metkylisocrotylcarbinyl acetate , O Ac * C HMe -C H ,CMe 2 , 
b. p. 140-146°. . . t , 

II. The action of magnesium isocrotyl bromide oil jd’olniralcienyac 
has been examined. * , 

, isoCrotyl bromide, magnesium, and isobutaldehydc are caused 
to react in the presenee.of ether, and the product is submitted to 
fractional distillation whereby tsobfttyl alcohol, isopropylmcrM- 
carbinoi, CHMe./CH(OH)*CH:CMe 2 , and fractions of higher boiling 
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point from which homogeneous products could not be sen 
are obtained. woPropyltsocrotylcarbinol has b. p. 
df 0*8444, < 1-44493. It is converted by acetic finhydj^T ’ 

100° into impropylisocrotylcarbinyl acetate , b. p. 1^7 lgQ^ ^ 

0*8270, < 1*43288, and ^-dimethyl- ^y-hexadievc, * ’ 

OHMe 2 -CH:CE-OMe:CH 2 , 

b. p. 116—118°, df 0-7412, <1*45024. The constitution of th 
hydrocarbon is deduced from its oxidation by potassium perma^ 
ganate to formic, acetic, and tsobutyric acids. The production of 
a hydrocarbon of this constitution from isopropylwocrotylcarhi&ol 
is difficult to explain unless it is assumed that the substance not 
only is acetylatcd by acetic anhydride, but also simultaneous! v 
unites with a molecule of acetic acid which is eliminated subse- 
quently in a different direction, thus : CMe 2 !CH*CH(0H)*CHMe 

OAc-CMe 2 -CH 2 *CH(OAc)*CHMe 2 ~>CH 2 :CMe*CH:CH«CHMe 2 * The 

constitution assigned to isopropyl wocrotylcarbinol is established bv 
the observation that it is oxidised by potassium permanganate to 
acetone, two stereoisomeric ax-d imcthyl-y-isopro 'pylglyce rok 
OH*CMe 2 -CH(OH)*CH(OH)*CHMc 2 , 
sparingly soluble crystals, m. p. 159 — 160°, and a very hygro- 
scopic substance, m. p. 73 — 75°, respectively, formic, acetic, and 
wobutyric acids, and a non-crystalline acid , CHMe 2 *CO*C0 2 H. 
which is analysed in the form of its calcium salt, (C 5 H 7 0 3 } 2 Ca,H 2 C> 
and characterised further by the formation of a crystalline semi 
carbazonc. Re-examination of the action of acetic anhydride on 
fsopropylwocrotylearbinol shows that two isomeric acetates , C 10 H l8 0 2 , 
are actually produced which have b. p. 167 — 170°, df 0*88676, ajf 
1*43739, and b. p. 174 — 176®, <0*88226, <1*43238, respectively. 
When hydrolysed with barium hydroxide solution two alcohols, 
C 8 H 16 0, b. p. 158—161°, <0*8449, < 1*43679, and b. p. 160— 
165°, <0*8455, < 1*43789, respectively, are obtained, but on 
account of lack of substance it has not yet been found possible to * 
elucidate their constitution. 

iwPropylisocrotylcarbinol is converted by aluminium oxide at 
an incipient red heat mainly into difsocrotyl, CMe 2 ICH*CH!CMc 2 , 
b. p. 132 — 138° (which is transformed by hydrogen bromide into 
the Kydrobromide, m. p. 65°), and ( ?) fit -dime t h yl-tfy-heMdim, 
CMe 2 :C:CH*CHMe 2 , b. p. 119—123°, <0-7637, < 1*45054. 

III. Phenylisocroiylcarbijwl, CMc 2 *CH *0 H Ph *OII, a colourless 
liquid, b, p. 122— 125°/7 mm., <0*9861, <1*53516, is prepared 
by the action of magnesium i-socrotyl bromide on benzaldehyde. 

The observations have been extended to a-methylisocrotjl 
bromide fy-bromo- 3-mcthyl- A0- butylene], GMe^ICBrMe. The sub* 
stance reacts with magnesium in much the same maimer as, but 
with rather more difficulty than, its simpler homologue. Tn* 
methylethylene [3-methyl- AMmtylene] is evolved in large quantity 
and is identified by converting it into dibromopentane anc y e , ’ 
amyl iodide; it appears to bo the sole gaseous product o . 
change. Decomposition of the Grignard veagent with water ea 
to the further evolution of targe volumes of trimethylet ye ■ 
Tfie non-volatile products are unsaturated compounds whic 
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tain oxygen*) their nature has not been established definitely, 
phe action of magnesium a-methylfsocrotyl bromide on aect- 
ij p u v de appears to lead to the formation of methyl- ? r ydimr!hyl- 
^p r0 p*nylc'’rbivoh CMe 2 ’.CMe‘CHMe-OH, which, however, has not 

been Investigated closely. 

The action of an ethereal solution of vinyl bromide on activated 
magnesium commences very rapidly and proceeds with the evolution 
of a mixture of acetylene and ethylene. H. W. 

Derivatives of Methylstannonic Acid. Their Bearing upon 
its Constitution. Herbert Lambourne (T., 1922, 121, 2533— 
2-540). 

The Dinitro-derivatives of p-Dichlorobenzene. Annie 

Louise Macleod, Marion C. Pfund, and Mary L. Kilpatrick 
n Jmer. Chem. Soc., 1922, 44, 2260— 2271).— The product, in. p. 
81° obtained as one of the products of nitration of p- dichloro- 
benzene ( c f. Nason, A., 1919, i, 10) is shown to be a molecular 
compound of 2 : 5-dichloro-l : 4-dinitro- and 2 : 5-dichloro-l : 3- 
dinitro-benzene, the proportions approximating to two molecules 
of the former to three of the latter. When this substance.* was 
reduced by tin and hydrochloric acid a mixture of the corresponding 
diamines was obtained. 

From a study of the action of alcoholic ammonia on the isomeric 
dichlorodinitrobcnzencs , it is shown that the m-dinitro-derivativc 
is converted entirely into chlorodinitroaniline, the chlorine atom 
in the ortho-position to the two nitro-groups being replaced by an 
amino-group. With the o- and p-dmitro-derivatives, the main 
reaction results in the replacement of one nitro-group by an amino- 
group, but at the same time a comparatively small amount of the 
corresponding dinitro-p-phenyienediamine is produced. 

On reduction by tin and hydrochloric acid, 3 : 6-dichloro-l : 2* 
dinitrobenzene yields 3 : %-dichloro-o-phenjjkmdiamine,m. p. 98", 
which condensed with benzil to give 1 : 4~dichlorodiphenylquin- 
oxaline , m. p. 214°. W\ G. 

Aromatic Sulphonyl Chlorides. Jessie Stewart (T., 1922, 
121, 2555—2561). 

Preparation of Aryl Sulphonic Esters of Halogenated 
Aliphatic Alcohols. Georg von Kereszty and Emil Wolf 
(D.R.-P. 353195; from Chem. Zentr., 1922, iv, 156). — An aryl- 
sulphonyl chloride mixed with a halogenated aliphatic alcohol is 
shaken at low temperatures with concentrated alkali hydroxide 
solution until an alkaline reaction persists. The ester formed is 
rapidly hydrolysed. Chloroelhyl benzenesulphonate, from benzene- 
sulphonyl chloride and glycol chlorohydrin, has b. p. 184° /8— 11 mm. 
Bromoethyl benzenesulphmate, similarly prepared, has b. p. 192 / Jv 
mm. Dicbloropropyl benzenesulphonate, from aa-dichlorohyonn 
and benzenesulphonyl chloride, has 8 . p. 205°/20 mm. andm. p . oO . 

G. VV . K. 
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The Labile Nature of the Halogen Atom in Oriratiir n 
pounds. VI. The Action of Titanous Chloride 
Ammonia on Representative Halogen Compounds' r 

Armstrong Black, Edmund Langley Hirst, and* Alpy , As 
Killen Macbeth (T., 1922, 121, 2527 — 2533). ANBEfi 


Thermal Analysis of the System o- : p-Toluenesul^ 
amides. A. F. Dobrjanski (J. Russ. Phys. Chem. Sor uS: 
52, 139 — 144). — Thermal analysis of this system yields a melt’ ’ 
point curve composed of two branches intersecting at the 
point about 108°, which corresponds with 42-5% and 57*50/ j 
the ortho- and para-isomerides, respectively/ This eutectic n’ 
is identical with the melting point of the non-separable mixtiHf 
the two amides obtained in practice when the mixture of tlf 
corresponding ortho- and para -chlorides is treated with ammo ' 
Separation of the para-amide from this mixture by fractional 
precipitation should hence be, and is found experimentally to J 
impossible. The acicular crystals, m. p. 120°, mentioned h 
Fahlberg, correspond with a mixture in equal parts of the two 
isomerides, but no indication is obtained of the formation of a 
molecular compound and no distectic point is observed; such 
crystals are readily resolved into their components under the 
microscope. T. E P 


Transformation of the Diphenyl-, Phenyl-p'-tolyl- ; and 
Di-pj-tolyl-amides of Toluene-p-sulphonic Acid. J. Halber. 
kann (Ber., 1922, 55, [£], 3074—3095; cf. A,, 1921, i, 660, 779).- 
In continuation of previous work, the behaviour of diarylamides of 
toluene-p-sulphonic acids has been investigated and transformations 
similar to those recorded for the mixed aromatic amides [loc. cit.) 
have been observed. 

p-Toluenesulphondiphenylamide, C 8 H 4 Me*S0 2 ’NPh 2 , m. p. 142°, 
prepared by heating diphenylamine with toluene-p-sulphonyl 
chloride in the presence of pyridine, is almost quantitatively 
hydrolysed when heated with sulphuric acid { d 1-74). Its be- 
haviour towards concentrated sulphuric acid depends greatly on 
the temperature used; at 100°, sulphonatiofi occurs to a con- 
siderable extent and the remainder of the amide is partly hydrolysed 
and partly isomerised. The most favourable temperature for 
transformation is 20°, under which conditions 75% of the amide 
is converted into o - an ilinophe nyl-ip-tolyUulphone, 
C 6 H 4 Me-S0 2 ’C 6 H 4 -NHPh, 

colourless, prismatic rods, m. p. 96 — 97°. The latter Bubstanceis 
converted by hydrochloric acid and sodium nitrite in the presence 
of aqueous acetone into o'-pheJiylnitrmoaminoph^nyl-'P'tolyUidphoM 
[o' -'p-tolur nesu Iphon yldiphmyl nit rosoam ine], 

CgH 4 Me*S0 2 *C 6 H 4 ‘NPh , N0 l 

colourless crystals, in. p. 126 — 127°. Treatment of a concentrated 
ethereal solution of the nitrosoamine with a saturated solution 01 , 
hydrogen chloride in ethyl alcohol brings,, about its isomerisation 
to 2-p-nitw8Mniliwpfanyl-]i-totyl#ulphone ) 

C 6 H 4 Me-S0 2 *C 8 H 4 -NH-C 8 H 4 *N0, 
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large, steel-hlue crystals which appear green by reflected light and 
give a dark green powder, m. p. 1,50—151° [the hydrochloride, an 
ochre-coloured powder, m. p. 197° (complete decomp.} after darken- 
ing above 150°, is described], which is reduced by sodium hypo- 
sulphite in alkaline solution to 2-p-aminoanilinoph(rtyl-]i-}olyl- 
sulphone, Cg^Me'SO^CgH^NH'CgH^NHg, colourless, prismatic 
crystals, m. p. 134—135° ; the amine can be diazotisod and then 
couples normally with p-naphthol to yield p-lduenttulpkoRyl 
o'-anilino-j)'’ benzenmzo-$-naphtkol , 

O 6 H 4 Me*SO 2 *C e H 4 , NH*C 6 H 4 *N:N*C 10 H ( j'OH > 
small, red needles, m. p. 172°. 2-p-Nitrosoanilinophenyl-p-tuly]- 
sulphone is converted by protracted treatment with aqueous 
sodium hydroxide solution into o^aminophenyl-p-tolyhul phone, 
C 6 H 4 Mc*S 0 2 *C 6 H 4 -NH 2 , colourless, prismatic rods which readily 
become red, m. p. 120—121°, which is diazotised and coupled with 
8-naphthol to form p-toluenesulphonylbenzeneazo-Q-nuphihoL 
C 6 H 4 Me*SO 2 -C 6 H 4 -%C 10 H 6 -OH, 

brownish-red, lustrous needles, m. p. 208°. 

The proof that the amino-group in aminophenyl-p- tolyls u 1 ph oi u\ 
m. p. 120—121°, occupies the ortho-position is obtained in two 
ways. On the one hand, p f -aminophenyl-p-tolyhulphone, groups of 
colourless, four-sided rods, m. p. 181°, is synthesised from A-acetyl- 
p-sulphanilic chloride and toluene by the Friedel-Crafts' reaction 
and subsequent hydrolysis of the product with hydrochloric acid. 
On the other, if wandering normally occurs towards the ortho- 
position even when the para-position is free, the compound m. p. 
120 — 121° should be obtainable in the following manner (this is 
the case). p-Toluenesulphonanilide is quantitatively transformed 
by ethyl toluene-p-sulphonate or ethyl sulphate into the corre- 
sponding A-ethyl compound, m. p. 87 — 88°, which is partly 
hydrolysed and partly isomerised by concentrated^ sulphuric acid 
to d’elhyUmimphmyl-pAolyUulplwne, C G II 4 Me* S0 2 ‘ 0 6 II 1 -NHEl , 
coarse, colourless prisms, m. p. 90 — 91° [acetyl derivative, hexa- 
gonal needles or plates, m. p. 141° (cf. Witt, A., 1913, i, 360)]. 
De-ethylation, of the compounds is effected with considerable 
difficulty by heating it at 270 — 275° in a current of dry hydrogen 
chloride. The small amount of (/-aminophenyl-p-tolylsulphone 
which is produced is isolated by diazotising the crude product, 
coupling the diazo-solution with resorcinol, filtering the solution, 
precipitating the dye by addition of acid, and subsequently reducing 
it to the amine by means of sodium hyposulphite. The product 
has m. p. 120°. 

Tolueiie.-p-sulphoriphenyl-p'dolyhjnide, C 6 H 4 Me‘S0 2 , NPh*0 6 H 4 Me, 
colourless, four-sided needles, m. p. 122 — 123°, is prepared by heat- 
ing toluene -p- sulphonyl chloride with phenyl-p-tolyiamine in the 
presence of pyridine. It is converted by concentrated sulphuric 
acid into a mixture of the two possible sulphones, the reaction 
being accompanied by very little hydrolysis. 2-p-Toluidinophenyl- 
p -tolylsulphone, 0flH 4 Me-S0 2 *C 6 H 4 *NH-C 6 H 4 Me, almost colourless, 
coarse prisms or four-sidGd prismatiq rods, m. p. 147°, is readily 
isolated from the product by reason of its sparing solubility in 
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alcohol. It gives an N -acetyl derivative, colourless, prismatic rods 
m p 164 — 165°, and an N-nitroso-eom pound , • aggregates of pale 
yellow needles, m. p. 168° (decomp.); the latter regenerates the 
parent compound when treated with hydrogen chloride in the 
presence of alcohol and ether and does not become ^ •isomerised to 
the nuclear nitroso-compound although the para-position in the 
benzene nucleus is not occupied. The second sulphone is isolated 
by converting the mixture obtained as above into the corresponding 
mtroso-derivatives, which are separated mechanically from one 
another and subsequently reduced by phenylhydrazine. y-Tohjl 
1 -anilino-m-tolylwdphone, C 6 H 4 Me*S0 2 *0 6 H 3 Me*NHPh > forms coarse, 
colourless crystals, m. p. 124 . The corresponding nitTosoaniine 
crystallises in brown, hexagonal plates or large rhombs, m. p. 
132° (decomp.) ; it is reduced by zinc dust and acetic acid in the 
presence of acetone and alcohol to the corresponding hydrazine, 
coarse, colourless prisms, m. p. 109 — 170° (benzylidene 
coin pound, C 27 H 21 0 2 N 2 S, pale yellow prisms m. p 195°). The 
nitrosoamine is isomerised by hydrogen chloride in the presence of 
alcohol and ether to the corresponding p -mtroso phenyl compound , 
C ft H*Me-SO 2 *C 6 H 3 Me-iS[H-0 6 H 4 -NO, greenish-yeUow, prismatic 
needles m. p. 174 — 175° (apparent decomp.) [the hydrochloride, 
brownish-red prisms, m. p. 178-179° (decomp.) after darkening 
at about 160° is described]. Ammonium sulphide reduces the 
p-nitroso-com pound smoothly to the diamine , 

C 6 H 4 Me*S0 2 , C 6 H 3 Me*NH*C 6 H 4 *NH 2 , 
colourless crystals, m. p. 148—149° (hydrochloride, colourless needles 
or plates), whereas with sodium hyposulphite or zinc dust as reducing 
agent an azo-compound, C 40 H 36 O 4 N 4 S 2 , m. p. 207—268 , is also 
formed (the latter is produced also by heating molecular quantities 
of the p-nitroso- and p- amino- com pounds dissolved in glacial acetic 
acid). When boated with sodium hydroxide solution (10%) at 
140° the p-nitroso-eom pound is converted into p-tolyl-6-amino- 
^oiyUulphone. 

transformation of toluene-p-sulphonphenyl-p -tolylajmde is always 
accompanied by a greater or less amount of sulphonation. in 
free Zphonic acid , C.H*ite-SO,-C,H.M^KH-C.lL-gO A 
lisea in colourless, slender needles (+2H a O), in. p. 146 (deco p.). 
the corresponding barium salt has m. p. 269 — 270 (a mna- and 

di Mu^-^u^ondvp-iofylamide,C,H 1 Me-S%N(C s H4Jfe)^colonr- 

w rhombic plates m. p. 144°, is isomerised quantitatively Dy 
concentrated sulphuric acid at 60° into 


coneentratea suipnuriu auu ^ ^ — - , * * m v 

CcH.Me-SOj-CjHjMe-NH-CjHjMe, long, colourless 
110-lir. The latter yields an N-mhwo-denvative, 
pale yellow, hexagonal platelets, m. chloride 

converted into the sulphone when treated with hydrogen c ^ 
in the presence, of alcohol and ether. 

XIV 

Union of Hydrogen with Acetylene Derivative^ ^ 
Hydrogenation of Phenylapetylene. J. b. * 

Fhya. Chetn . Soc-., 1920, 52, 191 198). 


I. H. zalkitsu w- — 
-The velocity of hydro- 



OBGANTC CHEMISTRY, 


i. 1135 


genation of phenylacetylene in presence of colloidal platinum 
increases to a maximum after combination of the first two atoms 
of hydrogen and subsequently diminishes. The reaction proceeds 
but extremely slowly, after four atoms of hydro.in-n have been 
combined; Characteristic of this late stage of the hydrogenation 
is the fact that it proceeds more rapidly with low than with high 
concentrations of the catalyst. Further, hydrogenation of the 
triple to the double linking takes place more slowly than that of 
the double to the single linking. 

The results of experiments with styrene indicate that, in tin- 
nascent state, this compound is more readily hydrogenated than 
when ready-formed. Here, too, the hydrogenation does not cease 
when the side-chain is converted into the ethyl group, but is con- 
tinued at the expense of the double linkings of the nucleus, it 
seems possible, indeed, that the initial stage of the reaction pro- 
ceeds in two different directions, yielding, not merely ethylbenzene, 
but also 5-methyl- A^ct/ctohexadiene. T. H. 1\ 

The Action of Bromine Water on Indene. John Read and 
Eric Hurst (T., 1922, 121, 2550 — 2554). 

Chemistry of Naphthalene and its Derivatives : Chemical 
Peculiarities of the Naphthalene Nucleus. N. N. Voroswov 

[Bull. Inst. Polyt. Ivanovo-Voznesensk . , 1922, 6, 125— 151 ). --The 
author discusses the four principal structural formulae which have 
been proposed for the naphthalene molecule : (1) That proposed 
by Erlenmeyer [Annalen, I860, 137, 346) and Graebe ( Ber .. i-SUS. 
1, 36) and expounded by Marckwald (A., 1894, i, 474; 1895, i, 2-4) 
and composed of two benzene rings having two common carbon 
atoms; (2) Bamberger’s formula (A., 1890, 1299); (3) Thiele's 
formula {A., 1899, i, 534), and (4) the formula proposed by Harries 
(A., 1906, i, 225) and Willstatter and King (A., 1913, i, 353). The 
identity of the two six-membered rings in naphthalene appears 
certain, in the absence of evidence that isomeric mono-substituted 
naphthalenes exist with the substituents in the same position. 
Besides being unsymmctrical, Willstatter’s formula rests on in- 
adequate foundations. Thiele’s formula appears the most prob- 
able, as it brings out the special reactivity of the a-position. The 
different behaviour shown towards reagents by benzene and by 
octatetrene cannot be advanced as an argument against Thiele’s 
theory, as it may be explained by differences between six- and 
cight-membered rings. 

In the monohydroxy- and monoamino-derivatives of naph- 
thalene, however, the naphthalene nucleus exhibits other relations. 
The results of the author’s investigations on the action of sodium 
hydrogen sulphite on naphthalene derivatives (A., 1916, i, 293) 
do not agree with Bucherer’s statements (A., 1904, i, 309; 1905, 
b 48), and show that the naphthols arc not esterifie'd by sulphurous 
acid or sulphites, but first yield additive compounds, which are 
regarded as formed from* the ketonc§ isomeric with the naphthols. 
In view, of the marked analogy in reaction relationships between 
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the hydrogen atom in the 4-poaiti^ 
[} of a-naphthol and that in the l-positm* 1 

/XX\oH AArff of P- na P htho, > th « constitution l j! 

I II n [ || V ^-2 favoured for the keto-form of 

naphthol, although the •structure lit 

CH 2 CH not excluded. Thiele’s theory 0 f con 

(I.) (II.) jugated double linkings renders it 

probable that the keto-forms of the 
naphthols are but slightly imsaturated. 

The divergent behaviour shown by benzene and naphthalene 
derivatives evidenced in the alkylation of the naphthols in acid 
solution, in the amination of the hydroxy-group and hydrolysis 
of the amino -group, and in the reaction with sulphites, is readily 
explainable on the assumption that the hydroxy- and amino- 
derivatives of the naphthalene series more readily undergo keto- 
enolic transformations than the corresponding compounds of the 
benzene series. Thus, hydroxy-derivatives of naphthalene axe 
true enols, whereas the hydroxyl of the monohydroxyl derivatives 
of the benzene series functions as aromatically combined hydroxyl- 
this conclusion is not in accord with the views of Meyer (A., 1913 
i, 704), but is supported by various reactions of naphthalene deriv- 
atives. Application of the sulpliite reaction to the naphthylene- 
1 :5- and -1 : 8-diamines results in the formation of the additive 
compound first in one of the substituted rings, the second ring 
remaining intact as a typically aromatic ring. If then the sul- 
phurous acid additive compound is destroyed, the amino-group 
of the second ring reacts on subsequent treatment with sulphurous 
acid ; in this case the second ring exhibits aliphatically-unsaturated, 
and the first aromatic behaviour. The various stages of the reaction 
are in agreement with the author’s views. T. H. P. 


Preparation of Symmetrical Octahydroanthracenes. Geqeg 

Schroeter and T et ralin G. m. b. H. (D.R.-P. 352721; from 
Chem. Zentr., 1922, iv, 159). — Purified anthracene, melted or in 
solution, is treated with hydrogen under pressure in the presence 
of catalysts. For example, purified anthracene, m. p. 214°, is 
dissolved in tetrahydronaphthalene and in ,the presence of a 
catalyst, prepared by precipitation of reduced nickel on fuller’s 
earth, treated with "hydrogen at 180 — 200° under a pressure of 
10 — 15 atmospheres until a quantity equivalent to four molecules 
is absorbed. The product is fractionated under reduced pressure. 

s -Octahydroanthracene, C 6 H 8 <^j^>C 6 H 8 , forms crystals, m. P- 
72,— 73°, b. p. 160 — 162°/11 mm. It forms a jiwnosulphonic arid, 

C « H 8<C(SOH)> C 6 H8* With chlorine and bromin0 cf y Btalline 

halogen substitution products are formed. By oxidation wth 
chromium trioxide, 4:‘keto-s>-ociahydroa7Uhrace7ie is obtained, 
symmetrical constitution of the octahydroanthracene ^ 1 
the following synthesis. Tetrahydronaphthalene gives wit c 
a«etyl chloride in the presence of phosphoric oxide «- and p- 
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Jiydronaphthoylacdyl chlorides, C 10 H u *CO*CH.,-CO(;i ; the latter 
give with ethyl sodiomalonate ethyl a- and fid mkyd roust plitfoyl 
acetylmalonates, 0i {J H 11 *C0*CH 2 , CH(C02Et) 2 , which hy hydrolysis 
give a- and ^-ietrahydroruipktho ylprop ionic acids, 

. ♦ CjoHn-CO-CH.-CH^COaH. 

By reduction, these acids yield a- and $4etmhy<Lun:t i>hih ylbuitjric 
acids. From the chlorides of these acids cyclic ketones 'are 
obtained by inner condensation. From frtdrahydronaiMylbi.it ynjl 
chloride, 4-keto-$-octahydroanthracene and 4 -keto-s-octaliydroyhek- 
anthrene are obtained and may be separated by means of 
their semicarbazoncs. i-Keto-s-octahydroanthracme yields, on reduc- 
tion, s-octahydroanthracene, m. p. 72 — 73°, identical with that 
prepared by the catalytic process. Similarly, catalytic s-oetah ydru- 
anthracene gives on oxidation with chromium trioxide 4 -keto-s- win- 
hydroanthracene identical with the compound obtained in the 
above synthesis. G. W. R. 


Preparation of Symmetrical Octahydrophenanthrenes. 
Georg Schroeter and Tetralin G. m. b. H. (D.R.-P. 352719; 
from Chem. Zentr., 1922, iv, 159 — 160). — Purilied phenanthrene, 
melted or in solution, is hydrogenated in the presence of catalysts. 
For example, phenanthrene, purified by treatment with readily 
fusible or finely divided metals such as sodium, potassium, copper, 
iron, or nickel, or other metallic compounds such as sod amide or 
calcium carbide, is treated with hydrogen at 180 — 220" at 15 
atmospheres pressure in the presence of a catalyst prepared by 
precipitating nickel on fuller’s earth. The product, b. p. 1 GO— - 
170°/13 mm., is purified by way of its sulphonic acid (I) which by 


, T v C e H g -C-SO,H , TT . C,H 8 'CH treatment with hydrochloric acid 
ru nu * p tj nir g ives s - ociahydrophenauthnne 

(II) The latter compound forms 
crystals, *m. p. 16*7°, b. p. 1G7*5°/13 mm., d™ 1*026. Its constitution 
is demonstrated in the same way as that of the s-octahydro 
anthracene (see preceding abstract). s-Ocfcahydrophenthrenemomv 
sulphonic acid gives a stable chloride which with dilute aniline 
solution yields a crystalline anilide. G. W. R. 


Diphenylene-ethyleue. Heinrich Wieland, Fritz Reindki.. 
and Juan Ferrer (Ber., 1922, 55, [B], 3313-3317).— The piv- 

0 H 

paration of diphenylene-ethylene [dibenzofulvene], 0>C!CH.,, 

G ? H 4 

by leading the vapours of fluorene over heated lead oxide has been 
described by Manchot and Krische (A., 1905, i, 142) and by 
Sieglitz and Jassoy (A., 1921, i, 791); repetition of their work 
shows that the product is a mixture of fluorene and bidiphenyieue- 
ethylene. .For the preparation of the hydrocarbon, 9-methyl- 
fluorenol (Daufrcsne, A., 1908, i, 164) is mixed with dry aluminium 
phosphate and distilled under diminished pressure ; the monomeric 
substance is obtained in only very small yield oif account of the 
unusual readiness with which it polymerises at a high temperature. 
The isolated polymeride <jan be depolymerised by a second heating, 
but the isolation of the monorueride is not possible oven by dis- 

vol. exxn. i. rr 
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tillation in a high vacuum. The product is therefore converted 
into the crystalline dibromide , broad, lustrous needles, m. p t 
(decomp.), which is debrominated by treating its solution in alcohol 
with zinc dust and acetic acid; the operation must be performed 
in artificial light. Diphemjlene- ethylene crystallise^ in lustrous 
pointed prisms, m. p. 53°. It may be preserved unchanged for 
a few hours if shielded from daylight, but is rapidly polymerised 
when exposed even to diffused daylight or the rays from a mercurv 
lamp. In solution, it is considerably more stable ; thus, the ethereal 
solution is unchanged after being illuminated during twenty minutes 
by the mercury lamp. Polymerisation is not accelerated by ethereal 
hydrogen chloride. It instantly combines with bromine with 
re-formation of the dibromide. It is readily reduced by hydrogen 
in ethereal solution in the presence of palladium black to 9-methvl- 
fluorene, m. p. 4o™46°. The polymeride, (C 14 H 10 ) n , is a chalky 
amorphous, colourless powder, which commences to soften at 
about 270°, whereby incipient depolymerisation begins. H. W. 


Synthesis of Pyrene. Karl Fleischer and Ewald Retze 
( Ber ., 1922, 55, [JB], 3280—3290).— A direct synthesis of pyrene 
from naphthalene has been effected by condensing the latter with 
malonyl bromide, reducing the product, again condensing the 
reduction product with malonyl bromide, and submitting the 
compound so produced to a final reduction. 

A solution of malonyl bromide and naphthalene in carbon di- 


sulphide is converted by aluminium chloride into pm-naphth- 
indanedione (annexed formula), decomp, about 265° after darkening 
yx yx at 250°, which is identical with the product obtained 
f | by Errera (A., 1911, i, 465) by the action of naphthalic 

l yl J anhydride on ethyl malonate in the presence of zinc 
'j y chloride; malonyl chloride may be substituted for the 
OCl JCO bromide with equally good results. A suspension of 
gjj the dione in benzene is converted by phosphorus penta- 
2 chloride into 3 ; 3-dichloro - 1 -ketoperinaphtkindane, red- 
dish-brown crystals, m. p. about 340° (decomp.). Reduction of the 
dione to the corresponding hydrocarbon can be effected only with 
great difficulty. It is either not affected or converted into amor- 


phous products, which retain the property of solubility in alkali 
hydroxide, by amalgamated zinc and hydrochloric acid, zinc or 
magnesium, and glacial acetic acid, zinc dust in alkaline solution, 
sodium amalgam, sodium and amyl alcohol or cycfohexanol. 
Treatment with hydriodic acid ( d 1*7) and red phosphorus under 
pressure converts the keto- into methylene groups, but the product 
ab }0 suffers hydrogenation in the nucleus; since the conditions 
of the reaction cannot be precisely governed, a mixture of hydro- 
genated hydrocarbons is produced. The product can, however, 
be dehydrogenated by passage over freshly- reduced copper at 
500° thereby yielding peritrimethylenenaphthalene (perinaphth* 
indane), m. p. 68 — 69°, identical with the product isolated by , 
Langstein (A., 1910, i, 726) by the degradation of pyrene. 
very sensitive towards air. The corresponding picrate crystallise 
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in red needles, m. p. 134—135° after becoming discoloured at 124°, 

, whereas the additive compound with 1 .* 3 1 5-tri nitrobenzene forms 
rnr .yellow needles, m. p. 159—160° after becoming dia- 
coloured at 130°. 

OC\ ]CO . periNaphthindane reacts with inalunyl bromide in 

9 1 1 the presence of carbon disulphide and aluminium 
/ ] chloride to give 1 : 3-diketo-l : 2 : 3 : 4 : 5 : (i-hexa- 
l \ hydropyrene (annexed formula), a pale yellow, amor- 
Y phous substance which does not melt below 280°. 
!CH 2 It is converted by distillation with zinc dust in a 
* \4 slow current of hydrogen into pyrene, the identity 
0 2 of which is established by converting it into the 
picrate, long, red needles, m. p. 215°. J[. W. 


Amine Oxidation. VI. Radicles as Intermediate Stages 
in Chemical Reactions. Stefan Goldschmidt and Bernard 
WtTRZSCHMiTT ( Ber ., 1922, 55, [B], 3216— 3220).— A characteristic 
property of organic radicles is their ability to combine with the 
radicles of other elements to form relatively stable additive com- 
pounds. This behaviour may be used in the detection of the 
transitory existence of radicles during the course of a chemical 
reaction provided that the second radicle is not itself changed 
under the experimental conditions used, and that the velocity 
of addition of the radicles is greater than that of the polymerisation 
of the intermediate radicle. From this point of view, the oxidation 
of aniline, p-toluidine, and o-toluidine dissolved in ether by lead 
peroxide in the presence of ignited sodium sulphate and hexa- 
phenylethane has been investigated; anilmotriphenylmethane, 
colourless, hexagonal prisms, m. p. 148—149°, p - toluidinotri ph enyl - 
methane, m. p. 176°, and o-toluidmotriphenylmethane, m. p. 142°, 
respectively, are thereby obtained in good yield, thus showing 
that the radicle R*NH~ is intermediately produced (which prob- 
ably becomes transformed into R-NI and R*NH 2 ). Under 
similar conditions, diphenylamine yields solely tetraphenylhydr- 
azine; diphenylaminotripbenylmethane cannot be obtained even 
by considerable variation of the experimental conditions. The 
rate of polymerisation of diphenylnitrogen appears to be much 
greater than its velocity of combination with triphenylmethyl. 

The thermal decomposition of hydrazobenzene into azobenzene 
and aniline has been interpreted by Stieglitz and Curme (A., 1913, 
ii, 398) as taking place in accordance with the scheme : NHPh'NHPh 
— y PhN!+ PI lNHj, whereas Wieland (1915, i, 850) has considered 
it to occur thus : NHPh*NHPh= NPL’NPh + 2H. Conclusive evi- 
dence in favour of the latter view is deduced from the observation 
that azobenzene and triphenylmethane are almost quantitatively pro- 
duced when a solution of hydrazobenzene in toluene is boiled with 
triphenylmethyl in an atmosphere of carbon dioxide; the radicle 
thus acts as acceptor of the activated hydrogen. ♦ H. W. 

Amine Oxidation. VII. The Oxidation of Aniline. 

Stefan Goldschmidt aiad Bernhard Wtjbzsciimitt {Ber., 1922, 
55, [£], 3220—3227 ; cf. A., 1920, i, 226) —It has been suggested 

rr2 
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previously that the formation of the different complex product 
of the oxidation of aniline may be due to the intermediate formatio 8 
of benzoquinonephenyldi-iminc or to the production and gul) Se 
quent polymerisation of the radicle PhNJ. It is now found that 
it is explicable by the great reactivity of the former, which finds 
its expression in very differing directions. The second suggestio 
is therefore considered to be less probable and is relegated to th° 
background. ' 11 

Benzoquinonephenyldi-iminc is polymerised by glacial acetic or 
small quantity of hydrochloric acid in the presence of ether almost 
quantitatively to the trimeride, NPh.’C 6 H 2 (NH!C 6 H 4 ’NHPh) ‘Nit 
(cf. Willstatter and Kubii, A., 1909, i, 976). It depends essentially 
on the nature and quantity of the added acid whether the di-imine 
is polymerised to emcraldine or to Willstiitter’s compound. 

The oxidation of solutions of aniline salts by lead peroxide (cf 
Bomstein, A., 1901, i, 375; Majimaand Aoki, A., 191 l f i, 216, 992) leads 

to the formation of the compound 

or NPh:C<Q^q^ H p^>C-NH 2 . It is found that benzoquinone- 

phenyldi-imine reacts readily with aniline to form this substance 
under the conditions selected by Bomstein, and that, in addition 
Willstatters trimeride is produced ; the latter is not isolated in 
the oxidative experiments, since it undergoes further change. 

According to Bomstein, azophenine, N Ph T C <1 q £ p^^>CINPh, 

is a further product of the oxidation of aniline; it is obtained 
when aniline is mixed with dianilinobenzoquinonephenyldi-imine 
in ethereal solution in the presence of a little glacial acetic 
acid. 

The formation of dianilinobenzoquinoneanil, 

N p h:c<cg? ( NS> c:o - 

by the oxidation of aniline in acetic acid solution by hydrogen 
peroxide has been observed by Schunk and Marchlewski. Since 
benzoquinonephenyldi-iminc is readily hydrolysed with loss of 
ammonia to benzoquinonepheny limine, NPK!C 6 H 4 !0, it appears 
probable that the anil is produced by condensation of this substance 
with aniline in dilute acid solution. Such condensation is shown 
to take place readily and at the atmospheric temperature in ethereal 
solution in the presence of a little acetic acid. A second possible 
mode for its formation consists in the hydrolysis of Bernstein’s 
anil ; dianilinobenzoquinoneanil is actually formed from this com- 
pound by the prolonged action of dilute hydrochloric acid, but 
not by acetic acid, so that its preparation in this manner during 
oxidative experiments in dilute acetic acid solution appears 
improbable. W. 

Formation and Properties of Dithioketones (R^S.S) and 
Dithio-ethers (R-SIS). III. Kovbrji Gosai Naik : m 
Mahadeo Pattatraya Avasare (T., 1922, 121, 2592— 2o95). 
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Thiocyanates and Tbiocarbimides. XV. The Nature of 
the Intramolecular Rearrangement of Thiocarbimidoacet- 
anilides. Arthur J. Hill and Erwix B. Kklsky (/ 

Cbm . Sum 1922, 44, 2357— 2369 ; cl A., 1920, i, 081 ; Bcckurts 
and Frerichs, A., 1915, i, /98, 799). Using the method previously 
described (foe. cit.), the authors have converted the chloroanilides 
used by Bcckurts and Frerichs ( loc . cit.) successively into the 
corresponding primary amines, dithiocarbarnates. earbethoxv- 
dithiocarbamates, and finally the thiocarbirnides. The hitter are 
so unstable that they rearrange immediately into normal 2-thio- 
hydantoins. That these were normal thiohydantoin* was shown 
by their conversion into the corresponding oxyhydantoins, which 
latter were also synthesised from the urethanes of the general 
formula NHRU0*CH 2 ‘NH*C0 2 Et. Further, it is shown that their 
melting points differ from those of the c^hydantoin* des-ribed l>v 
Bcckurts and Frerichs. Chloroaceto-p-chloroanilide reacts with 
alcoholic ammonia to give aminociceto-p-chloroanilide, 
C 6 H^C1‘NH-C0-CH 2 -NH 2 , 

m. p. 64° ; and the di-p-chlorophenyfamidc of diglycolawidic arid. 
{C 6 H 4 C1 , NH*C0*CH 2 ) 2 NH, m. p. 170 — 171°, according to the con- 
ditions. The first-named anilide by the action of ethyl chloro- 
formate is converted into the carbethozy- derivative, nn p. 19s : , 
and by the action of benzoyl chloride into benzoylami noarrfo.p. 
ckloroanilidc , m. p. 217 — 218°. Aminoaceto-p-chloroanilide reacts 
with carbon disulphide in alcoholic solution to give its dithio- 
carbamate , m. p. 155°, and the carbethoxy-derivative gives a 
dUhiocarbamate which is unstable and on distillation is converted 
into 24hiO'l-p-chlorophenylkydmfoin, m. p. 225 — 227° (deectmp.), 
which is also prepared by the action of mercuric chloride on amino, 
aeeto-p-chloroanilide ditliiocarbamate. This hydantoin gives 2-th io- 
1 -\)-chlorophmyl-A-henzyliden ehydantoin, m. p. 257°, and 2-benzyl- 
thiobl-p-cMorophcnylA-benzyliden ehydantoin, m. p. 176*5°. I-p- 
Chl oro phe nylhjdantoi n , m. p. 174°, was obtained either by the 
action of chloroacetic acid on the corresponding thiohydantoin or 
by the action of alcoholic potassium hydroxide on carbethnxv- 
aminoaceto-p-chloroanilide and yielded I-p 'cMorophenylA-hnr.ijb 
idcnehydantoin , m. p. 274°. 

A similar series of compounds has been prepared from chloro- 
aceto-p-anisidide and from chloroaceto-w-toluidide, as follows. 
Amin oacet.o-'p-anisidide, m. p. 98 — 99°; the di-p-anbsylamidc of 
diglycolamidic acid, m. p. 143°; the tri-p-am-sylamide of iriglycob 
amidic acid , m. p. 192 — 193°; carbethoxyaminoaceto-p-anisididc. 
m. p. 154°; aminoacetO'p-anisidide dithiocarbatnafe, m. p. 140 — Mo 
(decomp.), and its carbethoxy-derivative ; 2 dhio-\-p-anisylhydantoin, 
m. p. 207 — 209°; 1 - p -an isylhyda n toin, m. p. 208°; 2-^Afo-l-p- 
anisylA-benzylidenehjduntoin, m. p. 203°; 2-benzyUhiol - 1 -p-a?nsyb 
4- benzylidenehydanloin , in. p. 174°; 1 •p-amsylA-oenzylidevchydan - 
toin, m. p. 238°. 

Aminoaccto-m-toluiduh, m. p. 54j— 55°; the di-vn-ioly lamide of 
diglycolamidic acid, m. p. 136°; benzoylami n oacef o-ra-toluididc, in *p. 
186°; carbetb^xyaminoaceto-mdoluidide, m 4 p. 103°; aminoacelo- m- 
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toluidide dithiocarbamate, m. p. 138° (decomp.), and its carbeikoxv. 
derivative, m. p. 113° (decomp.); i-thio-l^kiylhydanloin, m . 
187° (decomp.); 1-m dolylhydantoin, m. p. 123 ; 2-tAto-l.m.f 0 y 
benzylidenekydantoi n , m. p. 183°; 2d)enzyl(hiol-\-m~tytyl4.i eiiz ^' 
idenehydantmn, m. p. 145°; 1-va-tolylA-bcnzylideyiehydantoin, ^ 
214°. 

The di-p-chlorophenylamide of diglycolamidic acid when wanned 
in acetone solution deposits a crystalline compound , m. p. 250— 
251°, which is apparently produced by the combination of two 
mol. of the secondary amine and one mol. of acetone. Th e 
diphenylamide of diglycolamidic acid gave a similar compomi 
m. p. 166 — 167°. W. G, 

The Mobility of Symmetrical Triad Systems. I. The 
Conditions Relating to Systems Terminated by Phenyl 
Groups. Christopher Kelk Ingold and Henry Alfred 
Piggott (T., 1922, 121, 2381 — 2389). 


5-Aminoacenaphthene . Karl Fleischer and Karl Schiuuz 
[Ber.y 1922, 55, [B], 3253— 3280).— An account is given of an 
extensive series of derivatives of 5-aminoacenaphthene. 

Reduction of 5-aminoacenaphthene in aqueous alcoholic solution 
by means of sodium hyposulphite leads to the formation of a 
mixture of 5-aminoacenaphthene, m. p. 108° (20%), sodium 
acenapkthykulphamate, C 12 H 9 ;NH‘S0 3 Na (about 50%), and 5-amino- 
acenaphlheneA-sulphonic acid , colourless needles which darken 
without melting at 270° (4%). The production of the sulphamate 
appears to take place in accordance with the equations : 
a 2 H 9 -N0 2 +2Xa 2 S 2 0 4 +3H 2 0=C 12 H„*NH*0H + 4NaHS0 a and 

CjjHg'N'.H'OH — C i2^9*^H ,S0 3^A “}~HrjO. Ifc 

aggregates of colourless crystals, decomp. above 235 after darken- 
ing at 200°. Acenaphthyl-Ssulphamic acid, C 12 H 9 'NH'S0 3 H, crys- 
tallises in slender, colourless needles, w r hich do not melt below 
270°; it is hydrolysed by boiling hydrochloric acid to 5-amino- 
acenaphthene and sulphuric acid. For the preparation of 5-amino- 
acenaphthene by the reduction of the 5 -nitro-compound the pro- 
cedure of Sachs and Moscbach (A., 1910, i, 726; 1911, i, 960) is 
modified in that the crude product of the reaction after removal 
of alcohol is boiled with hydrochloric acid and the base la subse- 
quently liberated by addition of ammonia to the solution; 
yield is 71% of that theoretically possible. . 

5-Araiaoacenaphthene is converted by concentrated P 
acid at 100° into a mixture of di- and tri-sulphomc acids; 
dilute acid (80%), under similar conditions converts t 
5-aminoacen apkthen c- ( ? )6-s ulphon ic acid, almost ■coot blackened, 
(the product is frequently amorphous) which b«*m 
without melting," at 300°. It couples with diazo ise a 

to yield the* compound, 

brownish-red powder with a ^ metal lie lustre. aaueous 

diazo tised by the addition of hydrochloric aci cn 

solution of its sodium salt and sodium nitrite,, and 
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a broTOiah^mctallfcl^!,. ** 

5-Ammoacenaphthene reacts with aldehydes in W r 1 ^ , i , 
solution to. give normal azomethines, of which tlm 

described : 5-benzylideneaminoacemphthene, C„H -VCHpT 8 T 

yeUow plates, m p. 67-68” ; 5-o '-nUrob^ymnli^m^lk,^ 
oblique, brownish-yellow prisms, m. n lgff>. a 
aminoacenaphthene, lemon-yellow needles m 'n l e L'' ' 
at 147”; 3-p -nitrcbenzyl^SeTallt afto 80 *ning 

yellow, rectangular plates,’ m. p. 1 26^- 1 28^^^ oXd " <w ? wa ^ / cwe » 

° C ^/ CU0W ’ rcctan guiar piaLetfr?^* 
93 , o-p-hydroxyben zyl iden mint noarm a vhfht n p V p|i, V 1 . 
platelets, in. p. 194—1 96” ; ^■p-^hoxybenzylUkneaminmceiiarA^a'r 
yellow, obhque prisms, m. p, 85— 86° • 5 r • r ™ ctna J ? nheh < > 

benzylideneaminoacen aphthm e C^.kCH^tOM^i’nirSf' 

slender, pale yellow needles, m. p 132—134° ? ! i X„ )& HXIIPh ' 
acmapUhene, minute, brownish-yellow 
The condensation of 5-ammoacenaphthene with the chlorides 

“ es iri 

Wecomnt SP 0 ?^ «En*r. pale brotn ^is m p ^ 
& dark f n “g at 295”, prepared from the amine and 

^ ny ‘| 10 f de ,n the presence of benzene ; omtodi-S-acmaphlhi/l ■ 
amide, colourless, slender rodlets, m p 274—97*5° a/w rk ~ ' 

jsrr.-s-g 

plates m p. ^^2 — 223 after shght previous softening ■ du-ihil 

" 4 r - “ i ~ : 

o-ihmethylam noacenaphthene is conveniently prepared bv the 
c°onc° nteS SHlphate 00 ^oaccnaphZi if^pL™ 

Df sTmnhlnc d l I 1160 " 3 -. “ dlUm acetate solution and removal 
ftheTr^ I 7 / 0 * 1 ?!' 1 monom *%l derivatives by treatment 
t Z»i!dn2 r?dU i ° f ^ re \ ction with benzenesulphonyl chloride : 
rystallises in colourless, rhombic platelets, m p 45—46° It 

rtIhl«S ra iw Ca > nary ' yel , loW ^y 8 * 418 ’ m - P- 172-174”, and a 
table methiodide, long, colourless needles, m. p. 177° • it could 

T, li aUa f d to , r °2 ct with Cth ^ bromide - 5-Diethylaminoaeenapkth - 
use’ of m mP’ is prepared similarly by the 

crv4.fi su 7 ] P hat f; J he corresponding pier ate, lemon -yellow 

arifi ih ’ m ‘ ?' |81 184 after previous softening (decomp, ]8t6°), 
^stable methiodide, m. p. 165-167° (decomp.), are dc- 
■ I he base is not affected by ethyl bromide at 100°. 
jj , * no p ecn aphth en e exhibits a marked tendency to form 
i + 7 envatives under conditions which in general lead only 
„ i , e the mono-compounds. Thus, with benzene- 

P °nyi chloride in the presence of potassium hydroxide solution 
.«? a ruixture of 5-benzen mulpionylaminoacenaphthen e, colour - 
8j rhombic platelets, m. p. 198 — 199° after darkening at 195°, 
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and 5’dibenzene$idphonyhminoacenaphthene f aggregates of colour- 
less prisms, in. p. 220° after previous darkening. The latter sub- 
stance is unaffected by concentrated, aqueous solutions of alkali 
hydroxides, but is converted by sodium ethoxide, dissolved in 
alcohol into the monobenzenesulphonyl compound. Similarly, 
toluene- p-sulphonyl chloride yields a mixture of ^olume^snlphonyi 
aminoacenaphlhene , pale yellow rodlets, m. p. 194 195°, and 
5-ditduene-Tp-sidphonylami7)oacenaphthe.ne, small, colourless pyr. 

amids, m. p. 215—217°, to a dark liquid. 5-Acelylmethykminv. 
aoenapkthene has m. p. 124 — 125°. 

The phenylation of the base could not be accomplished smoothly 
by treatment of it with bromobenzene and copper powder. On 
the other hand, it reacts with chloro-2 : 4-dinitrobenzene in boiling 
alcoholic solution to give 5-2 :4 -diintroaniliyioacenuphthene, cinna- 
bar-red needles, m. p. 177—178°, after previous softening and 
with picryl chloride to yield 5-2':4':6 'drmtroanilinoacenafkhene, 
dark red needles which soften at 230° and decompose at a higher 
temperature. 

A diazotised solution of 5-aminoacenaphthene couples with 
sodium (3-naphthol-3 : G-disulphonate with the formation of a 
reddish- violet dye and with sodium a-naphthol-4-sulphonate to 
yield an unstable compound. Reddish-violet dyes are also obtained 
from diazotised 5-aminoacenaphthene-6( ?)-suIphonic acid and 
ft. salt or sodium a-naphthoI-4-sulphonate, but the shades are not 
sufficiently pure to render them technically valuable. 

5-Aminoacenaphthene is converted by chloroacetic acid in the 
■presence of sodium acetate into 5-acenaphlhylglycine, 

F C T2 H fl -NH*CH 2 ’C0 2 H , 

plates, m. p. 210—212° (deeomp.). The corresponding potassium 

salt becomes carbonised w^hen treated with molten sodamide. 

H. W. 


The Preparation of ci/cfoHexanol. Anwik Brocket (Comph 
rend., 1922, 175 , 583—585; cf. A., 1914, i, 645).— Certain aspects 
of the reaction between hydrogen and phenol in presence of reduced 
nickel are dealt with. Values of the specific activity of nickel are 
given for a temperature range of 90°. The reaction should be 
carried out under pressure. No trace of a substance intermediate 
between phenol and cyrfohexanol was found The naeebaiiism of 
the reaction does not depend on the method of hydropnation, 
which mav be effected in either the liquid or vapour phase. » 
the latter" ease, formation of ryefolioxene cydohexane, and cyclo- 
hexanone may occur, but this is avoided by working at ^lw 
temperature Is possible. It is advisable to .work h dW 
5% of the catalyst, as repeated use causM the mcW t d 
considerably in activity, although such used me t 3 ^ 

to be of almost full activity if used for hydrogenation^ £ 
cinnamate. . , 

The Action of Bromine on Nit rophenol^uIp^“ c 23 
-snlphocarboxylic Acids. Luklid SakelmmosI 
55 , [B], 2846 — 2853).— A series of instances has b 
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w‘4S%sr - >**« n to . 

Potassium o-nitrophenol-4 : 6-disuIphonate 

(cf. Charnofand Pratt, 2 A°, m^if 6«/ 2 if obti : n ■.! p 
by dissolving phenol in fuming sulphuric acid (■>( ■'' W . nv , fmen ‘ 1 y 
product with nitric acid (85%) and sulphuric icid'w^dilnt^ 
the mixture with water, and nreemitatin* +v. t - 0 '’ (ll!,ltln g 
addition of potassium ’,uJk3fi& £ k K by th ‘ 

and hydrochloric acid or by concentrated 8 1 U j ^ J y zinc 
solution to potassium 

NH 2 *C 6 H 2 (OH)‘(SOoH)(SO,K) H 0 An n. ' ' ^[^onale, 
potassium salt of the nitro-acid is^onverted^bvhm,^ Ut i° n " f I 1 ' 1 ' 

glacial acetic acid into potassium 2-hromo 6 niVr^ Ti^T'r' 1,1 
and 4 : 6-dibromo-o-nitrophenol, m. p TlJ T 
the potassium salt is established bv the nb<irm’ f l 0,l f tltutl0n °f 
formed by further bromSoninto ^ 

and by nitric acid into 2 : 4-din?tro ^ 

According to Datfca (A., 1921 i 3311 th P 1 ] 8 ‘ 

phenoI-4-suiphonic acid yielifa ’4:6^^^"- 
however, only one molecular proportion of bromine is used 
o-bromophenol^-sulphonic acid is obtained. The l«t<u’ k t 
reduced by zinc dust and hydrochloric acid to? V • 
phendA-sulphmic add, colourless cmtols ^romo-G-mmuo. 

Potassium 2: 6-dinitrophenoI.4.sulphonatc is converted hv 

brommation into 4-bromo-2 : 6-dinitrophenol, m. p 78» (lie n n 
856 recorded in Richter’s Lexicon is incorrect). P P ' 

JST t V Og ? ^n^Plwalicykte is converted hv 
bromin .n a simdar manner into 4 : 6-dibromo.2-nitrophe 1 .ol, 
iha L ;■+ , P ot . a f lll m O-bromo-o-nitrophenol-4-suIphonate 

, tLTTSr ° { whlch L establishe(i by its further conversion 
mto 4 6-dibromo-o-nitrophenol and 6-bromo-2 : 4-dinitrophenoI 

5sulnho r ” 3 , P , hOSal !? yl,C aCid is therefore shown to be G- 

o-sulpho-o-hydroxybenzoic acid. jj 

of 1 aSSSSSL 01 £*- P^-balogen Substitution Products 

ot Monohydnc Phenols. AKTrBy.GESELLSCH.m- Amlin- 

tf <W T P-H.-P. 349794 ; from Chem. Zeutr., 1922. iv l.h ; 
191R h i 91 C B° ^oMendorf, A., 1915, i, 074; Holleman, A.. 
nrodi'i el snf ’ I’ — ^ r '' an( i poly-halogen substitution 

under ii ar °matic hydrocarbons are heated at high temperatures 
hnmnd* 638,116 , ab:a li hydroxides and methyl alcohol, or its 
« r ^thout addition of other solvents. For 
Wriri m A j * * i J ;tetrachIorobenzenc is heated with sodium 
fnV 7 and m ^ thyl alcohoI > ^th or without addition of pyridine, 
hvrten -j Sev , en T ^‘I >llrs a t 160° under pressure, or with potassium 
h i anf J aIcoho1 for about ten hour3 at 200°„or with potassium 
wW r 1 e *? 1 / am y lal cohol for sixteen hours at. 200° under pressure ; 
n^rif ^ ^ ' * : ^triehlorophenol is obtained ; it forms lustrous 
D 1 2:4: 5-7ribromaphenol is similarly pre- 

r > L: o-DichlorophenoI, from 1:2: 4-trichlorobenzene, sodium 
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hydroxide, and methyl alcohol, has b. p. 211°, m. p. 58°. 
of polybromonaphthols may be prepared from mixed polybr C 
naphthalenes by similar means. q ^°- 

Diphenylphosphoric Acid [Diphenyl Hydrogen Pkosphat 
a Reagent for the Amino-group. A. Bernton f Be/ X 
55, [B] y 3361 — 3365). — Attempts to cause diphenylpho^h • 
chloride to react with copper glycine suspended in benzene 
unsuccessful, but the addition of a little water to the mixt^ 
resulted in the separation of glycine, diphenylphosphate ure 

P0(0Ph) 2 -0H,NH a -CH 2 -C0 2 H, 

large, quadratic plates, m. p. 177—178°. The acid reacts with 
other amino-acids in aqueous solution, giving salts which crystal]' 
in matted needles resembling cotton wool. The following ^ 
described : alanine diphenylphosphate, m. p. 193°; leucine divlmvl 
' nhsifi'nhfiJ.P m n 217° * nlvf/i.mivp di/nhpnnJnr>l)fu>/n7 i s,i n 


m. p. 217"; glutamine diphenylphosphate , m. p 137"! 
glycylglycine diphenylphosphate , m. p. 178°. Methylamim dipkJ 
phosphate crystallises in thin, transparent plates, m. p. 78— 79°' 
eihylamine diphenylphosphate forms small, colourless crystals m * 
126°, whereas ammonium diphenylphosphate has m. p. 130°’ fjj’ 
acid, according to observations with acetamide and benzamide 6 
does not appear to react with amides. 

Diphenylphosphoric acid (+2 aq.) is most conveniently pre- 
pared by gradually adding diphenylphosphorio chloride to an 
aqueous solution of sodium hydroxide and subsequently warming 
the mixture on the water-bath, whereby the sodium salt (-f 5H 0) 
thick plates which melt at 70° in their water of crystallisation, is 
obtained ; the free acid is precipitated by the addition of hydro- 
chloric acid to an aqueous solution of the sodium salt. Silver 
diphenylphosphate has m. p. 213°. jj y 


The Auxiliary Valency of the Hydroxyl Group. I. Hass* 
Reihlen ( Z . anorg. Chem„ 1922, 123, 173— 195).— The author 
reinvestigated the complex salts of pyrocatechol and its derivatives. 
He finds that the co-ordinated complex contains a water molecule, 
and that the reactions are only explained by assuming the co- 
ordination number to be four, and not six as suggested by Weim 
land (A., 1914, i, 553). Thus the complex with iron as central 
metal is given the formula [Fe(H 2 0)(0*C s H 4 -0) 3 ]''\ Besides the 
two spheres (inner and outer, non-ionic and ionic), the author 
sugg^ts a sphere between the two — non-ionic, but at the same 
time not under the full influence of the central atom. For example, 
in Grigi lard’s reaction for the formation of 

the allyl group is only loosely held but is non-ionic. Co-ordination 
is shown to depend, not only on the central atom, but also on 
the character of the negative groups. It is also shown that a 
hydroxyl group attached to the benzene nucleus loses its power 
of exerting auxiliary valency if its hydrogen atom receives ionic 
properties. W.T. 
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The Auxiliary Valency of the Hydroxyl Group. The Com- 
plex Salts of Substituted Pyrocatechol. Hans Reihlen and 
Adolf Sapper (Z. anarg. Chem., 1922, 124, 275-288).- -Several 
comply salts with catechol and its derivatives are prepared; in 
these the author holds that the eo-ordination number is four irre- 
spective of the nature of the central atom. To explain the form- 
ation of the compound, the author assumes that the four groups 
are arranged at the comers of a tetrahedron around the central 
atom. The preparation and the properties of the following com- 
pounds are described, tCu 2 (C 7 H 4 0 s ) 4 (H20yNa 4} 7H 2 0. 
fen 2 (C 7 H 4 0 8 ) 4 ,H a 0)JNa 4 ,18lL0. [Ni(C 7 H 3 0 4 ) 2 (H 2 0) 2 ]Xa 4 . 1 SH.,0. 

L 2 7 [Ni,(0‘C fi H 3 0'C0 2 Et) 4 (H 2 0) 2 ]Na 4 ,25H 2 0. 

[Ni|(C7B[ 4 p3)]o(07H 4 O s a OH)H l OJNa Ul 45H20. 

[Ni 5 (C7H 4 O3)iQ(C 7 H 4 O2*OH)(OH) 4 ]Na 12 ,50H 2 O. 

[Cd 6 (C 7 HA) 12 (C 7 rf 4 0 2 *0H)]Na 13 ,54H 2 0. 

This cadmium compound is given a cyclic structure. \V. T. 


The Constitution of Resorcinol and some of its Derivatives. 
Ren£ Fabre (Ann. Ckim., 1922, 18, 49— 116).— The ketonic 
character of resorcinol, shown by Herzig and Zeisel from a study 
of ethylresorcinols (A,, 1891, 75), was confirmed from the mole- 
cular refraction of the tetraethyl derivative. Ethylation of 4-chloro- 
resorcinol results in the formation of a mixture of diethyl and 
triethyl derivatives, and in the latter (4-chIoro-2 : 2-diethyl- 
resorcinol ethyl ether) only one of the ethyl groups is present, as an 
ethoxy-group, the resorcinol behaving partly as a phenol and partly 
as a ketone. An isomeride of this substance is obtained by the 
action of sulphuryl chloride on triethylrcsorcinol. Attempts were 
made to obtain other derivatives in which resorcinol functions as 
a ketone (cf. Fuchs and Eisner, A., 1920, i, 545); these were un- 
successful. A study of nitrosoresorcinols showed that the nitroso- 
group enters in the 2-position if the 4-position is already substituted. 
Sodium resorcinoxide combines directly with carbon dioxide, giving, 
under a pressure of six atmospheres at 115 — 120°, 85% of the 
theoretical yield of sodium (3-resoreylate (cf. Kostanecky, A., 1886, 
242). Similar attempts at fixation of carbon dioxide with 4-chIoro- 
resorcinol showed that, as with the nitroso-derivatives, the fixation 
occurs in the 2-position if the 4-position is already substituted. 
The condensation of resorcinol with benzaldchyde was effected in 
acetic acid solution, yielding a crystalline product, benzylidene- 
resoreinol, which is soluble in alcohols of high boiling point. The 
substance gives an acetyl derivative of the formula (C 17 H 14 0 4 } 2 , 
and the inference is drawn that its formula is ; a study 

of analogous condensation products previously obtained (Lieber- 
marm, Lindenbaum, and Glave, A., 1904, i, 443 ; Pope and Howard, 
T, 1910, 97, 78) shows it to be similar to these, although a 
crystalline product had not been prepared. Stjuctural formula? 
for this and the analogous substances obtained are suggested. 
Benzaldehyde does not react with tetraethylresorcinol, but with 
the triethyl derivative* condensation occurs; this appears to 
jindicate that the aldehyde is linked in the para-position with 
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respect to one of the hydroxyl groups. Condensation 
obtained from resorcinol with xanthydrol confirm the 
elusion that the most easily replaceable hydrogen atom is 
which occupies the 4-position, and thus is in the para-position Jut 
respect to hydroxyl ; di-substitution takes place in \p e 2 ^ 

4- positions. Although in some cases resorcinol behaves jus a keto 
in the majority of instances it reacts as a phenol; the foiw 
type of reaction occurs in the case of condensations effected 
in presence o! sodium methoxide> and the replaceable hydrogen ‘ 
then that which is linked to the carbon atom situated between the 
two carbonyl groups. 

The following substances do not appear to have been previously 
described. i-Chloro-2 : 2-didhylresorcinol 3-ethyl ether, colourless 
needles, m, p. 25°. 4-Chloro-2-nitrosoresorcinol, yellow plates 

3- Chloro-2 -A-dihydroxybenzoic acid , colourless needles, m. p. 203°. 
Z-CUoro-2 : 6 -dihydroxy benzoic acid , colourless crystals, m. p. 215^ 
216°. 2 : i-Dihydroxy-3-xantkylbenzoic acid, colourless crystals, 
turning red and softening without melting at 200°. Acdylbmzy!- 
ideneresorcinol, colourless, prismatic needles, m. p. 3G4 — 366. 

4- Benzylidene -\ : 2 : 3-triethylresorcind, colourless needles, decompose 
on heating. Vanillideneresorcinol, pale rose crystals, from acetic acid, 
colourless needles, from benzyl alcohol, decompose on heating; 
acetyl derivative, m. p. 323°. Piperonylideneresorcinol, needles 
turning pink on exposure to light, resinify on heating; acetyl 
derivative, m . p. above 370°. 4 -Xanthylresorci rwl, colourless needles, 
m. p. 178—179° ; diacetyl derivative, m.p. 242—243°. 2:4- 


resorcinol , colourless needles, m. p. 255 — 257°; diacetyl derivative, 
ra. p. 262— 263°. 4-Xanthyl-l : 2-diethylresorcinol 3-ethyl ether, colour- 
loss crystals, m. p. 201 — 202°. <i-Nitroso-2-xanthylrmrcind, bright, 
dark red crystals, m. p. 212°. 2- 1 Y itrosoA-xanlhylresorcind, golden- 
yellow, hexagonal crystals, m. p. 295—296°. i-Cfdoro-2-xanthyl 
resorcinol , colourless crystals, m. p. 215°. Xanihylquinol, pale 
greenish -yellow crystals, m. p. 215 — 216°. 2 : 3-Dixanthylquijid, 
colourless crystals, m. p. 231 — 232°. 3-CMoro-2-m nlhylyuinol, 
colourless crystals, m. p. 230 — 237°. XanthylpyrocatecM, yellow 
crystals, m. p. 205 — 206°. 4 : 5- Dixanthylpyroccitechol, colourless 
crystals', m. p. 235—236°. 4 - Ch loro -3 -xa nthijlpyroca techd, colourless 
crystals, m. p. 224 a . H. J. E. 

Univalent Oxygen. I. Stefan Goldschmidt ( Ber ., 1922, 
55, [B], 3194— 3197). — If a solution of guaiacol in ether is treated 
during a few minutes with a large excess of lead peroxide at a low 
temperature, a very unstable green or bluish-green solution 
obtained which exhibits the properties to be expected of a r ce 
with univalent oxygen. It is completely insensitive tom* 
oxygen. It is immediately decolorised by quinol, phenymy ’ 
or a solution of, triphenylmethyl in benzene. It does not 
with nitric oxide. When cooled to -80°, the solution 
much lighter in colour. The further investigation of t 
and the isolation of any radicle whilh may be P 
^eredvaweedingly difficult by its great instability. % 
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titative oxidation with phenylhydrazine shows that only a small 
fraction of the ' guaiacol has been oxidised in the direction 
indicated. 

Similar observations are made during the oxidation of quinol 
monomethyrether. The solutions are pure blue in colour and 
extraordinarily unstable. The change of colour with alteration in 
temperature is more pronounced than with guaiacol solutions. 
Under similar conditions, o-cresol gives a blood-red, x-naphthol a 
blue-red, and JJ-naphthoI a pale green solution. 

It appears reasonable to assume that the blue oxidation 
products of guaiacol and quinol methyl ether are formed by the 
removal of the hydrogen atom of the hydroxyl group, thus 
MeOCJf 4 ‘0“. This view, however, does not appear to bo tenable, 
since the reduction product of oxidised guaiacol, after removal of 
guaiacol, can be re-oxidised to the blue substance. The consti- 
tution of the compound is still under investigation. H. W. 


Univalent Oxygen. XI. Phenanthroxyls. Stefan Gold- 
schmidt and Walter Schmidt (Ber., 1922, 55, [B], 3197 -3215: 
if, preceding abstract). — Phenanthraquinol monomethyl and mono- 
2 thyl ethers are readily oxidised to colourless substances which arc 
insoluble in alkali hydroxide and arc distinguished from the parent 
material by containing one atom of hydrogen less in their molecule. 
They form greenish-yellow solutions which gradually darken when 
preserved. The occurrence of radicle dissociation is established 
by the failure of the solutions to obey Beer’s law and by the depend- 
ence of molecular weight on dilution. The present cases of dis- 
sociation are distinguished by the long period which is necessary 
for the establishment of equilibrium which can be followed by 
periodical determination of molecular weight; constancy of the 
latter and of the colour of the solutions is attained simultaneously. 
The process is complete in about tw'O and a half hours and in 
jy/100-solution at the atmospheric temperature about 37% of 
the methyl and 62% of the ethyl compound is dissociated into 
radicles. The constitution of the compounds is discussed in detail, 
and the authors draw the conclusion that the bimolecular products 
are to be regarded as 9-alkoxy(acyloxy)-10-phenanthryl peroxides, 
;V«H 4 -C OR RO — yC 6 H 4 jj, c imimofecnlar substances as 

C.H.-C— 0 0—OC.H. 

mi CH *C’OR 

9-alkoxy(acyloxy)-10-phenanthroxyls, q 6 jj 4 ,(%() ‘ 

Phenanthraquinol monomethyl ether, co ^ our ^ 

aggregates of small needles, m. p. 103° after darkening at 92 , is 
Jbtained in small yield by the action of methyl sulphate ana 
wtassium hydroxide on phenanthraquinol in the complete absence 
if air. The corresponding monoethyl ether (+EtOH) is prepared 
lonveniently by the addition of finely divided phenanthraqumone 
» an ethereal solution of* zinc ethyl. * The preparation o c ®, , • , 
pethyl compound by a corresponding alteration of t is 
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docs not appear to be practicable ; the course of the change is not 
very obvious, but the ultimate product is phenanthraquinol dimethyl 
ether needles, m. p. 87°. Phenanthraquinol monoacetate, colour, 
less needles, m. p. 170° (decomp.), is obtained conveniently by 
short treatment of the quinol with hot acetic anhydride. 

Oxidation of the monomethyl ether dissolved in aqueous potass, 
ium hydroxide solution by means of potassium femeyanide gives 
%methoxy-\0-phenanthryl peroxide, almost colourless crystal, m. p. 

165° {decomp.), to ft pale brown mass. The substance combines 

with triphenylmethyl in benzene solution, but the additive com. 
pound shows little tendency to crystallise, and is identified by 
hydrolysin'' it with dilute sodium hydroxide solution to tnphenyl- 
carbinol and the original ether. It is reduced by the action of 
zinc dust and glacial acetic acid on its solution in ether to phen- 
anthranuinol monomethyl ether, m. p. 102—103 , and converted 
slowly by oxygen in the presence of benzene to phenanthraquinone. 
It does not react with nitric oxide. ... 

Phenanthraquinol monoethyl ether is converted by potassium 
ferricyanide in the presence of aqueous potassium hydroxide 
solution or by lead peroxide in the presence of ether and anhydrous 
notassium carbonate into Q-etlioxy-\0-phemnihryl peroxide, almost 
colourless aggregates of needles (+2C 6 H 6 ), m. p. 138“ (deoomp.). 
It unites with triphenylmethyl, and the additive compound is 
hydrolysed (as in the case of the methyl compound) to triphenyl- 
carbinol and phenanthraquinol monomethyl ether. It is reduced 
by zinc dust and glacial acetic acid, phenylhydrazine, quinol, or 
hydriodic acid to phenanthraquinol monoethyl ether; with the 
reagent last-mentioned, the reduction is practically quantitative. 
The radicle, when dissolved in benzene, is slowly converted by 
oxygen into phenanthraquinone and ultimately into diphenio acid. 
It does not react with nitric oxide. It immediately decolorises a 
solution of bromine in chloroform, by which it is converted mto 
nhenanthraquinone. It docs not react smoothly with poteium 
in the presence of benzene, since the metal is only superficially 
attacked. With potassium phenyl diphenylyl ketone the green 
solution is rapidly decolorised with formation of the potmium 
salt* which is decomposed with production of the pure ethyl ether. 

Phenanthraquinyl monoacetate, suspended m “hydrous i rt , 
is oxidised by lead peroxide to a compound, C 32 H ,,( 8 , coiourles. , 
rhombic crystals, m.p. 208-209“ (decomp.). Its sototom j 
are colourless, even when warmed. In boiiiDg 
benzoate a yellow colour is observed which is due to decompoanom 
The substance does not react with phenylhydrazine m thep ^ 
of chloroform. ’ , 

Chlorination of Benzoyl Chloride. I. Edward Hopl 
George Clifford Riley (T. } 1922, 121, 2510—2527). 

Dealkylation of Mixed Secondary Bases ; by Phosp oris 
Chloride. Julius von Braun and Jose * f t | ie alkyl 
19^2, 55, r Bl 3165-3170).^The relative aftaty °f " 
groups for nitrogen has been determined for the 
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NHRiK 2 — > HRWOOFh NRW-CCl 2 Ph RiCl-f 

NR 2 ;CClPh-> RK^l+NHgR 2 . The series may be arranged in 
the sequence: benzyl, methyl, ethyl, propyl, n-butyl; so, for 
example, benzylmethyiamine yields methylamine. It is remark- 
able that thd order is precisely the same as in the cyanogen bromide 
reaction which is effected at 0°, whereas the present change is 
carried out at about 140°. 

Benzomethylbenzylamide, m. p. 44° (cf. Lander, P., 1903, 19, 
45), is converted by phosphorus pentaehloride at 110° and sub- 
sequent treatment with water into benzyl chloride and benzo- 
methylamide, b. p. 164 — 165°/15 mm., m. p. 80°. Benzomethyl- 
ethylamide, b. p. 163 — 165°/27 mm. (cf. Titherley, T., 1001, 79, 
407) at 140° yields methyl chloride and bcnzoethylamide, rn. p. 
68°. Benzoethylpropykmide- , b. p. 158 — 160°/12 mm., gives ethyl 
chloride and benzopropylamide. 

When propylamine is treated with bcnzenesulphonyl chloride, the 
resulting amide is converted by ft-butyl bromide into benzene - 
wtlphanpropyl-n-butylamide, S0 2 Ph*NPrC 4 H 9 , a colourless liquid, 
b. p. 202 — 204°/12 mm.; this is transformed in the usual manner 
into propyl-n-butylamine, b. p. 134 — 135° (i hydrochloride , m. p. 
255°). Benzopropyl-iL'butylamide is converted by phosphorus penta- 
chloride at 150° into propvl chloride and benzo-n-butylamide. 

H. W. 

Preparation of a Basic Aluminium Salicylate. Societe 
Chimique des Usines du RhOne (D.R.-P. 354698; from Chem. 
Zentr., 1922, iv, 377). — A basic aluminium salicylate of the formula 
0H-C 6 H 4 -C0 2 -A1(0H) 2 is obtained by mixing aluminium hydroxide 
with salicylic acid, if necessary, with the application of heat. The 
product is a colourless or slightly red powder. It is distinguished 
from the normal salt by its stability in the presence of water and 
dilute acids and on warming. G. W. R. 

Derivatives of Dulcin. Paul Hermann (. Annakn , 1922, 429, 
163 — 174). — S-Carbainido-G-niethoxybenzoic acid has m. p. 187— 
193°, and is soluble in 125 parts of hot [ \ boiling] water or 400 
parts of water at 15°; the solution has a sour taste. The. e/%/ 
ester melts at 191 — 192°. 3 - Thiocarbam ido-6-methoxy benzoic acid, 
m. p. 205 — 206°, is insoluble in cold water, and has a faintly sour 
taste. S-Carbamidc-^ethoxybenzoic acid forms colourless, small 
needles, m. p. 195—196°, soluble in 40 parts of hot water and in 
660 parts of water at 15°, and has a faintly sour taste. Its ethyl 
ester, m. p. 179-5— 180-5°, has a bitter taste. 2-Thiocarbamido- 
§-eihoxybenzoic acid forms needles, m. p. 182 — 183\ and is soluble 
in 90 parts of boiling water ; it has a feebly sour taste. 4-Car b- 
amido- l-dhoxynaphlhalene forms small needles which sinter at 
205—207°, m. p. 264—265° (decomp.); it has a bitter taste. 
4 -Thiocar^mido-l-etkjxy naphthalene has m. p. 210-5 211-5 , and 
has a very bitter taste in alcoholic solution. These substances are 
all formed by the actioti of potassium cyanate or ammonium thio- 
cyanate on the appropriate amine. 3 : 3 -Carbamidebis-Q-metht>xy- 
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benzoic acid is obtained when methoxyaminobenzoic acid, is heated 
with carbamide. It has m. p. 243° (decomp.). ♦ C. K. I. 

Anhydrides of AT-Carboxylic Acids. Friedrich Fuchs (Ber., 
1922, 55, [B] t 2943). — In connexion with the recent observations 
of Curtius and Sieber (this vol., i, 721), it is pointed out*tRat phenyl- 

glycine anhydride, NPh<C^^^, can be obtained in good yield 

by the action of carbonyl chloride on a cold, alkaline solution of 
phenylglycine. With aniline and alcohols, it gives the anilide and 
esters of phenylglycine. The jV-carboxylic anhydride derived from 
p-tolylglycine is more stable and better adapted to further inves- 
tigation than the lower homologue. H. W. 


The Resin Acids of the Coniferce. V. The Nitroso- 
chloride, Nitrosite, and Nitrosate of Pinabietic Acid and 
Abietic Acid [Levy]. Constitution of Abietic Acid and 
Abietine. Ossian Aschan [with Nils Foktell and P. E. 
Simola (Ber., 1922, 55, [£], 2944—2959; cf. this vol., i, 221, and 
previous abstracts).— Pinabietic acid has been isolated from pine 
oil and characterised as a homogeneous substance by Aschan and 
his co-workers (A., 1921, i, 669); its constitution has been estab- 
lished except for certain details by Virtanen (A., 1921, i, 669). 
The acid is very similar to the abietic acid of Levy (A., 1907, i, 
947 ; 1910, i, 11) and Johansson (A., 1920, i, 232). The two acids 
give nitrosochlorides, nitrosites, and nitrosates which are most prob- 
ably identical, and also the same colour changes in Liebermann's 
cholesterol reaction. It is therefore most probable that the acids 
are structurally identical. Certain differences are, however, 
apparent in their optical properties (as will be shown later) so 
that the possibility of stereoisomerism is not excluded. The 
strongest argument against the structural identity of the acid3 lay 
in the observation of Levy ( loc . cit .) that abietic acid is converted 
by cold potassium permanganate into a well-defined tetrahydroxy- 
acid, C 19 H 29 (0H) 4 -C0 2 H, of high melting point, whereas the similarly 
prepared product from pinabietic acid is a crystalline, apparently 
saturated, monocarboxvlic acid of low melting point (the details 
of which will be given later). Repetition of Levy’s experiments 
has failed to yield the tetrahydroxy-acid, which is presumed to 
have owed its origin to associated silvic acid. Levy s abietene 
and Virtanen ’s pinabietene must also be regarded as structurally 
identical 7 : 13-dimethyl-2-isopropyl-5 : 6 : 7 : 8 : 9 : 1 0 : 13 : 14-oc - 
hydrophenanthrene. For the parent hydrocarbon the name 
octalin is proposed, on account of its similarity t-o tetrahn [ 

hy [W?hNius FoNTEt-r, and P. E. SmoLA.y-Pimbkticacidn^ 
chloride, H0-.\:C 19 H 28 CI-C0 2 H, is prepared by Pf s ‘"g 
chloride into a solution of pinabietic acid and ethyl a ”f‘ ^ ous 
in glacial acetic acid. It crystallises in lustrous, v ry 
needles m. p. 144—140°. (The sodium salt is described.) B ■ 

converted by a boiling ^'“^^^'"icoV^Lownisb-yall^ 
mtef oximinojntiabietic acta, HO J*,L 11} rl 27 w 2 n, 
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powder, deaomp. about 130° after incipient softening at 120°. The 
nitrosUe of pinabtdic acid , q^,q^Ci 9 H 28 *C 0 2 H, is obtained by 

the gradual addition of concentrated hydrochloric acid to a solution 
of pinabietitf acid in benzene which is floating on an aqueous solu- 
tion of sodium nitrite; it is a colourless, voluminous, crystalline 
powder which softens at about 75—76° and is generally completely 
molten at about 120 — 130°. Pinabietic acid nitrosate, a voluminous, 
yellow powder, decomp. 72—73°, is prepared by the gradual addition 
of concentrated nitric acid ( d T4) to a well-cooled solution of pin- 
abietic acid and amyl nitrite in glacial acetic acid. 

The following compounds are prepared from abictic acid obtained 
from American colophony by Levy’s method; the specimen used 
was not quite homogeneous, having m. p. 167— 170° instead of 
181—183°. Nitrosochloride, m. p. 140°; nitrosite, which softens 
and evolves gas at 76°; nitrosate, a yellow powder which softens 
at 72°. The melting or decomposing points of these substances 
are unchanged by admixture with the respective corresponding 
compounds derived from pinabietic acid. 

Further work (as yet unpublished) makes it probable that pin- 
abietic and abietic acids are completely identical. if. \V. 

Attempted Synthesis of Norpinic Acid. Kanai Lal 
Ganguly (J. Indian Inst. Sci., 1922, 5, 23— 28).— Verification of 
the structure of norpinic acid by synthesis is of importance on 
account of its close relationship to pinene and the products derived 
therefrom. An attempt was made to synthesise norpinic acid by 
condensing ethyl ay-dibromo-PP-dimcthylglutarate, 
CMe 2 (CHBrC0 2 Et) 2 , 

with methylene bromide or iodide by means of sodium in benzene. 
A very small amount of crystalline product, m. p. 172°, which 
might have been cis-norpinic acid, was obtained, but the experiment 
cannot be regarded as successful. E. H. 11. 

Condensation of certain Nitriles and Various Polyhydroxy- 
phenols to form Phenolic Acids. Wilson D. Langley and 
Roger Adams (J. Amer. Ckem, Soc ., 1922, 44, 2320—2330).— 
Unlike chloroacetonitrile (cf. Sonn, A., 1918, i, 31), p-chloropro- 
pionitrile does not condense normally with resorcinol. In dry 
ether in the presence of anhydrous zinc chloride and hydrogen 
chloride, (3-chloropropionitrile and resorcinol give first a white solid, 
which probably has the annexed constitution. This reacts with 
water, giving p-2 : 4 -dihydroxyphenylprop- 
ionolactone, m. p. 132 — 133°, which on 
further heating with water was* converted 
into the acid, m. p. 165° (Hlasiwetz, An- 
mlen, 1866, 139 , 102, gives m. p. 110°, de- 
comp.). If the acid is boiled with excess. of 
acetic anhydride, fi-Z-hjdroxyA-acetoxyphenylprop wnoktdone, m. p. 
112°, is obtained. Acrylonitrile may be used instead of (3-chloropro- 
pionitrile in the above condensation.* (3-2 : 4-Dime thoxyphenylpro - 
pioni<*acid, m. p. 102*5— 103*5°, was obtained by the direct methyl- 


HO/ Y \c;nh,HC1 

\A/ ch ° 

CH„ 
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ation of the dihydroxy-acid, and by the action of butyl nitrite the 
dihydroxy- acid gave [3-5-?wf roso- 2 : 4 -dihydroxyphenylpropi OJl<) 

lactone, m. p. 147*5 — 148®. Resorcinol monomethyl ether and 
(5-chloropropionitrile gave $-2-hydroxy-4^methaxyphenylpropioriic 
m. p. 138 — 139*5°, together with the lactone , and tho ILitrik, m D ' 
126*5 — 127*5°, as intermediate products. The suggested mechanise 
of the condensation of resorcinol and of [3-chloropropionitrile is 
follows : 

ho/Noh ho/Noh 

IICHj-CHj-CN “► 

0 

Ho/NhO . HO( / \- /N )C : NH,HCl • 

I^^!ch 2 -ch 2 -cci:nii • 

ch 2 

Under similar conditions, orcinol gives with p-c hloropropio (litrile 
or acrylonitrile (3-3 : 5-dihydroxy-o4olylpropwnolacione , m. p. 14 ft_ 
141*5°. Similarly, phloroglucinol gives [3-2:4: 6 -trikydroxypknyl 
propionolactone , a viscous oil. 

Resorcinol and y-chlorobutyronitrile react in dry ether in the 
presence of zinc chloride and hydrogen chloride to give y-2 : 4 
hydroxyphenylbutyric acid , m. p. 118*5—119°, and in this case the 
lactone could not be obtained. W. G. 

Preparation of Sodium and Potassium Phthalimide. 

Dalziel Llewellyn Hammick and George Hazlewood Locket 
(T., 1922, 121, 2362—2363). 


Derivatives of Amino-aldehydes. Erich Radde (Rer., 1922, 
55, [B], 3174 — 3179). — A number of attempts are recorded to 
prepare amino-aldehydes of the aliphatic series by the reduction 
of amino-acids in which the basic group is protected by the presence 
of the phthalyl radicle ; complete success, however, has not been 
attained. 

Phthalimino-a-hydroxypropionic and -butyric acids lose carbon 
dioxide when heated with sulphuric acid, but an aldehydo-compound 
cannot be isolated from the resinous substances which are produced 
(Gabriel, A., 1907, i, 625; Gabriel and Colrnan, A., 1908, i, 274); 
the use of phosphoric acid, thionyl chloride, or hydrochloric acid in 
place of sulphuric acid does not lead to improved results. 

Phthalylglycylanilide, C 8 H 4 0 2 :N-CH 2 -C0*NHPh, aggregates of 
needles, ra: p. 227°, is converted by phosphorus pentachloridc in 
the presence of benzene into the corresponding chloTO-comfoum, 
C 8 H 4 0 2 :N-CH 2 -CC1:NP1i, needles, m. p. about 90°; reduction of tbe 
imjno-chloridc with stannous chloride according to the 
Sonn and Muller (A., 1920, i, 58) does not give an aldchyoo- 


compound. . . .. 0 ; 

The action of hydrocyanic ,acid and pyridine on a soiuu 
phthalylglycyl chloride in anhydrous ether gives the comjm > 
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C 8 H 4 0 2 :N-GH(C0-CN)*C0*CIL*N:C 8 H 4 0 2 , needles, m. p. 203*^- 
205-5° (decomp.), instead of the expected phthalylglyeyl cyanide 

Attempts to convert phthalylglycylanilide chloride into the corre- 
sponding amidine or to reduce phthalylglyeyl esters to aldehydes by 
sodium amalgam in acid solution were unsuccessful. 

Pkhalylglycyfomde , C 8 H 4 0 2 :N*CH 2 *C0*NH 2 , needles, m. p. 257°, 
is converted by thionyl chloride or, preferably, by distillation with 
phosphoric oxide into pMhalylglycykmitrile , C s H 4 0 2 !N*CH 2 -CA T , four- 
sided plates, m. p. 124 — 126°, which can also be prepared from 
chloroacetonitrile and potassium phthalimide at 120°. The nitrile 
could not be converted into the corresponding imino-ether, from 
which it might have been reduced t-o the aldehyde according to 
the method of Heale {A., 1905, i, 490). 

A solution of phthalylglyeyl chloride in toluene is reduced by 
hydrogen in the presence of palladised barium sulphate and 
“ sulphured ” quinoline in accordance with the procedure of Rosen- 
mrnid and Zetzsche to phikalimidmcetaldehydc, C 8 H 4 0 3 :X*CH.yCH0, 
needles, m. p. 113 — 114*5° ( phenylhydrazone , yellow needles, - m. p! 
163—165°; oxim , clusters of needles, m. p. 166—168°; semi- 
carbazone, needles, m. p. 233—244°). The hydrolysis of ’phthal. 
imidoacetaldehyde is invariably accompanied by the* liberation of 
ammonia. a-Phthalimidopropionyl chloride is similarly reduced to 
a.phtMimidopr&paldehyde, C s H 4 () 2 :N*CHMe*CHO, needles, m. p. 
108*5 — 1 11° ( semicarbazonc , needles, m. p. 225*&— 226*5 which 
also yields ammonia when hydrolysed by hydrochloric acid. 
Similar unsuccessful results are obtained with compounds contain- 
ing the phthalimido-residue in the y- } or 8-position. The follow- 
ing observations arc incidentally recorded. Ethyl p-phthai imido- 
ethylmalonate, C 8 H 4 0 2 :N*CH 2 *CH 2 *CH(C0 2 Et) 2> is transformed by 
hycLrobromic acid (d 1*49) into p- phthalimidoethylnmlonie acid . 
needles, m. p. 168° (decomp.) (the ammonium salt and the methyl 
ester, m. p. 64 — 65°, are described) ; the decomposition of the 
acid by heat gives a convenient method for the preparation of 
y-phthalimido-7i-butyric acid. S-Phthalimido-n- valeric acid is sinri- 
larly prepared from y-phthalimido-?i-propylmaIonic esters ; y -phthal- 
imido-n-propylmcUonic acid, C 8 H 4 0^!N-[CH 2 ] 3 *CH(C0 2 H) 2 , has m. p. 
165° (decomp.). 

Phthalylglycylonitrile is converted by a boiling solution of 
sodium methoxide and subsequent treatment with ammonium 
chloride into the ammonium salt, NH 4 -C0 2 *C 6 H 4 -C0*NH-CH 2 -C’X, 
prisms, m, p. about 240° (decomp.) [the corresponding silver salt, 
needles, and free acid, needles, m. p, 138 — 139° (decornp.) arc 
described]; sodium ethoxide behaves similarly, but yields a less 
pure product. The action of the alkali consists essentially in the 
opening of the ring and does not lead to the production of an iso- 
quinoline derivative, as would be expected from the observations 
of Gabriel and Colinan ( loc . cit.) on the behaviour of phthalyl- 
glycyl esters under similar conditions. Phthalyl- x-alanylamide, 
C 8 H 4 0 2 :N*CHMe*C0-NH 2 , m. p. 211—212° (prepared from the 
corresponding chloride &nd gaseous* ammonia in the presence of 
benzene), is converted by distillation with phosphoric oxide ihto 
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the nitrile, C 8 H 4 0 2 !N*CHMe*CN, four-sided plates, m. p.‘139 140 0 

The latter is transformed by sodium ethoxide ftito the eparin&lv 
soluble ammonium salt, NH 4 *C0 2 *C 6 H 4 *C0*NH*CHMe*CN, which is 
reconverted into the original material when treated with hydro, 
chloric acid. * H. W. 

Dyes Derived from 11 Saccharin. " The Sulpham- 
phthaleins. Sikhibhushan Durr (T., 1922, 121, 2389—2394) * 

The Relationship between the Dimeric Ketens and cycle. 
Butane-1 : 3-dione and its Derivatives. W. Dieckmakn and 
Adolf Wittmann (Ber., 1922, 55, [J5], 3331— 3347). — The dimeric 
alkylketencarboxylic esters and a series of other dimeric ketens 
have been regarded by Schroeter (A., 1917, i, 145; 1920, i, 8531 
as “ polymolecules ” in which the monomeric components are not 
united by main or subsidiary atomic valencies, but by molecular 
valencies. This conception has been criticised adversely by 
Staudinger (A., 1920, i, 517). An extended examination of the 
question leads the author to the conclusion that Schroetcr’s views 
are untenable. 

Schroeter’s conclusions are based on the established difference 
in properties between the products obtained by the action of chloro- 
formic esters on dialkylcycfobutanedionemonocarboxylic esters and 
those derived by the polymerisation of monomeric alkylketen- 
carboxylic esters. He regards the conception of the former as 

^-derivatives, CMe<t q q* CMe •€ ( ) 2 R, as erroneous. A con- 

sideration of analogous cases loads the author to consider it as 
probable, but conclusive evidence in favour of this view is afforded 
by the observation that methyl 2-dkylcarbonato - 1 : 3-dimethylcydo- 

buteneA-onc-3-curboxylale, CMe^^Q^_^^^>CMe-C0 2 Me, colour- 
less crystals, m. p, 66 — 68 °, b. p. 173 — 175°/11 mm. (obtained from 
ethyl chloroformate and methyl dimethylcyc/obutanedionecarb- 
oxylate) differs from ethyl 2-meihylmrbonato-\ : S-dimethjkych- 

buteneA-one-%-carboxylate, CMe-€^ y C ° 2Me) > CMe-CO,Et.acolour- 

less ’liquid, b. p. 173— 175°/11 mm., which* does not solidify 
(prepared from methyl chloroformate and ethyl dimethykyefo- 
butanedionecarboxylate), whereas if, according to Schroeter, the 
new group had become attached to a carbon atom, the compounds 

must be identical, thus C0 2 Me*CMc<C^Q^ > CMe*00 2 Et. The esters 

when treated with sodium alkyloxide re-form methyl and ethyl 
2 ; 4-dimeth‘ylci/c/cibutanedionecarboxylates, respectively. lh e 
difference of these esters from the dimeric alkylketencarboxylic 
esters cannot be regarded as an argument against the conception 
of the latter as unitary 7 dialkylcyc/obutanedionedicarboxylic esters. 

A further argument in favour of the “ polymolecular ” struc ure 
of the dimeric alkylketencarboxylic esters has been based y 
Schroeter (loc. cit.) on their catalytic decomposition in 
solution by a trace of sodium alkoxide whereby two molec 
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a kylma omc cstcrs are produced, lie same property is, however 
observed m he Acyclic ana ogues of the dialkyfe^fobu aneihone-’ 
carboxylic esters for example acetylalkylmalonic ester and „-di 
arvl-d-methylacetic esters, which are beyond doubt unitary com- 
pounds containing the group I^>CR-C0 2 H. All these com- 
pounds resemble the dimeric alkylketencarboxyiic esters in that 
they are stable towards boiling alcohol but are eatalyticallv decom 
'Jithevoution of heat when a trace of sodmm all-oxide is 
added to the alcohohc solution. Contrary to Sehrocter's assumn- 
tion, fusion invariably occurs in such a manner that an acvl and 
not an alkylcarbonato-group is eliminated. The follnwinv 

“ a "!P eS r , r J JR**: M ? kyi ^enzoyl-x-methylaceloacelate, 

CH 3 'GOCMeBz ’COgMe, colourless crystals, m p 79 80 <J b r> 

prepared by the action of a solution of benzoyl 
chloride in ether on an ethereal suspension of methyl methyhmdio- 
acetoacetate, is transformed by methyl alcohol and sodium meth- 
??! de ac ® ta * e antS methyl a-benzoylpropionate, b. p. 

141—142 /10 mm. Methyl fi-aceloxy-x-mclhylcinnamate 
OAc-CPh:CMe-C0 2 Me, 

b. p 161°/10 mm., prepared by the action of acetyl chloride on 
methyl a-methylsodiobenzoylacetatc in the presence of ether is 
converted in a similar manner into methyl a-methylbenzoylacetate, 
friirW™ mra - Metll - vl acetyl methylacet oacctate 

(OH 3 -CO)„CMe-COjMe or CH 3 -C(OAc)iCMe-CO,Me, b p 108 s /] 3 
ns '^A V n^ t M^ eth ^? Cetoacetate - Eth yl acetylethylmalonate, 
CHj-C0-CEt(C0 2 Et) 2 , yields ethyl ethylmalonate, whilst methvl 
aeetylmethylmalonate is converted into methyl methylmalonate.' 

Methyl dimethylacetoacetate is converted by contact with a 
solution of an approximately equivalent quantity of sodium eth- 
oxide in ethyl alcohol during about an hour at the atmospheric 
temperature into ethyl dimethylacetoacetate; after a few davs 
it is transformed into ethyl isobutyrate. Ethyl diethylaceto- 
acetate is unchanged by the short action of sodium methoxide in 
methyl alcohol, but after five days it is transformed into methyl 
uiethylacetoacctate ; fission does not appear to occur. The esters 
o enzoic, succinic, and phthalic acid suffer transformation iff the 
course of a few hours. 

The behaviour of the dimeric alkylketencarboxyiic esters towards 
amime has not yet been fully explained, and appears to require 
further examination. 

Against^ the conception of the dimeric ketens as ketonic forms, 
R ‘ HC <co>CHR, and the acidic isomerides as enolic varieties, 

R HG<[^ — b>C*R, of the dialkyleyc/obutanediones, it has been 

ur f e( ? b y Schroeter that the latter are indifferent towards the 
a kali metals in inactive solvents. This argument does not appear 
° be valid, since, on the one hand, compounds poor in or free 
r °?G • 6 enolic forms such as alkyl- fl-ketocarboxy lie esters and 
fflaionic or alkylmalonic esters react relatively readily with sodium, 
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whereas undoubted enols, for example, phenylhydroreabrcinol and 
succinylosuccinic esters, can exhibit the same inactivity toward 
the metal as is observed by Schroeter in the case of the a™!? 8 
forms of the dialkylcycJobutanediones . As further evidence 
favour of the enolic form, it is shown that the acid tlunethylci/ci!) 1 
butanedionecarboxylic ester and the acid diphenylc^cfobutanedi 
one behave as mono-enols when titrated with bromine in alcoholi" 
solution, and are stable as such when dissolved in alcohol The 
behaviour of dimeric phenylketen is in harmony with the conception 
that it is the ketonic form of diphenylcyc/obutanedione. Its slow 
conversion into the acid form in indifferent solvents in the absence 
of catalysts and rapid transformation in the presence of alkali are 
precisely similar to the phenomena frequently observed in cases 
of keto-enolic desmotropy. Its conversion by ammonia into 
diphenylacetoacetamide and the acidic diphenylcycfobutanedione is 
readily explained by the assumption of simultaneous enolisation 
and ring fission. g fy 


The Constitution of the Bile Acids. IV. Reductode- 
hydrocholic Acid. W. Borsche and F. Hallwass [Ber. 1922 
55, [£], 3318 — 3333). — Reductodehydrocholic acid, C M H 8 lo , a 
hydroxy-diketonic acid of the cholic acid series, has been obtained 
previously by the action of sodium amalgam on dehydrocholic 
acid or by electrolytic reduction of the latter at a lead cathode. 
It is now prepared by the catalytic hydrogenation of dehydrocholic 
acid dissolved in glacial acetic acid in the presence of palladium 
black ; it crystallises in colourless, slender needles which soften 
at 112° owing to loss of water of crystallisation (the monohydrate 
is described) and have m. p. 186 — 187°. Reductodehydrocholic 
acid dioxime (cf. Schenck, A., 1910, i, 10) has m. p. 255° (decomp.). 
Ethyl dehydrocholate is converted by aluminium amalgam in the 
presence of ether and benzene into ethyl reductodehydrochdaie, 
coarse, colourless prisms, m. p. 153 -154° {dioxime, colourless 
leaflets, m. p. 239 — 240°). Methyl reductodehydrocholate, prepared 
by esterification of the acid, crystallises in coarse needles, m. p. 
155 — 156°, whereas its dio.cime forms colourless leaflets, m. p. 258° 


(slight decomp.). Ethyl reductodehydrocholate is converted by 
distillation under diminished pressure into ethyl diketockdenale, 
long, colourleas needles, m. p. 143° {dioxime, unctuous leaflets, 
m. p. 228°; dilcelocholenic acid , colourless prisms, m. p. 174°), which 
, , is smoothly hydrogenated 

CH CH in alcoholic solution in the 

/\/ /\/ presence of spongy' pallad- 


(JH CH in alcoholic solution in m 

/\/ /\/ presence of spongy' pallad- 

HjC 9 — 9H, H*9 9 — 9H 2 ium to ethyl Miketochol- 

OC CH CO HO-HC CH CO anate, m. p. ^2- 153, 

\ /v / \/\/ identical with the com 

■ CH 2 CH a • CHjCH, pounddeacriWbyBorscte 

2 2 * 2 and Wieckhorst (A., Ml, 

(I*) (tl-l i, 729). Dehydrocholic acid 

(I) € and reductodehydrocholic* acid (II) Are therefore related to 
one another as indicated by the annexed formula. 
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a hydroxyliefocholanic acid, C„H„0 ( m TlvS f d "**" ta 
hydrous), colourless needles, m. p about 160° after ^ a, | ( a "‘ 
at about 107', which is probably identical with the“cid Scribed 
by Wieland and Boerseh (A., 1919 i 07‘)\ m , oea 

ethyl ester has m. p 131-132' (Wieland and bS^TSS? 

Bihamc acid is not affected by treatment with sodium amalgam 
m aqueous alkahne solution ; its trimethyl ester is only slowly and 

S&2 V aIUminiUni “ fc pffl 

H. W. 

The Constitution of the Bile Acids V .. 

from the Cholic to the Lithocholic Acid SerL W Sche 
acM C^TT ( m 2 ’ 3324—333 1 ). — Lithocholic 

S i 24 17S°Ptn 1 bCen P T ed by Wieland an <l Wcyland (A, 
1921, i, 178) to be a normal constituent of bile. It is a mono 

hydroxycholeme acid which is oxidised by nitric acid to” , 
bihamc acid corresponding with bilianic acid; it is therefore 
probable that the hydroxy-group is attached to the same carbon 
atom as m chohc acid. This supposition has now beenconX 
7 ,^ e transformation of cholic acid through reductodehydro- 
chohc acid into lithocholic acid * •' Qr0 

J2S&5P2P ac i d ( Borsche and Hallwass, precedi 

abstract) is reduced by amalgamated zinc and hydrochloric acid to 
resmous prodncts and cholanic acid. The formation of the latter 

ed rcbJ-rr^*^^- Since a PP 6ars im PMsible to 
educe chohc directly to cholanic acid by this method. Wore 

satisfactory results are obtained by Wolff’s method, according to 
h reductodehydrocholic acid disemicarbazone, CUH«,0,N f a 

An fSS ?T der 7 hich 1,60011168 browl1 bat &s not melt 
at about 3(W is heated with an alcoholic solution of sodium eth- 
oinae at t80 (the exact maintenance of the temperature is impor- 
tant), whereby it becomes transformed into lithocholic acid, 
aK* 8 ™ m ’ P’ 18 5-186°> MB +32-72', in absoMe • 
aiconol Direct comparison shows that the acid is identical with 
toe product obtained by Wieland and Weyland, the only point 
• 1 6161100 being that its optical activity is greater. The acid 

»■,» i an ethereal solution of diazomethane into methyl 

wMwcAcrfafe long needles, m. p. 130°, and by oxidation with nitric 
mt .° ^hobilianic acid (of. Wieland and Weyland. loc. cit .). 

1 * 2®? also been transformed into dehydrolithocholic acid, CUL 8 0,, 
p f e r ( c ^- Wieland and Weyland, loc. cit.), the methyl 

inn F ° c °iourless leaflets, m. p. 117°, and methyl ester oxime, 

Jon 8 ^cs, m. p. H 8 ^, are described. 

thydrocholic acid tnsemicarbazone, an amorphous powder whieh 
a b°ut 290° and decomposes completely at a 
*2 . gher temperature, is conyeHed by a solution of sodium 
oxide m alcohol at 200° into cholanic acid. Bilianic acid ai- 
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semicarbazone, broad, colourless needles which become brown above 
280°, is transformed in a similar manner into* lithobilianic 
in. p. 279° (cf. Wieland and Woyland, loc. cit .); the latter acid 
is obtained rather more readily under precisely similar conditions 
from deoxybilianic add semicarbazone , C 25 H 39 0-N 3 * *a colourless 
amorphous solid, decomp. 215 — 220°. Methyl lithobilianak 

C 27 H 440 6> crystallises in long, colourless needles, in. p. 112 0 ’ 

iso Lithobilianic acid, small, colourless needles, m, p_ 261° 
(decomp.), is obtained by the reduction of isobilianic acid dissolved 
in glacial acetic acid with amalgamated zinc and fuming hydro- 
chloric acid [methyl iso lithobilianate. crystallises in colourless, lustrous 
leaflets, m. p. 103—104°), For some unexplained reason, and in 
spite of the apparent identity of the conditions, the action docs not 
always take place smoothly, and the product frequently contains 
much isodeoxybilianic acid and other intermediate compounds 
A more certain method for the preparation of wolithobilianic acid 
consists in the treatment of is obilimic add di semicarbazone (an 
amorphous substance which darkens at about 280° and decomposes 
gradually at a higher temperature) with sodium ethoxide. 

H. W. 

Preparation of an Unsaturated Bile Acid. J. D. Riedel 

Akt.-Ges. (D.R.-P. 352129; from Chcm. Zentr 1922, iv, 161).— 
Bromine is added to the acid prepared by an earlier patent (A., 

1921, i, 540) and the product treated with alkalis. The dibromide 

obtained by the action of bromine on the acetic acid compound of 
apocholic acid, CLH-j 8 0 4 , C 2 H 4 Og, is a light yellow, heavy oil. By 
saponification with dilute alkali and addition of excess of dilate 
hydrochloric acid, an unsaturated bile add , needles, m. p. 245— 
247°, is obtained. It is strongly antiseptic and has therapeutic 
uses. G. W. R. 

Derivatives of Diphenylthiolhenzene. Samuel Smiles and 

H%gh Graham (T„ 1922, 121, 2506—2510). 

The Solubility and Volatility of the Nitrobenzaldehydes. 

Nevil Vincent Sidgwick and Wilfred Mars den Dash (T,, 

1922, 121, 2586 — -2592). 

ar- Aldehydes of Tetrahydronaphthalene. Karl Fleischer 
and Gregor Feldmeier ( Ber 1922, 55, [if], 3290 — 3293).— A 
solution of 1 -methyl-5 : 6 : 7 : 8- tetrahydronaphthalene in carbon 
disulphide is converted by chromyl chloride dissolved in the same 
solvent a* 0° into a chocolate-brown additive compound which b 
decomposed by ice-cold water with the production of small quantities 
of 5:6:7: S-tetrahydronaphthalene-l-aidehyde, a colourless liquid 
b. p. 130—140° (mainly 135°)/18 mm., which gives a colourless, 
crystalline product with sodium hydrogen sulphite. 
2*methyl-5 : 6 : 7 : 8 -tetrahydronaphthalene gives 5 : 6 : 7 : : 
hydromphthalene'2-aldehydt t a colourless, mobile liquid, • j ■ 
150— 155714 mm. The compound with sodium 
and the semicarbazone , colourless ncedlbs, m. p. 221 « 

described. Attempts to isolate an oxime or thiosemicar a 
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to condense the aldehyde with aniline, ^-nitroanilinc, or phenyl- 
acetonitrile were unsuccessful. H. W. 

preparation of c^cfoButanone by the Pyro-chemical 
Decomposition of l-Hydroxyc^cfobutane-l -carboxylic Acid. 

N. J. Desuanov and Marie Dojarenko ( Ber. , 1922, 55, [5], 
2737 — 2742).— c^c/oButanone has previously been a very difficultly 
accessible substance, and only the semicarbazone among its deriv- 
atives has been examined. Its preparation by the pyrogenic 
decomposition of 1-hydroxyc^cfobutanc-l-carboxylic acid is now 
recorded, the yield, according to preliminary experiments, being 
about 15% of that theoretically possible. 

1 -Brdmoc?/ck>butane-l -carboxylic acid is converted into a mixture 
of 1 -hydroxycycfabutane- 1 -carboxylic acid and its anhydrides by 
treatment with the calculated quantity of potassium carbonate 
in boiling, concentrated aqueous solution (cf. Perkin, T., 1892, 
61, 42); the yield is 94%. Decomposition of the mixture occurs 
mainly at 280—300°, with the production of a mixture of carbon 
monoxide and carbon dioxide, and an acidic distillate containing 
q/riobutanone. The latter is purified through its semicarbazone, 
m. p. 212° (decomp.), or bisulphite compound. It condenses with 
benzaldehyde in aqueous-alcoholic solution in the presence of 
potassium hydroxide to form dibenzdidenecyelokitmone, C lfi H u 0. 
leaflets, m. p. 170 — 171°. 

The anhydrides formed during the preparation of 1-hydroxy- 
q/cfcbutane-1- carboxylic acid or remaining in the residue when 
it is distilled under reduced pressure have been further examined. 
One of these is crystalline and freely soluble in organic media; 
it has m. p. 65°. Its molecular weight in boiling ether is in agree- 
ment with the formula C 10 H 12 O 4 , whereas in freezing benzene it 
appears to have the composition (C 10 H 12 O 4 ) 2 . Other anhydrides 
do not crystallise and are insoluble in all the usual media. They 
decompose when heated into carbon monoxide and cyctobutanone. 
They are remarkably stable towards water, by which, however, 
they are decomposed at 150 — 160°. Analyses are in agreement 
with the formula C 20 H 26 O 9 ( = 4C 5 H 8 0 3 - 3H 2 0) ; the molecular 
complexity is probably much greater, but it could not be deter- 
mined on account of the insolubility of the substances. H. W. 


Action of the Chlorides of Phosphorus on Chlorodimethyl- 
dihydroresorcinol. Leonard Eric Hinkel and William 
Dudley William s (T., 1922, 121, 2498 — 2502). 

Oxidation of Phenols. VII. Dehydrogenation of p-Cresol. 

Rudolf Pu mmer er, Dona Melamed, and Hans Pu?tfarcken 
(Ber., 1922, 55, [5], 3116—3132; cf. A., 1914, i, 714; 1915, i, 417; 
CH 1919, i, 439, 440, 442).— The oxidation of p-c rcsol 


/VH 

II |oO*C 6 H 4 Me 


(annexed formula). 


does not appear to take place in the same manner 
as that of a- methyl- (3-naphthol. The main product 
is an unsaturated monoketone, the properries of 
which are in accord with the conception that it 

is 2-p-tolyloxy-2 ; 3-*dihydro-p-benzoquinometh£yie 
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A solution of jD*cresol in aqueous sodium carbonate is gradually 
treated with a saturated solution of potassium ferricyanide at f/ 
the product which separates is filtered and purified by fractional 
distillation under diminished pressure, whereby therj Rre obtained 
unchanged p-cresol, 2-p-lolyloxy-2 : 3-dihydro - p - benzoquinorrie, Ihq 
3 : 3'-di-p-cresol, colourless needles, m. p. 154°, and a dihydrojy! 
phenol, C 14 H 14 0 2 , m. p. 194°, which is identical with the product 
isolated by Fichter and Ackermann (A., 1919, i, 586) by the anodic 
oxidation of p-cresol {the latter authors erroneously attributed to 
it the formula C 14 H 14 0 3 ) ; the substance crystallises with one 
molecular proportion of ethyl or methyl alcohol, which is removed 
with considerable difficulty. The corresponding diacetate has 
m. p. 108° (Fichter gives 1 1 1°). 2-p-Tolyloxy-2 : 3-dihydro-p-benzo. 
quinomethanc (see above) crystallises in colourless leaflets, m. p, 
124*5°. Its molecular weight in freezing benzene is in harmony 
with the formula 0 14 H 14 0 2 . It is insoluble in cold sodium hydroxide 
solution, but is somewhat dissolved by the warm solution. Con- 
centrated alcoholic potassium hydroxide solution dissolves it com. 
pletely, but it separates unchanged after addition of water. It is 
slowly converted by sodium wire in the presence of anhydrous 
ether into a yellow" sodium salt which is transformed by benzoyl 
chloride into the monobenzoyl derivative, C 21 H 18 O s , colourless 
crystals, m. p. 153 — 154°. Its reluctance to pass into an enolic 
form is evidenced by its inability to react with boiling benzoy 
chloride, acetyl chloride and pyridine, or phenylcarbimide. Tb 
presence of enol in its alcoholic solution cannot be detected b; 
titration with bromine. It couples with p-nitrobenzenediazoniuii 
hydroxide in alcoholic solution, and slowly dissolves in boilin 
sodium hydrogen sulphite solution, with the production of 
sulphonic acid in place of a normal bisulphite compound, 1 
is coloured bright red by perchloric acid. It yields an oxim 
C. 4 H 1B 0*N, colourless plates, m. p. 203—204°, a phenylhydram 
CmHwiONo, long, colourless needles, m. p. 181— 182° after bi 
coming brown at 170° (in an atmosphere of carbon dioxide) and 
semicarbazone , C 15 H 17 0 2 N 3 , colourless leaflets, m. p. 249-251 


■ The ketone is transformed by the protracted action of coli 
strong mineral acids into a dihydroxy phenol, C 14 H 14 0 2 , needle 
m. p. 158°, which is characterised by conversion into the corr 
sponding dimethyl ether , C 14 H 12 (OMe) 2 , coarse, t ^ es 

Me Me Me Me Me possible dihydrox 

/\_/\ /\ /\ /\ /NoH phenols, C 14 H J4 C 

I I | [ I I/I I I I J ] are known; the su 

\y \/ \/ \/ \/ CH/X/ stance under invest 

OH OH OH OH OH nation is not idem 

(I.) (II.) (HI.) calvdfchanyofthes 

ao that the choice of its constitution lies between the three remainii 


Me Me Me Me fi 

rvn fvQ ( 

Yh Yh y, Yh v 


0 0 C 
Y/CH/Y/ 


(annexed)Jformulfe. •. , , {t i 

If the ketone has the constitution assigned to it, nj * I 
expected to be readily transformable into 2 -p *to y y 
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(annexed formula). This change has not yet been accomplished 
' 2-p .Tolykxy- V -cmol m. p. 33-34°, has, however 

Tr „ be f“ Prepared synthetically by heating sodium 
/ jO’C 6 H 4 Me. p-tolyloxide with copper powder and 2-bromo-n- 
I i cresol (m. p. 54—55°, prepared from 2.amino-o- 

Yh cre3 ° 1 )- Hgires a. phenylur ethane, C 2I H 18 0,N, slender 

OH needles, m. p. 137—137-5°. The isomeric, 3-p '-tolyl- 

oxy-p-cresd, coarse,colourless needles resembling asbestos, m. p. 35— 
37°, is prepared from sodium p-tolyloxidc, 3-chIoro-p-cresol, and cop- 
per pbwder at 170 — 190° ; it is converted by m-nitrobenzoyl chloride 
in the presence of pyridine at 70° into the corresponding m-nitrobenz- 
oate, rhombic, bipyramidal, pseudotetragonal crystals, a : 6 : c - 
0*97 : 1 : 0*46, m. p. 80°. Potassium p-tolyloxide is transformed 
by p-nitrobenzyl chloride in the presence of boiling alcohol into 
p -tolyl p' -nitrobenzyl ether , C 6 H 4 Me-0*CH 2 ‘C 6 H 4 -N0 2 , long, pale 
yellow needles, m. p. 86 — 87°, which is reduced by a solution of 
stannous chloride and hydrogen chloride in glacial acetic acid at 0° 
to p -tolyl p' -aminobenzyl ether , m. p. 110° (the pale yellow hydro- 
chloride is described). Attempts to convert the free base through 
its diazonium compound into p- tolyl p' -hydroxy benzyl ether were 
unsuccessful, but it is placed beyond doubt that the substance, 
-in. p. 124° (see above), is not formed in this maimer. H. W, 

; Synthesis of Fisetole. Adolf Sonn and Susanxe Falken- 
heim ( Ber ., 1922, 55, [5], 2975 — 2985). — A number of unsuccessful 
attempts to synthesise fisetole [w-hydroxyresacetophenone] are 
described. The substance is finally obtained by the condensation 
of resorcinol with carbethoxy- or methylcarbonato-acetonitrile ; 
fission of the ketimide hydrochloride thus produced and elimin- 
ation of the carbalkoxy-group. 

2 -Acetoxy 5-methoxycAumaranone, OMed3 6 H 3 <^Q^ c ^CH, pearly 

leaflets, m. p. 62°, is prepared by the action of acetic anhydride and 
anhydrous sodium acetate on methoxycoumaranone. 

2 : i-Dimethoxy phenyl bromomethyl ketone , C 6 H 3 (OMe) 2 *CO'CH 2 Br, 
colourless crystals, m. p. 101 — 102°, after previous softening, is 
obtained by the action of hydrogen bromide on a solution of bro'mo- 
icetonitrile and resorcinyl dimethyl ether in anhydrous ether in 
the presence of zinc chloride and decomposition of the primary 
product with boiling water. 

2 : 4 -Dihydroxy phenyl bromomethyl ketone, slender, colourless 
leedles, m. p. 127° after previous softening, is prepared in a similar 
panner ; it is converted by acetic anhydride in the presence of a 
ittle concentrated sulphuric acid into the corresponding diacetate, 
[uadratic prisms, m. p. 76°, whereas acetic anhydride and sodium 
-cetate transform it mainly into the diacetate of 5-hydroxycou- 
Qaranone, m. p. 157°, and a substance, m. p. 118°, (m. p. of corte- 
ponding de-acetylated product, 257°) which has not been investig- 
ted closely, but appears to be derived by the condensation of two 
molecules of w-bromoresaeetophenonb, * 

i 2 : 4 -Dihydroxy phenyl iodomethyl ketone, C 6 H 3 (OH) 2 *CO*CH 2 I, long 
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flattened prisms, m. p. 141°, after previous softening to a red liquid, 
is prepared by the action of sodium iodide on the corresponding 
w-chloro-compound dissolved in anhydrous acetone; the diacetate 
crystallises in coarse, flattened prisms, m. p. 97,% 4 -Hydroxy. 
2-metkoozyphenyl iodomethyl ketone, obtained in a similar manner to 
the preceding compound, forms needles, m. p. 128°, after previous 
softening. 

PJUkalimidmcekmitrik , C e H 4 I{C0) 2 lN 4 CH 2 ‘CN, almost colourless, 
thin leaflets, m. p. 124—125° after previous softening (prepared 
from chloroacetonitrile and potassium phthalimide at 140°), could 
not be caused to condense with resorcinol in the desired manner, 
w-Benzoylaminoresacetophenone, C 6 H 3 (OH) 2 ’CO*CH 2 *NHBz, oblique 
prisms, m. p. 255° (decomp.) after darkening and softening at 252° 
(prepared smoothly by the Hoesch reaction from resorcinol and 
hippurvl cyanide), did not prove a convenient source of w- amino- 
resacetophenone, since elimination of the benzoyl group could not 
be effected readily). The latter substance [as hydrochloride, 
decomp. 257° (cf. Turin, T., 1910, 97, 2512)] is, however, smoothly 
prepared by condensing resorcinol with carbethoxyaminoaceto- 
nitrile to form uj-carbetkoxyam i noresaeetophenone, 
C 6 H 3 (OH) 2 *CO‘CE 2 , NH*CO a Et, 

needles, m. p. 156—157° after previous darkening and heating the 
carbethoxy-eoinpound with hydrochloric acid (1 : 1). 

Ethylcarbomtoacetonitrile, CN*CH 2 -0*C0 2 Et, a colourless, mobile 
liquid, b. p. 127°/50 mm., is obtained by the interaction of glycollo- 
nitrile and ethyl chloroformatc in the presence of benzene and 
dimethylaniline ; methylcarbomtoacetonitnle has b. p. 116— 118746 
mm. The ethyl ester condenses with resorcinol in ethereal solution 
in the presence of hydrogen chloride and zinc chloride to yield 
a ketimide hydrochloride which is decomposed by boiling water 
into M-ethylcarbonatore8acetophenone } C 6 H 3 (OH) 2 *CO , CH 2 -O*C0 2 Et, 
colourless, rectangular plates, m. p. 104 — 105°, to a turbid liquid 
which becomes clear at 107°; the corresponding methyl compound 
crystallises in long, colourless needles, m. p. 157—158°. The 
esters are hydrolysed by 2iV-sodium hydroxide solution at the 
atmospheric temperature to fisetole, m. p. 189° after previous 
sof fening and discoloration [pkenylkydrazone, slender, pale yellow 
needles, m. p. 109° (decomp.)]. 

Ethvlcarbonatoacetonitrile and resorcmyl dimethyl ether give 
the cowipottwdrC 6 H 3 (0Me) 2 -C0-CH,'0-C0 ? Et, colourless, rectangular 
plates, m. p. 74—75°, from which 2 : 4-dimethoxyphenyl hydroxy- 
methyl ketone is obtained. , 

2 : 4-Dinitrobenzil. Gerald Bishop and Oscar Lisle Brady 
(T., 1922, 121, 2364—2370). 

The Addition of Benzene to p-Benzoquincme. RudoiJ 
Pumuerer and Ernst Prell ( Ber 1922, 55, [B], 310a 3116). 
The addition oi benzene to p-benzoquinonc tdtM place « . 

atmospheric temperature Hath the production of - - a r , , 
p-benzoquinone, fellow leaflets, m. p. 214°. The solution^ 
becomes intensely blue, owing to the formation o ^ 

nnmnnimrl of dinhenvlauinone and aluminium chiona , 
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brownish-blfl-ck as the quinone is gradually reduced by the hydro- 
genating action of .the benzene and aluminium chloride. Reaction 
appears to occur in accordance with the scheme • O'C H *0 +0 * H * 

Under similar* conditions, p-benzoquinone tetrachloride reacts 
very slowly; it is therefore considered that the primary product 
of the change is a mixed additive compound of aluminium chloride 
p-benzo benzene, and quinone. 


The derivatives of benzene react more readily and give better 
yields than the parent hydrocarbon. Thus, p-benzoquinone 
toluene, and aluminium chloride at 0° give 2 : 5-di-$-tolylquinoi, 
coarse prisms, m. p. 189° (corresponding di-acetate , m. p. 204°)* 
which is oxidised by air in the presence of dilute aqueous sodium 
hydroxide solution to 2 : 5-di-])' -tolyl-p-benzoquinone, m. p. 220°. 
The latter substance exists in two modifications, red, monoclinic" 
prismatic crystals, a : 6 : c : : 13035 : 1 : 1*7328, p=129° 14$', which 
are obtained by crystallisation from ethyl acetate, and pale yellow, 
delicate leaflets which appear to belong to the triclinic system, but 
which are too ill- defined to permit crystallographical measure- 
ment; they are obtained by evaporation of a solution of the sub- 
stance in benzene. The red modification is obtained when the 


yellow form is warmed on the water-bath and is stable in the dark ; 


on exposure to light it becomes covered with a superficial layer 
of the yellow form. The case appears to be one of dimorphism. 
The action of toluene and aluminium chloride on p-benzoquinone 
in the presence of hydrogen chloride leads to the formation of 
ditolylquinol, m. p. 187 — 188°, and the quinJiydrone of 2 : o-di- 
p-tolylquinone. 


2 : 5-p : p'-DihydroxydipheMyl-p-benzoquimne, 

„ t B o:c 6 h 2 (c 6 h 4 -oh) 2 :o, 

small, brownish-red needles, m. p. above 327° after softening and 
blackening at about 287°, is prepared by the gradual addition of a 
solution of phenol in carbon disulphide to a mixture of the latter 
with p-benzoquinone and finely divided aluminium chloride at O’. 
The corresponding di-acetate , 01C 6 H 2 (C 6 H 4 *0Ac) 2 !0, crystallises in 
aggregates of small prisms, decomp. 260° after softening at 243’. 
A solution of the quinone in rectified spirit is reduced by stannous 
chloride and hydrogen chloride to 2 : 5-di-w' -dihydroxyphenyl- 
quiwl, C fl H 2 (OH) 2 (C 6 H 4 -OH) 2 , pearly leaflets or small needles, 
in. p. 303°, which is transformed by sodium acetate and acetic 
anhydride into the corresponding tetra-acetate , a colourless, crystalline 
powder, m. p. 250°. 

Di-j>'-anisyl-p-benzoquino7ie } long, orange-red needles, m. p. 231°, 
is prepared from p-benzoquinone, anisolc, and aluminium chloride 
in the presence of carbon disulphide at 0°. It is reduced by stannous 
chloride to 2 : 5-di-p-anisylquinol, greyish-white leaflets, m. p. 203°. 


Hydroxynaphthaqpiinones . V. Derivatives of 2-Bromo- 
5-hydroxy-l : 4-naphthaquinone (Monobromojuglone). Alvin 
S, Wheeler and B. Naiman (J. Ameh Chem, Soc., 1922, 44, 2331— 
2 334)? — Monobromojuglone (2-bromo-5-hydroxy-l : 4-naphthaquin- 
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one) (of. Wheeler and Scott, A., 1919, i, 490) is beet prepared by 
suspending juglone in glacial acetic acid and shaking the suspend 
with bromine for fifteen minutes. The dibromide so formed is 
separated by pouring the mixture into water, and is then boiled 
with absolute alcohol, when 2-bromojuglone is obtained. This 
compound gives a benzoate, m. p. 222°, and in alcoholic solution 
with dry hydrogen chloride is converted into 2-chlorojuglone, 
which also gives a benzoate, m. p. 222°. On bromination in hot 
glacial acetic acid, 2-bromojuglone yields 2 : 3'dibromo-b-hydmy. 

1 ; 4 -naphthoquinone, m. p. 169°, which gives an acetate, m. p, 172°, 
and by treatment with dry hydrogen chloride in absolute alcohol 
is converted into 2 : 3-dichloro-5-hydroxy-l : 4-naphthaquinone, 
m. p. 153° (cf. Wheeler and Scott, loc ; cit.). When warmed with 
alcoholic sodium hydroxide, dibromojuglone is converted into a 
bronwdihydroxi/napkthaquinone, in which the bromine atom in p 08 i. 
tion 2 probably remains. This compound is obtained in a yellow 
form, m. p. 192°, which is anhydrous, and in a red form which 
contains 1H 2 0. G. 

1-Hydroxylaminoanthraquinone and some ol its Deriv- 
atives. Walter H. Beisler and Lattder W. Jones (J, Amr, 
Chem , ‘ Soc 1922, 44, 2296— 2306).— 1-Nitroanthraquinone is best 
prepared by warming anthraquinone with fuming nitric acid ( d 1*60) 
and crystallising the crude product successively from glacial acetic 
acid, toluene, and acetone. So prepared, it has m. p. 232*5—233-5° 
(corr.), which is much higher than that usually given m the literature 
(cf Barnett, “ Anthracene and Anthraquinone, M 1922). The amino- 
compound, prepared by reduction with potassium sulphide, has 
m p 252—253° (corr.). When the nitro-compound is reduced in 
pyridine solution by hydrogen sulphide, it yields 1-hydroxylamino- 
anthraquinone, which gives an unstable potassium salt. The 
hydroxylamino-compound gives a sulphonic acid derivative which 
dyes wool and silk without a mordant. It gives a deep bluish- 
green solution in alkalis, and from such solutions can be precipi- 
tated unchanged if the solution is not exposed to ah'- It is a 
fairlv strong reducing agent, and is remarkably stable to aldehydes. 
It reacts with diazo benzene in alkaline solution, giving a reddish- 
brdwn powder, m. p. 140° (decomp.), and gives a carbamide- deriv- 
ative m- p. 236°. When air is bubbled through its solution m 
sodium hydroxide, l-nitrosoardhraquinme, m. p. " 

obtained. 

The Acenaphthene Series. H. Fnm Mayer and Hi man 

SchOnfei.der (Ber., 1822. 55, [B], 2972-2974; cf. A. W • 
301).— It has been shown previously (loc. at.) that the 
bromination of acenaphthenequinone docs not > give a wi to 
product. It is now found that naphthahe anhydride is P* 
bythe action of bromine on acenaphthene— (too e d» 

nftrobenzene at 200°. The reaction » not other. 

by nitrobenzene separately, or by bromine in the p 

solvents, such as chlorobenzene. - ,„ Ar i et fi.], ii 

-Ciba-red, obtained by the bromination of Ciba-scarlet* 
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shown to contain the bromine atom in the acenaphthcne nucleus 
since when it m bqiled with alcoholic potassium hydroxide solution 
jt fa converted m to thiosalicylic acid and 5 (or 
aid ehydoace naphthene, greenish-brown needles, m. p t} 7 „ 

corresponding anil crystallises in orange-red needles in’ n 17 J 
whilst the pkenylhydrazom forms yellow needles/ m 19 V 
(decomp.). The aldehyde is oxidised by sodium dichromate in 
the presence of glacial acetic acid to 4-bromonaphthalic anhydride 
m. p. 213 . jj' ’ 

The Camphenilone Group. III. The Homogeneity oi 
opoBomylene. opoCyclene, a New Tricyclic Hydrocarbon 
Gust. Komppa and R. H. Roschter ( Anmlen , 1922, 429 17 - 1 — 
190).— In continuation of the experiments of Hintihka and Kompna 
(A., 1912, i, 278), it is found that the ozonide, C 9 H.,0„ (now 
described as a solid), in. p. 55°, decomp., obtained 
from apobomylene, is not formed in theoretical yield. 
The reason is that apobornylene prepared from 
camphenilone dichloride contains 20—30% of an 
isomeric hydrocarbon apo cydene (annexed formula) 
m. p. 42-5— 43°, b. p. 138-139°, df 0-8710, 
1-45144, which is the chief product in the hydro- 
carbon mixture obtained by heating methyl camphenilylxanthale 
b. p. 147°/8 mm. 5 

The constitution assigned to fl^?ocyclene receives support from 
the reaction with acetic acid and sulphuric acid which bring about 
fission at the point indicated by the dotted line in the formula, 
the product being fi-fewhocampkoryl acetate, b. p. 81— 82°/8 mm! 
This is readily hydrolysed to frfenchocamphorol, which can be 
identified by oxidation to r-/?-fenchocamphorone or to wpofencho- 
camphoric acid. q j 


c%ch--ch 2 

I CMe 2 1 
CH 

/ \/ 

/ /\ . 

CH CH 


Essential Oils from Tonkin and Annam. Jean Gatte- 
Fossf: {La Parfumerie moderne, 1922, 15, 89—90; from Chem. 
Zenlr.f 1922, iii, 502 — 503). — Star anise oil from the fruits and 
flowers of Illicium verum has d 28 0-983; « D — 0°8'; 1*5540; 

ester number, 9-33; acetyl number, 42-93; solidification point, 9°; 
m. p. 13-5°. Pompelmus oil from Citrus decumana, obtained* bv 
distillation, has d 15 0*853; a D +97°; 1-4742; ester number, 

13*62; acetyl number, 44*23; citral content, 26% ( ?). Basilicum 
oil has d 20 0-936; aj ) -j-4 D 8' ; n \ jf T4942; ester number, 20-9; 
acetyl number, 111-06. Camphor oil from young branches has 
0-936; »g 1-4704; ester number, 15-67; acetyl number, 64-21. 
Essential oil from LiUcea citrata (May-ekang oil) has d m 0-866 ; 
«d -f 20° 2' ; nf } 1-4620; ester number, 7-65; acetyl* number, 
153 07 ; citral content, 8-15%. Cathetus Jasciculata yields a yellow 
essential oil having d 15 0-885; a D — 6° 5'; ng 1-4790 ; ester 
number, 7-47; acetyl number, 53-20; aldehyde content, 5-2%; 
also a green oil having 0-886; o^-O^'; rif> 1-4772; ester 
number, 10-45; acetyl number, 50-21. Beu-ring oil from the 
leaves of Alpinia or Zingiber , sp., has a pleasant tar-like odour; 
® 0-^02; a D J-8°8 / ; rift 1-4884; ester number, 10-92; acetyl 
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number, 123*57. Sau-mon oil from Cuninghamia sinensis, has a 
strong odour like terpineol, d u 0*957; a D —23° 6' ; 1*4932 ; 

ester number, 21*09; acetyl number, 120*02. Pe-mon oil from 
Fokienia Hodgimii has t/ 15 0*913; -[13° ; ester number, 23*14* 

acetyl number, 188*34. • • G. W. K. 

Relation between Ability to form Resins and Chemical 
Constitution. III. A New Method for producing Synthetic 
Resins. W. Herzog and J. Kreidl ( Z . angew. Chem., 1922, 35, 
641 — 643). — The preparation of a number of synthetic resins k 
described in which organic substances containing the group 
— CO— CH=CH— are heated to temperatures of between 200° 
and 240° in a stream of carbon dioxide for from two to twelve 
hours. Resins can also be obtained from substances containing 
the above group as part of a cyclic ring. Such a substance is 
\.Jceto^cinnamylidenpMrahydronnpM C 10 H 8 O:CH*CH;CHPh, 

prepared by heating -x-ketotetrahydronaphthalene (7*5 grams) and 
cinnamaldehyde (7 grams) in 15 c.c. of alcohol with a few drops of 
concentrated sodium hydroxide. It crystallises from methyl 
alcohol in large yellow leaves (m. p. 132 — 134°), and dissolves in 
concentrated sulphuric acid, giving a yellowish-red colour. All 
polymerisations of organic substances to resins are ascribed to the 
presence of the group CO CH— CH . H. C. R. 

Rhinanthin and Aucubin. Rhinanthin is Impure Aucubin. 
Marc Bridel and (Mlle) Marie Braecke (Campt. rend,, 1922, 
175, 640 — 643).— Three analyses of rhinanthin did not yield con- 
cordant results, the carbon content varying from 44 to 48%, and 
as its reactions are similar to those of aucubin, a comparison of 
the two substances was made. The results led to the conclusion 
that rhinanthin is a mixture of aucubin and sucrose. The authors 
consider that as the name “ rhinanthin ” no longer represents a 
distinct substance, it should be abandoned. H. J. E. 


Saponins. VIII. The Saponins from the Leaves of 
Aralia montana, Bl. (Galacturonoid-Saponins and their 
Magnesium and Calcium Salts.) A. W. van der Haas (Ber., 
1922, 55, [J5], 3041 — 3069).— The leaves of Aralia montana, BL, 
are "extracted successively with fight petroleum and ether. The 
first extract (3*75% on the material taken) contains a trace of 
alkaloid, much chlorophyll, and a plant wax of which the alcoholic 
component is myricyl alcohol ; the second extract (2%) contains 
chlorophyll, a trace of alkaloid, and a small amount of a tannin. 

The powdered leaves and stems contain about 1*6% of saponins 
wbich are. members of at least three groups. Free saponins are 
present in addition to their calcium and magnesium salts; these 
are precipitated by basic, but not by normal, lead acetate, the 
amount of the saponins appears to be variable. In the isolation 
of the saponins* it is necessary that the extraction with rnetny 
alcohol (95%) should be followed by treatment with ethyl alcoho . 

(45%), since otherwise the salts of the saponins remam undisso,^ 
Tbemponins are poisonous Swards fishes and exhibit haenpyti 
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action; the magnesium salt is about three times as potent as the 
free saponin. The aralia saponins give the violet coloration with 
sulphuric acid which is characteristic of the other members of the 
class. The hydrolysis of the saponin can be effected only with 
very unusfia* difficulty. Proximatic analysis and quantitative 
hydrolysis show' the saponin to contain water, 4*8% : ash, 
1-8% rf-galacturonic acid, 1-8%; pentoses [Urabinose],' 13-3%; 
methylpentoses, 2-1% ; hexoscs (d- galactose and dextrose), 16-15%; 
^.galactose, 2%, sapogenin, 50%. Analysis of the magnesium and 
calcium saponins gives : water, 7-2% ; ash, 5-3% ; fJ-galaeturonic acid, 
7 - 39 % ; arabinose, 8-64% ; methylpentoses, 6-24% ; dextrose, 5-6% ; 
^-galactose, 3% ; sapogenins, 31-2%, Other saccharides or acids are 
not present. 

Araligenin , colourless needles, in. p. 275°, is readily isolated 
from the crude mixture of sapogenins. It can be sublimed. It 
separates from ethyl alcohol with alcohol of crystallisation which 
is variable in amount, and thus causes the m. p. 301°, 311°, and 
273 — 274° to be observed. When dried at 150°, all these products 
give a substance which has the same specific rotation in a 
mixture of alcohol and pyridine) and identical composition. 
Araligenin dried at 150° is therefore to be regarded as a definite 
chemical individual. It has the composition OH- c 25 h 40 -co 2 h. 
It gives the Liebennann cholesterol reaction (violet — >- blue— > green). 
It yields a potassium salt, C 28 H 41 0 3 K,2H 2 0, slender, colourless 
needles, which do not melt below 300°, a methyl ester (prepared 
by the action of methyl alcohol and methyl iodide or of methyl 
sulphate on sodium araligenin), m. p. 180° after softening at 120°, 
and a monoacetyl methyl ester, ()Ac»O 25 H 40 ’OO 2 Me, small, colour- 
less needles, m. p. 217 — 218°. The methyl ester is not hydrolysed 
when heated during two hours with a 1(>% solution of potassium 
hydroxide in ethyl alcohol (50%), thus affording a very pro- 
nounced example of steric hindrance. The hydroxy-group of 
araligenin, in consequence of steric hindrance due to the proximity 
of the free carboxyl group, cannot be acctylated in the usual 
manner. The operation can, however, he effected smoothly after 
esterification of the carboxyl group. 

Araligenin is converted into a mixture of terpenc hydrocarbons, 
carbon dioxide, and water when distilled with zinc dust in an 
atmosphere of hydrogen. The hydrocarbons can be separated by 
distillation with steam into a light, volatile fraction which gives 
a violet coloration with a mixture of glacial acetic and sulphuric 
acids, and s, non-volatile residue which gives a blue and subse- 
quently a green colour with the mixture of acids. The volatile 
fraction has exactly the composition (C 5 H g ) fl . The distillation of 
araligenin with zinc dust in an atmosphere of hydrogen is repre- 
sented provisionally by the equation OH , C 25 H 40 , C0 2 H — (C 5 H g )5 -j- 

C0 2 + H 2 0- lLW: 

Tannins and Similar Substances. II. Chinese Tannm. 

Karl Freudenberg and Wilhelm* Scilasi (Ber., 1922, 55, [if], 
2813^-2816). — Doubts as to the homogeneity of Chinese tannm 
vol. exxir. i. $s 



mo 


abstracts of chemical tapers. 


have been strengthened by the observation of Iljin (A., 1914, i, 
567) that it can be separated by repeated precipitation wr h zinc 
acetate into a fraction of high specific rotation in water Md + 137-85“ 
and one of low optical activity (Md + 6-16 ). A repetition of 
Iliin’s experiments with commercial tannin and with the product 
obtained by the authors themselves from Chinese galls has con- 
fiS the accuracy of his observations and has also shown that 
the specific rotations of the fractions, although differing so widely 
n aqueous solution, are identical when they are dissolved in form- 
“ i,i, acetone alcohol, glacial acetic acid, or pyridine. An 
explanation of the apparent anomaly is found in the fact that the 
tannin forms a colloidal solution only in water, m which therefore, 
the magnitude of the specific rotation depends peatlv on the degree 
of disnirsivity of the particles; this is greatly influenced by the 
presence of minute quantities of impurity, which are gradually 
removed by precipitation in Iljin’s experiments and can also be 
coagulated and rendered insoluble in ethyl acetate by heating the 
tannin at 100°. Chinese tannin may be regarded as fundamentally 

h °ffiEite specimens of the tannin are prepared in the follow- 
inu manner The galls are extracted with cold water, and the 
Txteact after being neutralised with sodium carbonate, is treated 
with ethyl acetate; the product obtained after removal of the 
anlvent has Md +90° in aqueous solution (3 /„), and the specific 
Sta ten is neaSy- independent of the concentration. Attempts to 
obtate a more active substance by the use of morgamc adsorbents 
?kaXi etc.) or organic precipitants (starch, albumin, cascm) were 
unsuccessful. If, However, the product m dried in a vacuum at 
“and subsequently treated with anhydrous ethyl acetate, a 
1UU ’ a f f \\vhW coloured material remains undissolved, and 
SS or the &vXrtion k. increased to +116“ in water 
mom Two further treatments in the same manner give a 
nroduct which is completely soluble in ethyl acetate, and has the 
Tnatant specific rotation [*]* +138° in aqueous solutron (1+/+ 

Tire Formation of Melanin, from Ox~ Sutataacw. 

manner. The material ^ -W* A-ferric 

or suspended in water (10—1- ■ •) . jon ^ into two 

chloride solution are adder . Hydrogen peroxide (3%, 

parts, of which one serves as a coutr h H>- dr^ P is 

t>'2 — 0'5 c.c.) is added to the other portion alm03t 

capable of producing melanin ^ids, ^ . sometimes 

black, coloration is developed after short heaWig, 
even at the atmospheric temperature. ^ further to ' 

be avoided, as the melanin acids arc rt*h ^ altall « 

lithSum 'hydroxide when the melanin acid dissolves or rmW> 
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dissolved/ as the case may be. The test must be performed in 
neutral or faintly acid solution. 

Under the described conditions, melanin acids arc only pro- 
duced from cyclic substances. Compounds belonging to the 
terpenc, tnpfienylmcthanc, phenanthrene, anthracene, and pyridine 
groups exhibit little or no tendency towards the formation of 
melanin acids. Very marked ability is exhibited by the aniline 
group, phenylhydrazine, and its substitution products, phenols, 
quinone, aromatic monoaldehydes and ketones, aromatic mono- 
carboxylic and phenolmonocarboxylic acids and aromatic amino- 
acids. * A positive reaction is given by p-diphenol, benzidine, and 
tolidine, but scarcely by dianisidine, Naphthalene does not yield 
melanin acids, which are yielded by the naphthols and naphthyl- 
amines. Among heterocyclic compounds, thiophenic acid, pyrrole, 
coumarone, indole, and tryptophan give melanin acids. Quinoline 
hydrochloride and the hydroxyquinolines give a faintly and strongly 
positive action respectively. Positive results are also given by 
isoquinoline, acridine, and the representatives of the tropine, 
cinchonine, and morphine groups. 

The entrance of halogen into the nucleus diminishes or abolishes 
the tendency towards the formation of melanin acids, whereas 
the sulphonic group has no restrictive action. Aromatic arsenic 
compounds of the arsenic acid type have only a slight or no ability 
to produce melanin acids, even when they are derived from sub- 
stances which are intensely active in this respect. The presence 
of an amino-group on the nucleus strengthens the ability of a sub- 
stance to give melanin acids; the nitro-group does not exert a 
restrictive influence. The intensity of the melanin reaction is 
restricted, or production of melanin acids is entirely prevented, by 
the presence of methyl residues attached to the benzene nucleus. 
The effect of ester or ethereal groups depends to some extent on 
their more or less ready removal or decomposability under the 
influence of the oxidising mixture. As far as has been examined, 
the action of methyl and ethyl esters and methyl ethers of sub- 
stances which themselves give the melanin reaction is positive. 
On the other hand, a negative reaction is observed when a cyclic 
residue is involved in the formation of the ester or ether (for 
example, phenyl salicylate, guaiacyl cinnamate), or when an 
inorganic component is present (guaiacyl carbonate, triguaiacyl 
phosphate). H - ^ v - 


Pyranhjtfrones. III. The Constitution of Diarylmethyl- 
pyrylium Compounds. Wilhelm Schneider and Albert 
Ross (. Ber ., 1922, 55, [B], 2775-2782; cf. Schneider and Meyer, 
A., 1921, i, 680; Schneider and Seebach, A., 1921, i, 
compound obtained by the action of acetic anhydride and sublimea 
ferric chloride on a mixture of acetophenone and benza e y c 
has been regarded by Dilthey (A., 1916, i, 829) as a 2 : 6-diphenyl- 
4-metliyIpyrvIium salt. This view has been shared by bchneidm 
and Seebach (foe. <$.),* who obtained the corresponding 
acetal by the action of sulphoacetic acid and acetic anny 

8 $ £ 
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on acetophenone. It is now found, however, that the saihe sulph 0 . 
acetate is prepared by the action of acetic anhydride and sulph 0 . 
acetic acid on dypnone, and since the product in this instance 
must necessarily be 4 : 0- diphenyl -2 - methylpyryliu in sulphoacetate 
it follows that the compounds described previously fnust also be 
4 : 6-diary 1-2-methylpyrylium compounds. Apparently acetophen- 
one is first transformed into dypnone in the presence of either 
ferric chloride or sulphoacetic acid as catalyst, and this is then 
condensed with the acetic anhydride to give a pyrylium salt 
Further confirmation of this view is found in the observation that 
w-ethylideneacotophenone and acetophenone react in the presence 
of acetic anhydride and sublimed ferric chloride to give undoubted 
2 : 6*diphcn3 T l-4-methylpyrylium compounds which differ f roni 
those described previously. 

The formula for the bluish- violet pyranhydrones must therefore 
be so amended that in their molecular complex a molecule of a 
benzenoid 4 : G-diaryl-2-methyloxonium base is loosely united with 
an ortho-quinonoid 2-methylenpyran. 

Dypnone is transformed by acetic anhydride and sulphoacetic 
acid into 4 : G-diphenyl-2-methylp}Tylium sulphoacetate, pale 
yellow needles, m. p. 204° ; the corresponding iodide forms red 
crystals, m. p. 222°. 

The additive compound of 2 : 6-diphenyl-4-inethy]pyryli\im 
chloride and ferric chloride, a brownish -yellow' salt, m. p. 205 - o 5 
is prepared by the action of sublimed ferric chloride on phenyl 
propenyl ketone and acetophenone in the presence of acetic an- 
hydride. 2 : Q-Diphenyl-l-mclhylpyrylium bromide crystallises in 
yellow, prismatic needles; it becomes carbonised but does not 
melt when heated; the corresponding iodide forms orange-red 
needles, decomp, above 240 J , whereas the perchlorate crystallises 
in slender, lemon-yellow needles, in. p. 273° (decomp.). Addition 
of sodium acetate solution to 2 : C-di phenyl-4- methylpyrvlium 
bromide in faintly acid solution results in the formation of a dull 
red, amorphous precipitate , m. p. (indefinite) 15.5—160° after 
shrinking at 70 c and darkening above 95° ; the substance appears 
to a pyranhydrone. H. W, 

Preparation of Thionaphthensulphonic Acid. Gesell- 

schaft fur Teerverw'ertung m, b. H. and Rudolf Weissgekbeb 
(D.R.-P. 353932; from Chon. Zcntr., 1922, iv, 490).— In the 
suiphonation of thionaphthen, the reaction is conducted in the 
presence of sufficient acetic anhydride to combine with all the 
water present in the sulphuric add used, and formed in the reaction. 
Thb free acid is a viscid mass, crystal Usable with difficulty. The 
potassium salt forms colourless platelets. The acid decomposes 
when heated at 140° with dilute sulphuric acid, forming thionaphthen 
and sulphuric acid. G. W. R* 

Preparation of Nortropinone and its Derivatives. E- 
Merck, Otto Wolfes, and Horst Maeder (Brit. Pat. 17780^, 
from Ckem. Zmtr 1922, iv, 439). — sS-Dialdchydes or 
arc condensed with ammonia or primary amines and an 
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dcnvabv«. For example, succinaldehyde is allowed to react 
with the dipotassium derivative of ethyl acetonedicarboxylatf 
ammonia, and ammonium chloride in aqueous solution EM 
Mrlropiwnecarboxylate is obtained. It forms a picrale and s 
mlkiodide! -The condensation product from suecinaldchvde ben™! 
amine, and the dipotassmm derivative of ethyl acetonedicarboxylate 
gives the enol reaction with ferric chloride. By heatinn with 
dilute sulphunc acid, N-benzylnortropinonc is obtained which yields 
a dibenzyhdene compound Condensation of suecina’ldehyde with 
glycine hydrochloride and calcium acetonedicarboxylate yields a 
product which does not give the enol reaction and gives a dibenzvl- 
idene derivative with benzaldehyde. Malealdehyde diacetate is 
shaken with 01 A -sulphuric acid, neutralised with calcium carbon 
ate, and condensed with methylamine and the dipotassium dcriv 
ative of ethyl acetonedicarboxylate. The monocarboxylic ester 

CH— CH— CH'COoEt formula) gives, on reduc- 

i i 2 tion, ethyl tropinonecarboxylate. An homo- 

loanufi ftst/'r nf 1 - _ • 1 • 


Me CO 
CH-CH-CH 


''•viK'wnviuTuoxyme. An Homo- 
logous ester of tropinonecarboxylic acid is 
obtained by condensation of acetonylacetone 
with the dipotassium salt of ethyl acetone- 
dicarboxylate, methylamine, and methylamine hydrochloride in 
aqueous solution. G W R 


Preparation of Tropinecarboxylic Acid. E. Merck Otto 
Wolfes, and Horst Maeder (D.R.-P. 354696; from Chem.’Zentr 
1922, iv, 438).— A mixture of acetonedicarboxylic acid, methyl- 
amme, and succinaldehyde is reduced in the cold in neutral, slightly 
acid, or slightly alkaline solution. For example, a mixture of 
calcium acetonedicarboxylate, succinaldehyde, and methylamine 
is acidified with acetic acid and reduced with 3% sodium amalgam, 
the reaction of the mixture being maintained acid by addition of 
acetic acid. After addition of dilute sulphuric acid and removal 
of calcium sulphate by filtration, the filtrate is concentrated and 
treated with potassium hydroxide. The tropinc bases are then 
extracted with ether. The neutralised alkaline solution is con- 
centrated, and shaken with methyl alcohol. The methyl- alcoholic 
solution, after being freed from salts, contains tropinecarboxylic 
acid in the form of several optically inactive isomerides which arc 
separable with difficulty. One of them is eegonine (Willstatter 
andBode, A., 1903, i, 36), from which the methyl ester, m, p. 122 — 
126°, can be obtained. The benzoyl derivative, C 17 II 21 0 4 N, m. p. 
/9— 80°, is identical with optically inactive cocaine. G. W. R. 

Preparation of Tropinonedicarboxylic Esters. E. Merck, 

Otto Wolfes, and Horst Maeder (D.R.-P. 354950;* from Chm. 

> 1922, iv, 438 — 439). — Succinaldehyde is condensed in 
alkaline solution with acetonedicarboxylic acid and methylamine 
and the products of reaction are separated without saponification. 
Jjor example, solutions of succinaldehyde in water, ethyl acetone- 
fucarboxylate in ethyl alcohol, and methylamine and potassium 
hydroxide in water are* mixed with careful cooling. After several 
houis, the products of reactions arc neutralised with acid. After 
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evaporating off the alcohol, the residue is treated with ■ ammonia 
and extracted several times with chloroform. After removal of 
the chloroform by distillation from the extract, ethyl trojnnone. 
dicarboxylate remains as a viscid, uncrystallisable oil. It dtff ers 
from the monocarboxylic ester in not forming a solid hydrate 
with water. Heating the ester with acids yields tropinwie. The 
monocarboxylic ester is obtained by careful hydrolysis. 

G. W. R. 

The Resolution of Tropic Acid and the Stereochemical 
Configuration of the Cinchona Alkaloids. Harold Kixg 
and Albert Donald Palmer (T., 1922, 121, 2577 — 2586), 

Preparation and Racemisation of Hyoscyamine and its 
Sulphate. A. Goris and P. Costy (Bull, Sci. Pharmaed ., 1922 
29, 113—121; from . Chem. Zcntr ., 1922, iii, 268— 209).— Hyos’ 
cyamine and atropine may be separated by making use of their 
differing solubilities in cold light petroleum. Hyoscyamine in 
absolute ethyl alcohol has [*] D —20*72°, in 50% ethyl alcohol 
[>] D —21*89°, in 20% ethyl alcohol, [a] D —23*43°. The sulphates 
of hyoscyamine and atropine may be separated by their differing 
solubilities in ethyl alcohol. The transformation of hyoscyamine 
into atropine only proceeds to a small extent at 100°. It proceeds 
more rapidly when the hyoscyamine is dissolved in a little chloro- 
form. At 118°, hyoscyamine is completely changed into atropine 
in two hours. G. W, It. 


Constitution of the Alkaloids of the Calumba Root. Ernst 

Sfath and Karl B5hm (Her., 1922, 55, [B], 2985— 2995) —In a 
previous communication (Spath and Lang, this vol., i, 166), the 
/v annexed formula (I) has 

OMefV \ _ 0Mt f |j | N 

k %/\/\ 


OMe 1 


I! 


In 


OMe' 


(I.) 


y\,OMc 

U 0Me 


been assigned to palma- 
tine. The other alka- 
loids of the calumba 
• JL root, columbamine 
'Y j;OMe (Gunzel, A., 1906,i, 976) 
iOMe and jatrorrhizine (Feist, 
A., 1908, i, 100) have 
been examined in dc- 


V 

(II.) OMe 


tail by Feist, who has drawn the conclusion that they con- 
tain hydroxy- and methoxy-groups and, after complete methyl* 
ation and hydrogenation, give the same final product (annexed 
formula II). Attempts arc now described to prepare this compound 
synthetically, but as they are not completely successful, the 
alkaloids thfemsclves have been subjected to re-examination. The 
isolation of columbamine and jatrorrhizino from calumba root is 
effected as described by the previous investigations, but doubts 
are * expressed with regard to the homogeneity of the fractions 
which are soluble in potassium carbonate and potassium hydroxide, 
respectively. They have therefore been separately complete y 
methylated and subsequently* Teduced. The observed meitmg 
points ' of the products arc in agreement with those recorded j 
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feist for eolumbamine methyl ether, jatrorrhizine dimethyl ether, 
and their hydro-compounds, The identity of the methylated 
products is also confirmed. On the other hand, it is shown both 
chemically and crystallographically that the substances are identical 
palmtitine and tetrahydropalmatine. The relationships of 
the various alkaloids of the calumba root appear therefore to be 
simpler than was expected, There are present, in addition to 
completely methylated palmatine, phenolic bases in which prob- 
ably one or more of the methoxy-groups of palmatine are replaced 
by hydroxy-groups or by phenolic oxygen united to a readily 
climinable complex. 

Xhe trimethyl ether of homogallic acid reacts with bomoveratryl- 
amine at 175° to yield tnmdhylhomogattoylhomoveralrylamine , 
C 21 Ho 7 0 6 N, colourless needles, m. p. 98°, which is readily converted 
by phosphoryl chloride in the presence of boiling toluene into the 
corresponding dihydrokoquinoline derivative, an amorphous, glassy 
substance which is characterised in the form of its picraic, 
G 27 H 28 0 12 N 4 , yellow crystals, m. p. 154 — 155°. The substance is 
reduced by tin and hydrochloric acid to 6 : 7- 
MeO r i dimetkoxy • 1-3' : 4' : 5' - ttimdhoxybenzyl-l : 2 : 3 : 4- 

Me0 l InII tetrahydrolsoquinoline (annexed formula), an 

\/\/ amorphous solid which is characterised as its 
GJH 2 N-m -nitrobenzoyl compound (also amorphous) 

1 “ and hydrocMotide , colourless needles. The 
subsequent condensation of this compound with 
methylal and hydrochloric acid does not proceed 
smoothly, yielding a crystalline compound, 
^sHsAoN*,, m. p. 292° (dccomp.), in an 
evacuated capillary and an amorphous substance, O 22 H 27 O 5 N, 
which appears to be allied to tetrahydroberberine. By greatly 
diminishing the relative quantity of methylal and purifying the 
product of the reaction through the berberinium base, it was found 
possible to isolate a substance, C 22 H 25 0 5 N, which might be identical 
with the pentamethoxy -compound (see above); it was, how- 
ever, amorphous and certainly not identical with Feist s tetra- 
hydrocolumbamine methyl ether. H. W. 


A 

MeOij^joMe 

OMe 


Strychnos Alkaloids. XXXIV, The Preparation of iso- 
Strychnine. Hermann Leuchs and Rudolf Nitschke {Ber., 
1922, 55, [B], 3171 — 3174).— isoStrychninc has been obtained by- 
Pictet and Bacovescu (A., 1905, i, 815) by the action of water on 
strychnine at 160—180°. Attempts to repeat their woik gave the 
substance in only 20-25% yield instead of 70—75% as recorded* 
More successful results were obtained by using a - solution 0 
ammonia in methyl alcohol. tsoStrychnine, ^ 21 H 22 0 2 iN 2 >o 2 * 
prismatic needles, has in. p. 223-224° (particularly in an evacuated 
capillary) instead of 214-215° as recorded. It dissolves in water 
at 100° to the extent of 1 part in 130-140 parts, and not 1 in bo. 
Contrary to Pictet and Bacovescu’s observations, it is op^y 
active, having [a] D +24*1° to +25-1° in alcohol and “39 47 to 
-41#9° in glacial acetic acid. It yields a well-crystallised ifidh- 
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iodide , C 22 H 25 0 2 NJ,H 2 0, colourless leaflets, m. p. about 223° 
(decomp.f after softening at 215°. The sulphome acids obtained 
from it by means of manganese dioxide and sulphurous acid could 
not be caused to crystallise. It is readily oxidised by potassium 
permanganate in the presence of acetone, but characteristic acids, 
notably strychninonic acid or its dihydro-compound, could not 
be isolated; it is therefore improbable that strychnine and iso- 
strychnine are related in the same manner as fumaric and maleic 
acids. H. W. 


The Synthesis of Pyrrolidine. Reduction of Pyrrole by 
Catalytic Hydrogenation. N. J. Putochin (Ber.> 1922, 55, 
[#], 2742— 2748).— The catalytic hydrogenation of pyrrole in the 
presence of nickel at 200° (cf. Padoa, A., 1906, i, 530) has been 
examined. The product is subjected to fractional distillation 
and the separate fractions are characterised by conversion into 
the hydrochlorides, platinichlorides, or picrates. The presence of 
diethylaminc, methyl- n -propylamine, w- butyl amine, n-amylaminc, 
ethyl -« -propylamine, pyrrolidine, possibly 4-methylpiperidine, and 
( i) hexahydroindoline or a-w-butylpyrrolidine is established. It 
is remarkable that fission of the pyrrole ring must have occurred 
simultaneously at several different points in order to give the 
simpler compounds here described. The formation of amylaniine 
and piperidine derivatives is explained by the primary condensation 
of two molecules of pyrrole followed by an extension of the hetero- 
five- membered to the hetero- six-membered ring. 

The most advantageous method for the preparation of pyrrol- 
idine is that due to Gabriel. Improved methods are described for 
the conversion of y-chlorobutyronitrile by sodium phenoxide into 
y-phenoxybutyronitrile and for the isolation of 5-phenoxy-n -butyl- 
amine by the reduction of the latter; during the change, bis- 
y-phen oxy-n-butyryJam i ne , {OPh , CH 2 'CH 2 'CH 2 *CO) 2 hi H, lustrous 
plates, m. p. 162 — 163°, and y-phenoxy-N -butyric acid, m. p. 59*5 , 
are also formed. ^* ^* 


The Action of Formaldehyde on Pyrrolidine and Piperidine. 

N. J, PrTOCiiiN {Bcr. } 1922, 55, [/f], 2749 2753)- Pyrrolidine is 
♦converted when heated with an equivalent amount of formaldehyde 
(as trioxy methylene) during six hours at 145—150° into 1 -hydmy- 

methyl pyrrolidine, 1 : V-methyknedipyml- 

Mine, CH/N^W). and resinous substances. The sub- 
stance first flamed is a yellow, viscous liquid, b. p ; 55— 50730 mm, 
which is hydrolysed by dilute hydrochloric acid to p> >• 
hydrochloride and formaldehyde; the change takes ; 1 ^ . 

such readiness at the atmospheric temperature that i ■> , f 

to prepare the plitinichloride, etc., the cor^p^dmg compound ol 
pyrrolidine being obtained in its place. 1 : 1 -Methyle pyr m 
is a pale yellow liquid of low -density, ^ L , ( j egnite 
has* a marked tendency towards rcsimfication, s 
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salts can ’only be prepared with great difficulty. The brown, 
resinous residue left after the distillation is decomposed when 
Seated into formaldehyde, pyrrolidine, and apparently an isomeric 
liydmynytthylpyrrdidine, b. p. about 140°/atmo.spherie pressure. 
Under precisely similar conditions, piperidine is converted by 
trioxymethylenc into a mixture of methylpiperidines, b. p. 33— 
35°/35 mm. (apparently 1- and 2-methyipiperidines), and 1 : T- 
methylenedipiperidine, b. p. 120— 122°/25 min., (/JO-0371, d" 
0-9344, 0*9335, 1-4883 (the platinichloride was also prepared). 1 

ii. w. 

Condensation of Collidine with Acetaldehyde. Heizabcko 
Kond 6 and Toriz6 Takahashi (J. Pharm. Hoc. Japan, 1922, 
Ko. 487, 775 — 780). — When collidine (10 grams) is heated with 
paracetaldehyde (3*63 grams) in a scaled tube at 210° during 
fourteen hours, and the product fractionated under reduced pressure. 
% A-dmethyl-Q’propenylpyridine (2 grams), a colourless oil, b. p. 

HO 111 0 / 12 mm., is obtained. The constitution was proved by 

oxidation with 25% nitric acid, when 2 : 4-dimethylpyridine- 
G-carboxylic acid (Altar, A., 1887, 378) is formed. The aarichhride, 
yellow, rhombic plates, m. p. 135°; the platinichloride, yellowish- 
brown, thin, rhombic plates, m. p. 205 — 206°; and the mercuri- 
chloride , colourless needles, m. p. 192—193°, were prepared. When 
reduced by Ladenburg’s method, the base gives 2 : 4 -dim ethyl - 
ti-propylpiperidine, a colourless liquid of slightly nicotine-like odour, 
b. p. 184°. The hydrochloride forms needles, in. p. 204 — 200°, the 
platinichloride, orange-yellow crystals, decomposing at 210°. 

K, K. 

Supposed Cases of Isomerism in the Isatin Series. A. 

Hantzsch (tfer., 1922, 55, [ B ], 3180— 3194). -A further chapter 
in the controversy between Hantzsch and Heller concerning the 
existence of isomerides in the isatin series (cf. Heller, A., 1920, 
b 766; 1921,i,891; Heller and Benade, this vol., i, 582; Hantzsch, 
A., 1921, i, 597). . . , , 1 , 

The existence of the bimolecular alkylisatoids is acknowledged 
and demonstrated by determinations of molecular weight, but the 
various derivatives are not so sharply distinguished from one 
another as Heller and Benade {loc. cit.) have supposed. The 
isomerism of the so-called j sat ole ” with isatin is disproved by 

Heller’s determinations of the molecular weight. Its re-prepara lion 
has, however, been effected, and it is shown to be derived from a 
complex condensation product of isatin the constitution of which 
will be fully elucidated in a subsequent communication. 

Heller’s “ dimethylisatin II” has been further investigated 
since it is pointed out that its mode of production is excep 1011 a 
in the series and the constitution ascribed to it is not consonant 
with its properties. Dimethylisatin silver is converted smoothly 
by methyl iodide at the laboratory temperature in the complete 
absence of moisture into diinethylisatinlactim ether, 
C 6 H 2 Me 2 <3>C'O.Me, 
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m. p. 137°. The latter readily suffers hydrolysis in that ‘one mole- 
cule of it becomes converted into the free lactim which condenses 
spontaneously with a second molecule of the ether to the so-called 
methylisatoid of the dimethylisatin series (annexed formula). The 
Tfk direct production of thi<* 

/ LUx C(OH)--N C 6 H 2 Me 2 substance in Heller’s e £ 

C 6 H 2 Me<> N-(OMe)C Xpn / periments appears to be 

due to the use of an im- 
pure silver salt which only reacts at a higher temperature and to 
incomplete exclusion of moisture. Consequent on the non-existence 
of “ dimethylisatin II,’ 5 dimethylisatins III and IV also do not 
exist. 


The author draws the general conclusion that isomerides of 
ordinary isatin and its substitution products do not exist. The 
substances which have been regarded as such are complex con- 
densation products. 

According to Heller, the reddish-violet silver salts of isatin and 
its derivatives which react readily with methyl iodide are to be 
regarded as O-salts, whereas the grey, indifferent compounds are 
A r -salts, According to the author, all pure silver salts of the 
isatina are never grey except when they are contaminated by 
co-precipitated silver oxide. The grey salts arc very readily 
formed from the more feebly acidic methylated isatins or solutions 
of their alkali salts by reason of their extensive hydrolysis. 

[With Walther Meyer.]— An improved method for the pro- 
duction of 5 : 7-dimethylisatin is described in detail. 

Pure silver salts of isatin and its derivatives are prepared bv 
dissolving these substances in boiling alcohol and gradually adding 
a filtered aqueous solution of silver acetate (prepared from silver 
nitrate and sodium acetate). The precipitates are filtered, washed 
with alcohol (50%), and dried to constant weight at 100° or in a 
desiccator. The average yield is 60 — 70% of that theoretically 
possible. For their conversion into alkyl derivatives, the dry 
silver salt is moistened with anhydrous ether and treated with 
rather less than two molecular proportions of alkyl iodide. The 
mixture is placed in a desiccator shielded from light. The alkyl 
compounds are extracted with dry benzene in the absence of 
moisture and precipitated from the solutions by addition of light 
petroleum. The following compounds are thus prepared: isatin 
O-methyl ether, m. p. 101°; ethyl ether, m. p. 52°; n -propyl 
ether, in. p. 72°; iso amyl ether, m. p. about 40°; methyl ethers of 
5-bromoisatir m. p. 147°; 5-chloroisatin, m. p. 144°; 5-methyI- 
isatin, m. p.. 134% 5 : 7-dibromoisatin, m. p. 158°; 5 : 7-dimethyl- 
isatin, m. p. 137°. All the ethers are readily hydrolysed by aqueous 
alcohol to the original isatins. With the exception of the dibromo- 
(and probably also dichloro-) compounds they are hydrolysed by 
acetic acid or by. atmospheric moisture to the isatoid monoalkyl 
ethers. The latter substances when rapidly heated darken at 
about 6 — 8° below their melting points, which are never definite, 
and jrt* which total decomposition occurs. The following consten * 
are recorded : isatoid monomethyl ether, C 17 H 12 0 4 N 2 , m. p. aboil ' 
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226°; ethyl ether, m. p. about 228 6 ; propyl ether, m. p. about 
189°; dimethylisatoid monomethyl ether, m. p. about 235°; tctTa- 
metliylisatoid monomethyl other, m. p. about 24 5 5 : dichloro- 
isatoid mpnomcthyl ether, m. p, about 239°; dibronmisatoid 
monomethyf ether, m. p. about 246°. 

Isatindianil, C,H 4 <^^^>C:NPh 1 m. p. 210', k readily 

obtained when a solution of the lactirn ether (1 mol.) ard aniline 
(2 mols.) in benzene is heated on the water-bath for about half 
an hour and the benzene as it evaporates is replaced by alcohol. 
It dissolves in alcoholic potassium hydroxide to a reddish-violet 
solution. The blue coloration attributed to the solution by llcllcr 
is due to the presence of monoanil. 

Isatin-a-benzyloxime, C <5 H 4 <C^^-^>C!X*0*CH 2 Ph, yellow crystals, 

m. p. 128° (prepared from isatin laetim ether and a- benzyl hydroxy 1- 
amine), yields blue alkali salts, differing in this respect from the 
dianil H. W. 

Preparation of /3-Thionaphthisatin. Society of Chemical 
Industry in Basle (Brit. Pat. 1SG859). — ty-TKionaphthmlin is 
obtained by the interaction of oxalyl chloride and p-thionaphthol 
in presence or absence of a diluent or a condensing agent. It 
forms a red, crystalline powder, m. p, 153°, and is a valuable dye- 
intermediate. As an example of the preparation, ICO parts of j3-thio- 
naphthol may be mixed with G3o parts of oxalyl chloride, and 
after stirring some hours at the ordinary temperature the mixture 
is heated to the boiling point. The excess of oxalyl chloride is 
distilled off, and the (i-thionaphth isatin extracted from the residue 
with aqueous sodium carbonate and reprecipitated from the extract 
with hydrochloric acid. Some of the oxalyl chloride may, if 
desired, be replaced by carbon disulphide, and aluminium chloride 
or sulphuric acid may be added as the condensing agent. G. F. M. 

Manufacture of Amino-alcohols of the Quinoline Series, 
Society of Chemical Industry in Basle (Brit. Pat. 185913).— 
Amino-alcohols derived from 2-phenylquinoline-4-carboxylic acid 
are obtained by converting the acid, its ester, or nitrile ilito a 
2-phcnyl-4-quinolyl alkyl ketone and either reducing the latter 
through its oximino-compound to the 2-phenvIquino]yl-4-amino- 
alcohol, or causing the ketone, halogeniscd in the alkyl group, to 
react with an amine or substituted amine and reducing the 2-phenyI- 
4-quinolyl aminoalkyl ketone thus produced to the corresponding 
amino- alcohol. The reactions are represented by the following 
scheme : 


I- CjNHjPh C 9 NH 5 Pli-C(>CH 2 -C0 2 Et ^ CsNHjPh-COMe. 

II. CjNHjPh-CN ^J(' l 9 NH s Ph , CMe:N , Mgl!f> C 9 NH 5 Ph-COJIe. 
HI. C 9 NH { Ph'C0CH s — > C 9 NH 6 PlrCO , CH.'N'OH 

C s NH 5 Ph-CH(0H)-CH 2 -51H 2 . 

IV. CjNHjPh-CO'CH, -I* CjNHjPil'CO'CHjBr — > 

= C s NH 5 Ph , CH{OH) , CH 2 - NMe 2 . 


- — 13 

C 9 NH 5 Ph*CO*CH 2 -NMe 2 


;* 2 
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Ethyl 2 -phenylquinolineA-formylacetatc, C 9 NH 5 Ph*C0*Cll 2 *C0 2 Et ) 
prepared by condensing ethyl acetate with ethyl 2-phenylquinoline- 
4-carboxylate, fonns yellow prisms, m. p. 52 54°. By ketonic 
hydrolysis it is converted into 2 - j)hc nylA-qnin olyl TqeQiyl ketone , 
C 9 NHgPh*COMe, yellow crystals, m. p. 75° ; Its hydrobromide 
forms yellow crystals, m. p. 240°. Its oximino-compound is 
obtained as sodium salt by the action of amyl nitrite and sodium 
ethoxide in benzene solution. Liberated by the addition of acetic 
acid, it forms yellow crystals, m. p. 182° (decomp.), 2-Phenyl- 
4-quinolyl methyl ketone can be prepared alternatively from 
4-cyano-2-phenylquinoline by means of the Grignard reagent as 
indicated in scheme II above. 2- Phenyl A-quinolyl bromomethyl 
ketone is obtained by brominating the ketone in concentrated 
hydrobromic acid or in organic solvents. The free base forms 
bright yellow crystals, m. p. 91°. Its hydrobromide also forms 
intensely yellow crystals, m. p. about 225°. On treatment of the 
bromoaikyl ketones (1 mol.) with 3 mols. of an amine the corre- 
sponding aminoalkyl ketones are formed. As these substances are 
not very stable, they are best isolated as their hydrochlorides. 
The preparation of the following is described : 2- phenyl A-quinolyl 
dimethylaminomelhyl ketone, of which the monohydrochloride is a 
bright yellow, crystalline powder, m. p. 208° (decomp.); 2 -phenyl- 
4-quinolyl diethylami ' nomethyl ketone, forming a monohydrobromide 
in bright yellow, felted needles, m. p. 164° (decomp.); and 
2-phenyl A-quinolyl pipcndinomethyl ketone , giving a monohydro- 
chloride , in. p. 235°; and a monohydrobromide, m, p. 241° 
(decomp. in each case). From the above ketones by hydrogenation 
in presence of platinum black, or from the oximino-kotone by 
reduction with zinc dust and formic acid, the corresponding amino- 
alcohols arc obtained (schemes III and IV). The free bases are 
precipitated from aqueous {solutions of their salts in amorphous 
form. They soon become brown on exposure to air, but form stable 
mono-acid salts sparingly soluble in water, and diacid salts freely 
soluble in water. 2-PkenylA-quinolylaminoethanol dihydrochloride, 
C fl NH.Ph*CH(OH)-CH 3 -NH 2 ,2HCl, forms yellow crystals, m. p. 
145°. * 2-Phenyl A-quinolyldimcthylamiaoelkanol dihydrochloride is a 
pale yellow powder, m. p. 175° (decomp.). The corresponding 
diethyl compound gives a dihydrochloride, m. p. 180°^ and the 
pipcridino-compound a similar salt, m. p. 199 . G. l'.M. 


Aldehyde Compounds of Hydroxy-amines and the Partial 
Acylation of these Amines. Max Bergmans, Remold 
Gluts, and F ran cisco Camacho ( Ber 1922, 55, [£], 2|9o- 
2812).— Many examples arc given of the use of the aldehydic 
compounds of hydroxy- bases, particularly with respect to tJie 
purification of hydroxy- amines and their partial acylation. 

p-Aminophenyl benzoate, m. p. 148°, is prepared by a s, £ 
modification of the method of Rcddelien and Damlof (this v , 

i, 148). 2:4: 5-TriphenyloxaznIidine, b # ' 

verted by benzoyl chloride in the presence of pyridine and subse 
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qucnt treatment of the product with hydrochloric acid into the 
^.benzoate of 'wodiphenylhydroxyethylamine, m. p, 223" (cf. 
Auwers and Sonnenstuhl, A., 1904, i, 1054). 

Almost exclusive acylation of the amino-group of hydroxv- 
bases can IbS effected by means' of acyl polysulphides of the type 
R-C0*S**C0R. These compounds react rapidly with basic amino- 
groups, with the formation of acid amides and hydrogen sulphide 
(sulphur is also liberated from the polysulphides), whereas the alco- 
holic and phenolic hydroxy -groups arc not normally affected. Thus 
/.tyrosine ethyl ester is transformed by benzoyl disulphide in boiling 
alcoholic solution into the A-benzoyl ester, m. p. 120—121" (eorr.), 
from which the corresponding A r -/-benzoyl acid, m. p. 104", identical 
with that prepared by Fischer by resolution of synthetic r-bcnzoyl- 
tyrosinc, is obtained. Similarly, o-aminophenol and p-ami no- 
phenol are transformed into o-hcnzoylaminophenol, m. p. 169—171°, 
and p-benzoylaminophenol in excellent yield. 

The removal of an acyl group from the nitrogen atom of fully 
acylated hydroxy-araino-compounds can frequently be effected by 
the use of phosphorus pentaehloride and alcohol (cf. Bcrgmann, 
Brand, and Drcyer, A., 1921, i, 444). As an example of the applic- 
ability of the method, o-aminophenol is transformed into its di- 
benzoyl derivative, m. p. 179°, which is treated with phosphorus 
pentaehloride at 100°; after distillation of phosphoryl chloride, the 
residue is treated with ethyl alcohol at 0°, whereby o -aminopkenyl 
benzoate hydrochloride , slender needles, m. p. 149° (decomp.), is 
obtained in 89% yield. The salt is not so unstable as has been 
assumed previously. When heated above its melting point, warmed 
with water, or treated with cold sodium acetate solution, it is, 
however, transformed into o-hydroxybenzanilide, which undergoes 

partial conversion into 2-phenylbenzoxazole, C 6 H 4 <C^CPb, m. p. 


103°. The presence of the unsubstituted amino-group in the salt 
is demonstrated by its diazotisation and subsequent coupling with 
dimethylaniline to the dye, NMe 2 *C 6 H 4 *N!X , C 6 H 4 > C0 2 Ph, red plates, 


in. p. 116°. 

The preparative applicability of aldehydic compounds of hydroxy - 
bases is illustrated in the case of certain derivatives of phenetidine. 
The base is converted by glycide at 0° into a mixture of the secondary 
and tertiary amines containing one or two dihydroxypropyl residues 
which can only be separated with difficulty by fractional crystal- 
lisation. The mixture is treated with freshly distilled formaldehyde 
solution at the atmospheric temperature, whereby the secondary 
base is transformed into 3 -p-dhoxyphenyl- 5 'hydroxypiethyloxa<-ol- 


Hint, OEt-C 6 II,-X<j;^ 2 ^ H ' CfI:; ' OH 

mm., m. n. 57—59°, which is readily separated from the tertiary 
base by fractional distillation. The oxnzolidinc derivative is 
readily decomposed by oxalic acid in alcoholic solution in o 
‘dihydroxypropyl phenetidine oxahje, ni. p. 161—163 , ^ ^ 

the/ree ban, OEt<) s rf 4 -NH-CH 2 .(h(OH)-CH j2 -OH m. p. 99,92 , 
is isolated. The furtlier action of formaldehyde on the osazolidine 


b, p. 13." — 14570-3 — 0-4 
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derivative in the presence of hydrochloric acid leads ta the pro. 
duction of N-melhyl-N-fiy-dikydroxypropylphenetidine, 

OEt*C 6 H 4 *NMe*CH 2 -CH(OH)*CH 0 ‘OH,0‘5H 2 O J 
m. p. 51 — 53°, the identity of which is established by its formation 
from N-methylphenetidine and glycide. In a similar 'manner, % 
mixture of bases obtained from p-phenetidine, ethylene chloro- 
hydrin, and sodium iodide is treated with formaldehyde and the 

product is distilled, giving thereby 3-p - ethoxy phenyloxazolidm 
CH *0 1 

0Et-0 6 H 4 -N< CH 2 .^ H , b. p. about 140°/4 mm., ra, p. 78-~S(P; 

the latter is transformed by dilute acids into $-hydroxyethyl<pher> 
idine, colourless leaflets, m. p. 50 — 51° ( hydrogen oxalate , m. p. 13^ 
140°). The base is transformed by the further action of form, 
aldehyde in the presence of hydrochloric acid 
oxyelhylphenetidine , OEt*C 6 H 4 ‘NMe‘CH 2 'CH 2 ‘OH, b. p. 130°/0*5inm., 
m. p. 38 — 39°. The benzoic ester of the latter, microscopic prisms 
or hexagonal plates, m. p. 78°, is obtained by means of benzoyl 
chloride in the presence of pyridine. 

B-Hydroxyethylphenetidine is transformed by benzaldehydc into 

^CHj-N-CgH^OEt 

'l-phenyl-S-p-etho.rypkenyloxazohdine, CH 3 \q > slen. 

der, colourless needles, ra. p. 72 — 73°. 

In place of formaldehyde, which gives products of exceptionally 
low boiling point, other aldehydes or ketones may be employed, 
thus allowing a modification of the physical properties of the deriv- 
atives and also of their mode of production and decomposition. 

u ir 


Diethylrhodanine. Clifford Shattuck Leonard (Medd. K, 
V etenskapsakad . Nobel- Inst., 1922, 4, No. 14, 1 — 13). — With the 
object of studying the effect of ring sulphur in a substance which 
might be expected to have narcotic properties, diethylrhodanm, 

Nn^Cg^ > ^ > was P re P arcf *» b y condensing x-bromo- a-cthylbutyric 

acid with ammonium dithiocarbamate. It crystallises in needles, 
m. p., 107*5°. When injected into a rabbit, intramuscularly when 
dissolved in oil or intravenously when dissolved in sodium hydrogen 
carbonate solution, it had a narcotic effect slightly greater than 
that of veronal but with a quicker recovery. Given by the mouth, 
it was inactive. On account of its low solubility in water (1 in 3000 
at 18°), it can have no practical therapeutic value. The bearing 
of the substance on the theory of narcosis is indecisive. E. H. R. 

Selenium Organic Compounds. I. Synthesis o!4-Seleno* 
2-methylquinazolone, 2-PhenylbenzoseIenazole, and some 
Derivatives of the Latter. AIarston Taylor Bogert^&uu 
Yu-Gwan Chex ,(J. Amur: Chem. Soc. f 1922, 44, 2352 2357}.-- 
o-Aminobenzoselenamifle, in. p. 110° (eorr.), was obtained in 
poor yield by saturating a solution of anthranilonitrile in absolute 
alcohol at 0° with dry hydrogen eelenide'and dry ammonia w 
heating the product in a sealed tube at 105 — 110° for ten & Us ‘ 
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4 Meno-Z-methylquinazalone, m. p 213*5° / PAt , \ 
from anthranilonitrile by several methods an/'fo.."'? . Sy ? thesised 
unstable. On exposure to light and air itsWll to be rath(!r 
separation of finely divided metallic selenium^ ? C T P0S '' d ' rit,h 
2.mcthyl-4*-(piinazolone. selenium and formation of 

2-Phenylbenzoselenazole (cf. Fromm \r« r , 

1323) was best prepared by gently boilina ^ b 

three days on a sand-bath with seleniun^dustT 5 o * ' llc i niIi ?° for 
sulphuric acid solution at below 0° it <ravA r «■# ^ n 7 ltratlon 111 
Jmzde, m. p. 202-4” 

chloric acid, this yielded 6-ammo 9 nhenulh * tb am bydro- 
201-2-202-3” (corrd, Z m - P- 

mr <»,.), .nd 1 Ua-gUZi* *1;^ »>= 

(coit.). The amine, when diazo< s i j b 1 0 J/ o 

(J-naphthol gave !**»£*., .J-EEi"'' 1 !'! 

ol to aeo- compounds dyed silk, if tt , n«Mio7“tt7Jk“i' 

n\ i . a j- • „ , ' ' vas obtained and on reduction pirn 

: i m. p. 269— 270 o 5 which 
yielded a diacetyl derivative, m. p. 239*5— 24(H° anH a * *f 

derivative m. p. 180-187”. Vhe tae C lS'td 
coupWwith a number of phenols and amines, giving selenium 
J W. 0. 

3-Chloro-l-alkylpyrazoles and l-Alkylpyrazol-3-one 
C A. Rojahs ( Ber 1922, 55, [ B], 2959 -2971). -1 Alkvl derivative; 
of 3-chloropyrazole are formed by the alkylation of eMoromethyl- 
pyrazole under certain conditions. In each case, two isomerite 
are obtained by the alkylation of 3-methyl- or 3-phenyl-pvrazol 

Suly-SkS" '- 5 ^»«%wl»e Jffi'SS 

vpwUk 10, ^P^ylpyrazolc dissolved in anhydrous ether is con- 
bv d-\ S f 0( ^ Um lnto , lts so ^ u ble sodium salt, which is transformed 
by a slight excess of methyl iodide at 100° into 3-chhro-l * 5- 

iimcthylpyrazde, Mfc<jj*jg, plate-like ciystals, m. p, 4.5- 

b Tu 208 r: 10 ° < sli ehfc decomp.)/atmospherie pressure, 138”/72 
ihe ^ostaiice may also be prepared by the action of methvl 
- e tP-sulphonate on the sodium compound; in this case, 
nu ' 3-dimethylpyrazoIe, b. p. Ido — 160°, is also produced, 
curse of the reaction is somewhat unusual, and is most readily 
? n addition of methyl iodide and subsequent 

°r? rti S0( ^ um iodide in accordance with the scheme : 




. -S C1 

GMe-CH 


CH 


raliHi+~’ f Tv UJie-^n OTo.’CH’ . 

y °* constitution assigned to the product depends on a 
parison of its properties with those of previously described 
°ro methylpyrazolos and the demonstration that it contains 
•^substituted CH group in position 4 and a methyl group 


The 
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attached to the nitrogen atom in position 1 as evidenoed by ft 5 
insolubility in alkali hydroxide and its conversion into 3-c7^oVo-4. 
nitroso- 1 : 5 -dimethylpyrazole, green needles, m. p. 87°, and 3 -ckloro. 
4-6romo*l : 5 -dimethylpyrazole, long needles, m. p. 56°. 3 -Ckloro. 
1 : ^-dimethylpyrazole 2 -methiodide, colourless, crysta Rifle leaflets 
decomp. 184°, is prepared by the successive action of methyl 
sulphate and potassium iodide on the parent pyrazole. 3-Chloro. 

5 - methyl - 1 -ethylpyrazole, an almost colourless liquid, b. p. 216 

2 1 8 0 /atmospheric pressure, is obtained by the action of ethyl 
iodide on the sodium derivative of 5-chloro-3-raethylpyrazok>; ft 
is converted by bromine in the presence of glacial acetic acid into 
Z-chloroA-bromo-b-methyl-X-ethylpyrazole, m. p. 30°. 3-Chloro-5. 
methyl-i-benzylpyrazole, b. p. 295 — 300°, is obtained in a similar 
manner. 

5-Chloro-3-phenylpyrazole is converted by successive treatment 
with sodium and methyl alcohol and methyl toluenc-p-sulphonate 
into chlorophenylmetbylpyrazole, m. p. 43°, b. p. 295 — 297° /at mo. 
spheric pressure, which with bromine in glacial acetic acid solution 
gives bchloro-i-bromo-'i-phenyl-l-methylpyrazole, needles, m. p. ftp. 

o-Chloro-'S : 4 -dimethylpyrazole is prepared by the action of 
phosphoryl chloride on 3 : 4-dimcthylpyrazol-o-onc, m. p. 269 s • 
it crystallises in long needles, m. p. 124 — 125°, b. p. 251— 252 Q /atmo- 
spheric pressure. It docs not give a bromo-derivative, o-chhn. 
\-benzoyl-% : 4 -dimethylpyrazole forms long, silky needles, m p 
90—91°. • 

3-Chloro-l : 5- dimethylpyrazole is transformed by ethyl bromide 
at 180 — 200° owing to interchange of alkyl groups into S-chlm-h- 
methyl- 1 -ethylpyrazole ethobromide } coarse crystals, in. p, 225° 
(decomp.), w’hich is converter! by heat into 3-chloro-o-ntctlijil. 
cthylpyrazole, b. p. 215 — 220°. 

3-Methylpyrazol-5-one is converted by methyl iodide and methyl 
alcoholic sodium methoxide solution at 100° into a mixture of 


1-mcthylantipvrine, b. p. 310°/700 mm., and 1 : 5-dimethylpvrszol- 

o \ J&leJQK v , r /CMelCH 

3-one, NMc< x __T 0H or m - P- 1<2— 1<S'. 


Under similar conditions, the latter compound is generally obtained 
when* methyl toluene-p-sulphonate is used as methylating agent, 
but on one occasion a previously undescribed dimethylpyrazolov t 
m. p. 181 — 182° {bromide, m. p. 218°), was formed ; the preparation 
of this compound could not be repeated. 4-#rowo-l : mdi'iMihjl- 
pyrazol-3-one crystallises in small, colourless needles, m. p. 209'. 

o-Methyl-i-ethylpyrtizol-J-one, colourless needles, m. p. 135—131) 
(6romo-derivative, m. p. 30'), is prepared from 3*methylpvrazol- 
5-orie, ethyl iodide and ethyl alcoholic sodium cthoxide solution 
The alkylation of 3- phenyl pyrazol-5-one with methyl toluenef 
sulphonate leads to the formation of two phenylA-wethjlpyrazdm^ 
m. p. 165° and respectively ; the former is converted by p®' 
phoryl chloride at 210’ into 5 -ehloro- 3 *phenyI-l-methyIpyrazolf. 

m. p. 62 — 63°, whereas under similar conditions the latter i; 
resinified. 4 1 . i 

1 : 5- Dimethylpyrazole, m. p. 173°, is transformed by phospnorr 
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chloride art 200—210° into 3-chloro-l : C-diinctliylpyrazote, m. p. 
46—47°. H. W. 

Molecular Compounds ol Diketopipera 2 ine and Phenols 

G. Pcvamtjn and P. Tichomirov (J. Muss. Phys. Ohm. Hoc 19^0* 
52, 40—46). — When 10—15% aqueous solutions of diketopiperazine 
(1 mol.) and a phenol (1 mol.), either with or without a few drops 
of 10% sulphuric acid solution, are boiled together for some 
minutes, crystalline molecular compounds of the two components 
are formed. These arc decomposed by solvents of the phenols 
with the exception of water, and when heated lose phenol and do 
not melt, but sometimes carbonise. 

pimtechol-dikdopiperazinc and diresorchiol-dikdopi pr raz inc, 

2C 6 H 6 02» C 4 H fi 0 2 N 2» form colourless crystals. Monoquinoi-dikfto- 
piperazine, CgHgOohQjHgC^h^, forms a stable lilac form and a 
labile white form. Vipyrogallol-diketopiperazine, 2C 6 H G Oo,C 4 H ( .< 
and prolocatechuic acid-di-dikefopiperazine, form 

white crystals. Diketopiperazine yields condensation "products 
with protocatechualdehyde and furfuraldehyde, and an unstable 
compound with phenol. 

The theory of oscillating affinity is applied in arriving at an 
explanation of the structure of those compounds. T. H. P. 

Bromo-derivatives of 2-MethylgIyoxaline. Louis Light 
and Frank Lee Pyman (T., 1022, 121, 2626—2630). 

Orientation of the 1:4- and 1 : 5-Dimethylglyoxalines. 
Mode of Fission of 5-Aminoglyoxalines. Frank Lee Py.man 
(T., 1022, 121, 2616—2626). 

The Reactions of the Formamidines. X. The Thioimid- 
azolones [Thiolglyoxalones]. F. B. Dains, Ruth Thompson, 
and W. F. Asendorf (« 7. Amer. CkcM. Soc., 1922, 44, 2310— 
2315).— 2-Thio-4-glyoxalone and its mono- and di-substituted 
derivatives react readily with formamidines, giving 5-R-ainino- 
methylene derivatives. The following compounds are described : 
%ihiol-\ : S-diphenyl-5-anilinomcthylene-£*glyoxcifone, m. p. 175°; 
2dMolA-pkenyl-3-p4olyl-5-aniUnowelhykneA-g(yoxalme, m. p. 107 — 
198°; 2-th iol‘3‘phentfl-5-an ilhiomethjleneA-ghjoMlone, in. p. *252°: 
2 ■ thiol- 3 ■p4olyl-5-anilinome{kiflen e-4-gl yoxalon e, m. p. 250°; 2 -thiol- 
1-o-lolyl-^-anilinomethyleneA-glyoxalonc, m. p. 215°; 2-thiolZ-m- 
'dyl-o-anilinom ethylene - i-glyoxalone, m. p. 207—208°; 2-thiol- 
Vp-chlorophenyko-an il i nomethylen cA - glyoxalone, m. p. 274 — 276°; 
Uhiol3-p-etkoxypheiiyl‘d-anilmomethylejieA-glyomlohe, m. p. 227°; 
Uhiol-3-phenyl~5-p-bromophenylaminomethjlene-i-ghjoxalone, in. p. 
.90°; 2-tkiol-3-phenyl-5-Mphtkyla m in omdliykne-i-glyoXahne, in. p. 
.60°. 

Two new thioimidazolones were prepared, namely, 2-/Jiio/-3*m- 
olylA-glyoxalone, in. p. 167°, and 2-th iol-S-p-ch 1 oropkenyl-^-glyoxalon e , 
a. p. 234-5°. 

The above anilinomethyleneglyoxalones react with alkyl 
aloids to give alkyl • thio-cthers,* of which there were prepared. 

^hthyUhiol-d-phvnyl-O'anilinomdkylencA-glyoxalone, m. p. 1/3 ; 
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2-ethyUhiolA-phenyl-5-anilinomethyleneA-glyoxalme ) m. p. 1<>4'5 3 
2-n-butylthiol-3-phenyl-5-anilimmdhylene-4:-glyoxalone, m. p. jg-p! 
2-aUylthiol-3-phenyl-5~anilinomethyleneA-glyoxabne, m. p. 2l8°! 
2-benzylihiol-'3-phenyl-5-aniliiwmethylenc-4-giyoxalone, in. p, 
2-beMzyllhiol-3-o-tolyP5-anilinomethyleneA-glyoxalonc, rtf, p t 
2-benzylthiol-3-m-tolyl-5-anilinomeihyleneA-glyomlone, in. p. ]^o| 
2-benzyUhiol-3-p-€tkoxyphenyl-5-anilinometkgleneA-glyoxalone m ’ 
170°. 1 ‘ p ‘ 

When hippuric acid and phenyithiocarbimide were heated 
together at 150° for one and a half hours 2-thiol- l-benzoyl-S-p^yi 

4- glyoxalone, m. p. 177 — 179°, was obtained, and yielded 24Uo\.[ 
benzoyl-Z-pkcnyl-o-anilinomethyleneA-glyoxalme, m. p. 184— I8<y 
Similar compounds are 24hiol-l-benzoyL3-m4olylA-glyoxalone m n 
197° ; 24hiol-l-benzoyl-3-m-iolyl-5-anilinomethyle7ieA-glyoxalone ni 1 
187°; 24hiol-\-benzoyl-3-p-ctkoxypkenylA-glyoxaIone, m. p. 153: 
24hiolA-benzoyl-5-anilinomethyleneA-glyoxalone, m. p. I64_qgy 
and its 2-benzyltkio-dher , m. p. 165°; and 24hiol-5-anilinomthrjknc 
■i-glyoxalone, m. p. 264°. 

When boiled for six hours with a mixture of alcohol and hydro- 
chloric acid, 2-thiol- l-benzoyl-3-phenyl-4-glyoxalone was hydro, 
lysed, giving aniline, a little benzoic acid, and hippuric acid. The 

5- aniIinomethylcne derivative behaved similarly. W. G 

The Synthesis of m-x-Ben^bispyrrole Derivatives. William 
Davies and Edgar Herbert Cuthbert Hickox (T., 1922 121 
2640—2655). * 1 


Free Ammonium Radicles. IV. Further Investigations 
on 1 : l'-Dibenzyl-4 : 4'-dipyridinium and its Homologues 
and on the so-called 1 : l'-Disubstituted Tetrahydro-4 : 4'-di- 
pyridyls. Ernst Weitz and Theodor Konig ( Ber. } 1922. 55, 
[5], 2864 — 2889). — It has been observed recently by Weitz and 
Ludwig (this vol., i, 365) that the dark blue solution of 1:1'. 
dibenzyI-4 : 4'-dipyridinium, CH 2 Ph*XC 5 H 4 *C 6 H 4 N*CH 2 Ph, in 


methyl alcohol reacts with nitric oxide, but a definite product of 
the change could not be isolated. A repetition of the action in 
chloroform solution has led to the surprising isolation of 1 : I'- 
dibemylA : 4'-dipyridinium hydrogen carbonate, 


OH. 

HO. 


o,C \ / 


a colourless substance which decomposes rapidly on exposure to 
air, but is more stable in an atmosphere of carbon dioxide. It 
decomposes with evolution of gas at about 80° after blackening 
at about 65°. It dissolves readily in water to an alkaline solution 
and* is converted by potassium iodide and perchloric acid into 
dibenzyldipyridinium iodide, m. p. 248 — 249 3 , and dibenzyldi- 
pyridinium perchlorate, m. p. 257°, respectively. Carbon dioxide 
is by itself without action on the radicle; the nitric oxide acts 
as an oxidising agent, being reduced to nitrous oxide the formation 
of which is established experimentally. In all probability w 
CK,Ph >x >-^_/% < C^ ; 
OX \ = / \=/ - N(> 


unstable nitroso-derivative, 
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jg. primarily formed which passes into the isomeric sait X ’ V. 
dibenzyl*4 : 4'-dip‘yridimum-] : V-hypoui trite (annexed formula); 

CHPhs /~V T/ CH 2 Ph ^ he Iat ^ r i8 then decomposed 

by carbon dioxide into nitrous 

0 n:n O oxlde an{ * carbonate. As 

, . . A1 18 to be expected, the car- 
bonate is also produced by the combined action of oxygen and 
carbon dioxide on 1 : 1 '-dibenzyl-4 : 4'-dipyridinium, whereby ap- 
proximately one atom of oxygen is absorbed by each molecule 
of the radicle. The action of oxygen or air alone leads to the 
formation of . only very small amounts of soluble and alkaline 
products, as is to be expected when the instability of the anhydride 
is taken into consideration. 

In a similar manner, the so-called 1 : l'-dibenzyltctrahydro- 
4 : 4'*dipyridyl of Hofmann and Einmcrt ( bis - JV T - benzy Ipy r i d ini u m 
; according to the author) is converted by carbon dioxide and oxygen 
in chloroform solution into tinimolecular 1 -benzylpyr Minium 
'hydrogen carbonate, C 5 H 5 N(C 7 H 7 ) , C0 3 H ; di benzyldipyridi nium 
hydrogen carbonate is formed simultaneously in subordinate 
amount. A similar result is obtained when nitric oxide is sub- 
stituted for oxygen. 

The reduction of 1 : T-dibenzyl-4 : 4'-dipyridinium salts (chloride 
and iodide) to the radicle by metals in different media in the 
absence of acids has been investigated. The blue solutions in 
acetone are characterised by relative stability towards air (although 
they react instantaneously with iodine). Similar solutions pre- 
pared electrolytically or from the crystalline radicle behave in an 
analogous manner. On the other hand, the solutions of the dihaloids 
in acetone are reduced when heated with copper gauze, whereas 
the similar solutions in water or methyl alcohol are only affected 
by less noble metals such as zinc. In explanation of these observ- 
ations, the hypothesis is put forward that the radicle exists in a 
readily oxidisable form, the corresponding salts of which resemble 
ammonium salts, and a difficultly oxidisable condition which gives 
rise to quinone-like haloids. The two extremes may be represented by 


[the scheme /~\ / 


■ \ / \\,y> 


but the authors regard the two forms, on account of the subsidiary 
valencies, as rather less distinct from one another than Is thus 
suggested. 

If the correctness of the formula ^ ^ is 

regarded as established, 2- or 3-alkylpyridines would be expected 
to yield radicles ; in the case of 4-alkylpyridines, this is impossible 
inless the alkyl group suffers replacement. It is found that the 
ilmost colourless, oily product of the reduction of 2-methyJpyridin- 
uui benzyl chloride by sodium amalgam gives a blue coloration, 
lue to the corresponding radicle, when its alcoholic solution is heated ; 
t is readily oxidised. Similarly, 2 : 6-di methyl pyridine is converted 
►y benzyl iodide into *the corresponding benzyl iodide, which is 
edifted to two products, one of wiiich has m. p. 121°, whereas the 
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other remains semi-solid; cither substance gives a blue radicle 
other rema a i co holic solution is warmed in contact with 

coloration w t 1 bia-l-bemyli : i-dimdhylpyndinium , 

obtain^ as a pale yellow, Viscous liquid by reduction o 2 : 4-di- 
mrthvlPVridinium benzyl chloride, does not develop * blue color- 
ation when its alcoholic solution is heated A similar behaviour 
^ observed with bis-l-benzyl.2 : 4 : 6 -tnmcthylpyndznmm, colour- 
loss'll wiles, m. p. 102-103% which is prepared by the reduction 

5Y!T:e -irimctkylpyridinium benzyl iodide, pale 
m n 102° (corresponding perchlorate, m. p. 135 ). Ihe action of 
Mne on the new “ leuco-compounds " dissolved m cold chloroform 
kads invariably to the formation of the corresponding mono- 
iodides' if the titration is performed rapidly the derivatives 
substituted in position 4 absorb almost exactly one molecular . 
suDstitmtu i molecular proportions of the 

mono-iodide^ t hus T' C jNS^Mej^Hjlad" 1 ? % 2C 5 NH 2 Me 3 (C,H 7 )l ; 

Z re" With the 6 2-methyl derivative is lea, quantitative 
B s-l benzyl-2 : 4 : 6-trimethylpyridinimn is rapidly decomposed 
Warbon dioxide and nitric oxide when dissolved in chloro orm, 
u i Z nltaline hydrogen carbonate or a derivative soluble m 
but an isolated. Bis-l-benzyl-2 : 4 : 6-trimethyl- 

water could d rap i d ly j n boiling benzene into 2:4:6- 

pyndimum is decorated rapimy 2C W Mc3 . CHj Ph — > 

\fe+(CH Ph) The rapid decomposition of the molecule 
s &^ngdekrminationsZ the molecular weight in boihng 
L “Z “bJlfls the bimolccular compound is completely stable 
kZhr’frcez n^ solvU. New determinations of the molecular 
iZ of bisbenzvlpvridinium in freezing benzene have given 
weight of bisbuiz} P whereas in the boiling solvent the 

accurately bimolccu - du . lUy but muc h m0 re. slowly than 

ST SSSS Bil-methyl-2 4 : 6-trimethyl- 
that- of the col ' l 'y . nraeticallv stable in boiling benzene, 
pyndmnmi appeals ■ P dibenzvl-4 : 4'-dipyridinium 

If «> akohohc so ut.on ^ ^solved bisbenzyl- 

dichloride or di-iodide is b luc coloration of the radicle 

pyridinium, the intensely is produced by other 

is imniediately developed lh^^ of b ? sbl . n2y i, )y ridinium 

lencotcompounds. onmia m di . iodide causes the produc- 

on 1 : l-diphenyi-4 . 4 -dipjn®" . , radide qhe action 

tion of the intensely emerald grt P ■ * the hypothesis that 
appears to be most readi y - ~ towards iodine, etc.- 

the leuco-compounds— as in 1 inc ; n to the corrcspond- 

lichave as ummolccular r< - - > ^ b | er S d jpy r idinium radicle: 
jng iodides and liberating the nomer ««P> 

I(R)NiC 5 H;-C 5 H-N(K)-I+2C 5 H s iN(K, -* 


2C s H 5 :N(R)-I. . . 

The Constitution of the Pinacyanols, £^*^*^22, 55. 
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of. Braunfioltz, T., 1922, 121, 169). Objection is raised to the 
first of these, since its carbon atom with, twin double bonds places 
it in a category by itself and quite apart from the other quino- 
cyanines, to the second since it represents pinacyanoi as a 
peculiar member of the class of lepidinecyanines and does not take 
into account its oxidation to lY-alkyl-2-quinoIoncs and the dilfer- 
ences between the sensitising effect of the cyanines (in the narrower 
sense) and the pinacyanols and in their behaviour towards acids. 
The conception of Mills and Hamer is thus considerably strengthened. 
It is deduced, however, mainly from the results of oxldativcf degrad- 
ation of the pinacyanols. Confirmatory evidence in its favour is 
brought by two different methods. A comparison of the absorption 
spectra of pinacyanoi and ^-wocyanine and estimation of their 
persistence and maxima shows that the same differences exist 
between them as between polymethine dyes and the compounds 
obtained from them by the streptostatic introduction of a vinylone 

group into the chromophore system, thus : X\!> 

X 11 

®>n:(CH) s — CH:CH-N< p (R=aryl, R’=H, alkyl). (The 
X — 1 

description of this work will be published elsewhere.) The 
second confirmation of Mills and Hamer’s formula is obtained by 
a direct synthesis of pinacyanoi. For this purpose, quinakiinium 
salts are condensed with ethyl orthoformate in the presence of 
suitable agents such as acetic anhydride or zinc chloride, whereby 
pinacyanols are readily prepared in about 50% yield. The synthesis 
may be represented thus ; 


\/\/-Q H 2 +(EtO) 2 ’CH(OEt)+H“C ^ 


l i Wh-chT I l |I1X ! ' 3Et0H 


Aik X ' Aik 

It is thus similar to the author’s syntheses of pcntametlime dyes 
of the indole series. Since it is also found that 4-wethyJquinolinium 
salts can condense, although with greater difficulty^ ‘with ortho- 
formic ester, it is expected that the dicyaninos will also prove 
capable of synthesis along these lines. The ability of the quinoline 
derivative to enter into the reaction is considered to be due to 
the formation from it of the methylene base in accordance with 

•*- <>*<3. - c . h 4SSh. +hs *• 



1190 


ABSTRACTS OF CHEMICAL PAPERS. 


possible mechanism of the synthesis is discussed at length, but the 
original communication should be consulted for details. 

Since the constitution of the cyanines has been largely elucidated, 
the author considers it desirable that the common namqs (cyanines, 
isocyanines, i/Msocyaiiines, dicyanines, ^-dicyamncs, carbocyanines, 
and cryptocyanines) should he deleted from the scientific literature 
and replaced by the general term quinocyanmes, by which is under- 
stood the salts of quinolyldihydroquinolylenemethancs which are 
not methylated at the nitrogen atom. The three classes, 2: 2', 
o . and 4 : 4 ' - qu i nocy ani ne salts arc thus suitably distinguished. 
The further derivatives are termed benzothiazolocyanines (thio- 
cyanines) and indoleninocyanines (indocyanines). Further types 
are produced by the streptostatic introduction of n-vinylenc- 
groups between the quinoline residues and are designated mono- 
(di- tri- etc.) vinylene-2 : 2'- or 2 : 4'- or 4 : 4'-quinocyanine salts. 
As ’ examples may be quoted : dimcthyl-f isocyamne iodide 
= 1 : 1' -dimethyl-2 : 2'-quinocyanine iodide; pinaverdol=l : 6 : 1'- 
trimethyl-2 : 4 ' ■ quinocyanine iodide; ^-dicyanine bromide— 1 : 1 - 
diethvl -4 ■ 0 ■ 4' : - tetramcthyUfreptomonovinylene - 2 : 2' -quino- 

cyanine bromide ; dicyanine- 1 : T -diethyl-4 : 6:2': G'-tctra- 
methyltfreptomonovinylcne-2 : 4' -quinocyanine iodide. 

rwith H Zorn.]— ^- woCyanine iodide [1 : 1 -dimethyl-2 : 2 • 
quinoevanine iodide) is sunthesised by heating 2-chloroqumoline 
with quinaldine methiodide at 211" and treating the product 
successively with methyl sulphate and potassium iodide. 

Pinacyanol iodide [1 : l'-diethyl5/rcp<omonoymylene-2 : 2 -quino- 
cyanine iodide] is prepared by the gradual addition of ethyl ortho- 
formate to a solution of quinaldine ethiodide m gently boiling 
acetic anhydride. 1 : l-i)ime^y/streptomonotuuy?ene-2 : 2 -qmno- 
ernnine iodide is obtained in a similar manner The synthesis 
is capable of wide variation. The ester may be added to a solution 
of the quinaldinium salts in boiling nitrobenzene or the quaternary 
salts mav be dissolved in quinaldine or pyridine and heated for 
some time under a reflux condenser with zinc chloride and the 
ortho-estcr. Trihalogcnomethanes, in particular iodoform may 
be used in these syntheses. 

Di- and Tri-quinolylmethanes united by the Pyr^ 

Nuclei. III. Symmetrical 

Schetbe and Gustav Schmidt (Bcr., 19--, 55, [ ], . ’ 

rf A l Q-> 1 i G *> 451) — Di -2-qu inolyl ketone, colourless prisn , 

m. p A 164 Q fis obtained by the atmospheric 

methane dissolved in alcohol or acetic anhydric J t 

of 'dilute nitric acid on di-S-qumolytoethaw ^ It 

vcniently prepared by c-u-densingthe ^ter 

aniline to the compound (C 9 H 6 N jt.iN t 6 n 4 ... ^ to 

m. p. 252°, which is hydrolysed subsequently . by d.Ujte « ^ 

the desired ketone and p-ammodimethylaml n ^ d 

yields a picrate, m. p. 179°, a . chloride), 

coupling di - 2 -qumolylmo thane with ben „ ,, u j no lvlmethan' am' 

m. 199°, an oxime (also derived from di-2-qumoi}ime 
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nitrous acid), colourless prisms, m. p. 201°, and an anil, m p 101° 
When warmed with aniline at 120—130° the ketone yields a colour- 
less compound, m. p. 120°, which appears to contain" two molecular 
proportions^ of aniline. jj 


Extension of the Kishner-Wolff Method of Reduction. II. 

Ernst Thielepape and Otto Spreckelsen (Ber., 1922, 55 [B] 
2929 — 2939) —The applicability of the method to derivatives of 
quinoline has been examined previously (this vol., i, 271). H 
has now been applied successfully to pyridine compounds. In 
the pyrazole series, on the other hand, difficulties are experienced 
in the preparation of the hydrazino-compounds on account- of 
displacement reactions and the compound which has been isolated 
is decomposed in a different direction. 

2-Hydrazinopyridine, b. p. 130°/12 mm. (cf. Fargher and Furness, 
T. f 1915, 107 , 088) is decomposed when heated with potassium 
hydroxide at 140 — 100° with formation of pyridine, but the change 
proceeds slowly, and is not complete after fourteen hours ; it is much 
more readily effected by copper sulphate or ferric chloride in boiling 
aqueous solution. 2 : 6-DichIoropyridinc-4-carboxj'lic acid is cun- 
verted by the successive action of hydrazine hydrate at the tem- 
perature of boiling water and copper sulphate into 2-chloropyridine- 
4-carboxylic acid, m. p. 245° (decomp.), and by boiling hydrazine 
hydrate and copper sulphate into bsonicotinic acid, in. p. 304° 
(in sealed tube). 

l-Phenyl-3-methylpyrazol-o-one is converted by boiling hydr- 
azine hydrate into phenylhydrazinc and 3-methylpyrazol-o-one. 
The latter reacts with hydrazine hydrate at 150 —160° to give 
ammonia and 4 ; 4'-bis-3-methylpyrazol-5-one. 

Antipyrine does not appear to react with boiling hydrazine 
hydrate, by which, however, it is converted at 180° into a-phcnyl- 
methylhydrazine and 4 : 4 / -bis-3-methylpyrazoI-5-one. The reac- 
tion appears to be remarkably dependent on the temperature 


employed. 5-Chloro-l-phenyl-3-methyipyrazole does not appear 
to react with hydrazine hydrate at 220°, whereas its methochloride 
[antipyrine chloride] is readily transformed into hydrazinopyrine, 
a yellow liquid which solidifies to a glassy solid when cooled in 
liquid air, but re-melts at the atmospheric temperature. It de- 
composes slowly on exposure to air, very rapidly when distilled. 
After prolonged exposure to air, it is only incompletely soluble in 
ether, leaving a residue, m. p. 155 — 156°. Hydrazinopyrine picrate 
forms star-shaped crystals, m. p. 126°. Hydrazinopyrine does not 
decompose in the normal manner when treated with potassium 
hydroxide, sodium ethoxide, or copper sulphate ; it appears doubtful 
if it contains a free hydrazone group, and the constitution shown 
vr pi "in the annexed formula is suggested for it. 

The product obtained by means of potassium 
CM,,-— 1 WH l-lu hydroxide, sodium ethoxide, or boiling water 
CH crystallises in colourless or pale yellow prisms, 
m - p. 130°, is soluble in cfilute acids, and neutral towards litmus* 
reduces Fehling’s solution readily in the cold. It is scarcely aitec e 
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by boiling concentrated hydrochloric acid. Analyses and detcrmin 
ations of molecular weight agree with the formula C 14 H l6 N 
gives a monopicratc, m. p. 195° (decomp.), and a di-melhiodidt 
C 16 H 22 N 4 I 2 , colourless crystals, m. p. 188° after previous softening 
It is converted quantitatively by boiling dilute nifric acid into 
a din itro - deriva ti ve, C 7 H 6 N 2 (N0 2 ) 2 , microscopic, yellow crystals 
which do not melt below 280°. The substance appears most 
probably to be 1 : 4-diphenylhexahydro-l : 2 : 4 : 5-tetrazjne 

NPh<C^ 2 ,Q^>NPh ; if this is the case, its stability towards 

hydrochloric acid is somewhat remarkable, as is also the production 
of a monobenzoyl derivative, colourless crystals, m. p. 90°. 

H.W. 

Physical Chemistry of Colloidal and Supersaturated Solu- 
tions of Uric Acid. H. Schade ( Z . Klin. Med., 1922, 93 \ S . 
C5; from Chem. Zentr ., 1922, iii, 922 — 023; cf. A., 1913, i 404 
910). — Further observations on colloidal and supersaturated uric 
acid (urate) solutions. The colloidal solution is a labile system 
from which uric acid gel and, finally, crystalline uric acid are 
formed. Optimum stability is found at p u 6-0 which is the iso- 
electric point. Stability is also greater at low temperatures. 
Supersaturated solutions of uric acid develop a colloidal character 
owing to aggregation in the disperse phase. The presence of a uric 
acid-urate complex with amphoteric properties is postulated. In- 
creasingly favourable effect of kations on colloidal stability is shown 
by the series NH 4 <Na<K< Li. G. W. R. 

Decomposition of Dithiocarbazinates. Sima M. Losanitch 
(T., 1922, 121, 2542—2545). 

The Capacity for Migration of Acyl Residues in Acyl 
Derivatives of the Phenylhydrazones of Hydroxy-ketones. 

K. von Auwers, E. Hilliger, and E. Wulf (Annalen, 1922, 429, 
190 — 240), — In continuation of previous work on the migration 
of acyl groups from oxygen to nitrogen in these substances, two 
groups of experiments are now described, one relating to deriv- 
atives of 3-propionyi-p-cresol, and the other’ to derivatives of 
7 -hydroxy- 1 -hydrindono. 

The main difficulty in the case of 3-propionyl-p-cresol is the 
lability of the O-acyl derivatives which usually undergo hydrate 
in the attempt to prepare their phenylhydrazones. Thus the 
acetate, which is prepared with the help of acetyl chloride, and 
forpis short, needles, m. p. 58°, gives the pkcnylkydrazone of the free 
hydroxy-ketone, needles or leaflets, m. p. 146°, when treated with 
phenylhydrazine. The benzoate, prisms, m. p. 97°, prepared by 
the Schotten-Baumann method, gives an oxime, prisms, m. p- 
138 — 138*5 J ; the acetate, on the other hand, gives the oxime of 
the free hydroxy-ketone when treated with hydroxylamine under 
similar conditions. The anil of the hydroxy-ketone is easily 
obtained, but the aniline residue is eliminated when the attemp 
is made to acetylate or bcnzoylate. The p - nitrophenylhydraJi ne 
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of the hydroxy-ketone, orange-red needles, m. p. 187—188° is 
obtained by the -action of p-nitrophenylhydrazine on either the 
hydroxy-ketone itself or its acetyl derivative; the benzoyl deny, 
ative, however, yields a p -nitrophenylkydrazone, m. ». 159—160° 
without elimination of the acyl group. The benzoyl derivative 
also yields a phenylhydrazone , prisms, m. p. 92°, which on energetic 
reduction gives aniline and 3-x-benzoylaminopropyl-\).crKo1, small 
needles, m. p. 145—146°, a migration of a benzyl group having 
occurred at some stage of the reaction. On heating the same 
benzoyl compound with acetic acid, a-benzoyl-p-acctyl-x-phenyl- 
hydrazine and 2-'p-hydroxy-m-tolyl-Z-methylindole, m. p. 176°, arc 
produced. Attempts to convert the phenylhydrazones of’ the! 
hydroxy-ketone itself, and of acetophenone, and 3-acetyl-p-crcsol! 
into indoles met with no success. The benzoylphenylkydrazone of 
acetophenone forms needles, m. p. 125-5°. 

7-Hydroxy-4-methyl- 1 -hydrindone is converted successively into 
its O-acdaie, needles, m. p. 107°, and the phmylhydrazon e of the 
0-acetate, m. p. 226°, which on boiling with acetic acid is iso- 
merised into the 1$ -acetyl derivative, prisms, m. p. 130 — 131°. 
This, on further acetylation, gives the ON -diaceiyl derivative, 
needles, m. p. 132*5°. The 0 -benzoate, m. p. 124°, yields a phenyl - 
hydra-zone , m. p. 247°, which may also be obtained by benzovlating 
the phenylhydrazone of the hydroxy-ketone. An attempt to 
convert this into the benzoyl phe nyl hydra-zone, m. p. 115 — 110°, 
was not successful, but this hydrazone was actually obtained from 
benzoylphenylhydrazine and the hydroxy-ketone. The 0 -benzoyl - 
$ -acetyl derivative of the phenylhydrazone, prepared either by 
acetylation of the phenylhydrazone of the benzoate or by the 
action of acetylphenylhydrazine on the benzoate itself, has m. p. 
192 — 192*5°, and on reduction gives acetanilide and the X -benzoyl 
derivative, m. p. 166 — 168°, of 7-hydroxy-4-methyl-l-hydrind- 
araine. The N -benzoyl- 0 -acetyl derivative, m. p. 152*5— 153*5°, 
prepared from benzoylphenylhydrazine and the acetate of the 
hydroxy-ketone, on reduction gave benzanilide and the N -acetyl 
derivative, m. p. 158°, of the same hydroxy met hylhydrindami n e . 

The p-nitrophenylkydrazone of the hydroxy-ketone has m. p. 
298°, its O-acetate, m. p. 264 — 265°, and its 0 -benzoate, m. p..299° 
(decomp.). The anil of the hydroxy-ketone has m. p. 88 — 89 
its oxime , ni. p. 140°, and the dibenzoyl derivative of the oxime, 
m. p. 186*5 — 187*5°. The oxime on reduction gives 7-hydroxy - 
4-methyl- 1-hydrindaminc, which is isolated as its dibenzoyl deriv- 
ative, m. p. 150°. 7-Mcthoxy-4-methyl-l -hydrindone gives a 
phenylhydrazone, m. p. 150 — 152°, a p -nitrophenylkydrazone, m. p. 
215°, and a phenylmetkylhydrazone, in. p. 83 — 85°. 

7-Hydroxy-2 : 4- dimethyl- 1 -hydrindone gives a phenylhydrazone , 
ro. p. 136*5°, an O -acetate, ra. p. 91*5 — 92°, and an 0 -benzoate, 
m *p. 113°. The phenylhydrazone yields an O -acetate, m. p. 184*5— 
185*5°, and an O -benzoate, m. p. 232 J , which does not undergo 
isomeric change similarly to its lower homologue. The \-benzoyl 
derivative of the hydraime has m. p. 133 — 135°, and the N-acetyJ 
derivttive of the 0- benzoate of the phenylhydrazone has m. p. 171 . 
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7 -Hydroxy- 3 : 4-dimethyI-l-hydrindone gives a phenylhydrazone 
m. p. 166*5 — 167*5°, an Q -acetate, m, p. 135°, and an 0 -benzoate 
m. p. 106°; the hydrazone gives an 0 -acetate, m. p. 210 — -211°, an{ j 
an 0 ^benzoate, m. p. 221 — 222°, which on heating with acetic acid 
is converted into the -benzoyl derivative, m. p. 147^148*5°, also 
prepared from the hydroxy-ketone and 1 benzoylphenylhydrazinc 
The O-a-cetyl-N-benzoyl derivative of the hydrazone is obtained by 
acetylation of the iV- benzoyl derivative, and has m. p. 176*5—177= 

5-Hydroxy- 1-hydrindone gives a benzoyl derivative, a pkenyC 
hydrazone , m. p. 165 — 166°, an 0 -benzoyl derivative of the phenyl, 
hydrazone, m. p. 180 — 181°, and an N -benzoyl derivative, m. p, 
227°, prepared by using benzoylphenylhydrazine. 0. K. I, 

The Azo-ester Reaction with Amines and Enols. Otto 
Diels (Annalcn, 1922, 428, 1 — 55). — An introductory account of 
this research has already been published (cf. this vol., i, 774). 

[With 85 rensen.] — T he additive product of a-naphthylaniinc 
with ethyl azodicarboxylatc (cf. A., 1921, i, 280) is readily con- 
verted by alcoholic hydrochloric acid into l-amino4-n$.dicarb- 
elho.ryhydraz in onapht haler, e hydrochloride , 

NH^CjoHg-NtCOaEtJ-NH-CO^HCI, 
which undergoes hydrolytic fission in solution in water with the 
formation of the original additive product, and is reduced by 
hydriodic acid to 1 : 4-naphthylcnediamine. Sodium 1 -amho- 

Z-xfi-dicarbethoryhydrazinonaphthaleneA-svlpkonate, m. p. 204- - 

210°, the product obtained using sodium naphthionatc in place of 
a-naphthyiamine, loses alcohol on treatment with piperidine, giving 
ethyl 2Aceto-6-siflpho-l : 3 : 4- . a phthisotriazineA-carboxylate, m. p. 
135°, whilst with concentrated alkali the carbethoxyl group is 
eliminated, giving 2-Jceto - 1 : 3 : 4-naphlhlsotriazine-Q-sulphonic acid , 
m . p . about 330°. On reduction by sodiu m a malgam , the hydrazino- 
compound loses its sutphonic acid group, giving l-amuw-2-t$- 
dimrbethoxyhydraz in or, a pkthal ere, m. p. 147°, which on treatment 
with hydriodic acid and acetic acid gives 2-mcthyl-a-naphthimin- 
azole, and on treatment with piperidine or concentrated alkali 
give, similarly to the sulphonic acids above mentioned, elhyl-2-h!o- 
1 : 3-: 'i-Mipkfhhotriazine-i-carbo.rylale, m. p. 272 — 273°, and 2-kefo- 
1:3: c L-naphtkisotriazinc i m. p. 299°, ^p-Dinaphthylamine and 
ethyl azodicarboxylatc give a small yield of an additive product, 

m. p. 250-252’. 

[With Mohl.] — 9-Aminoanthracenc combines with ethyl azoai- 
carboxylate, forming 9-amir, oAQ-xfi-dica rbetkoxyk ydraz in oan thrfc 
cene, m. p. 199°, which gives a monoacetyl derivative, m. p. 277 
(decomp.), and a diacelyl derivative, m. p. 219 — 220° (decomp.), 
and is convertible into anthraquinone by way of 9 : 10-anthrylene- 
diamine. It also forms an additive product, m. p. 220°, with 
carbefchoxyearbimide. 

[With Aubart .}— Ethyl z-pken yl prozan-$y-dicarboxylale, 

NHPh-N(CG 2 Et)*NH*C0 2 Et, 

m. p. 138°, and ethyl a-p 4 olyl proza n - [iy- dlcarboxylad e , ra. p. H« > 
are ‘formed by the action of ethyl azodicarboxylate on afcime 
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and p-toluidine, respectively. The latter ester decomposes on 
heating into ethyl hydrazodicarboxylate and an oil from which 
p-toluidme, ethyl p-tolylcarbamate, and p-azotoluene can be 

1 [With Ecs«LMANN.]-Ethyl azodicarboxylate and n-xvlidinc 
form 3-aminoS-aP-dicarbpJ?ioxyhydraz ino-p-xylene, m. p 117° ^vhich 
crystallises from acetonitrile with 1 mol. of solvent, and gives a crystal 
line hydrochloride and oxahte , m. p. 176°. On treatment with acetic 
anhydride, it yields an acetyl derivative, m. p. 193°, and with acetic 
and hydriodic acid it is hydrolysed with the formation of 3 ; 6-di- 
amino-p-xylene ; sulphuric acid converts the hydrazino-eompound 
into p-xyloquinone. p-Xylidine unites with two molecules of the 
azo-ester, giving a compound, Cy^OgN,, m. p. 168° (decomp.), 
from which one molecule of the azo -ester is easily removed with 
the formation of the preceding hydrazino-compound. 

[With Kleinfeller.] The azo-ester combines with dimethyl- 
jj-naphthylamine, giving 

azinonaphthaleve, m. p. 163-5° ( perchlorate , m. p. 124°), the consti- 
tution of which follows from its formation from 2-amino- l-aj3- 
dicarbethoxyhydrazinonaphthalene by methylation. Methyl azo- 
dicarboxylate and dimethyl- a-naphthylaminc yield 1 -dimethyl - 
aminoA-*$-dicarbomelhozyhydrazinonapkthaler>e } m. p. 154° {hydro- 
chloride decomposes at 100°), and methyl azodicarboxylate and 
wonomethyl-a-naphthylaminc yield l-methylaminoA-rf-dicarbo- 
methoxyhydrazinonaphthalene , m. p. 193°; both the mono- and 
di-methyl compounds are produced on methylation of l-amiuo- 
i-^-dicarbomethoxyhydrazinonapHliahne, m. p. 203 — 204 bv 
means of methyl iodide. 

[With W ackermann. ] — 2 -A 1 -« j 1-dicarbometkoxyhydrazii c- 

naphthalene , m. p. 210°, gives a hydrochloride , m. p. 218°, and an 
aedyl derivative, m. p. 244°, and when treated with piperidine 
yields a substance , C u H 9 ON 3 , m. p. 315°. On oxidation with 
hydrogen peroxide, it gives methyl 3 -hydroxy -x-naphlkatriazoh:. - 
2 : %-dicarboxylale } m. p. 117°. 

[With Sorensen.] — 1-ri minoA-x$-dicarboxymethylamidohydr- 
azinonaphfhalene, m. p. 214°, and l-aminoA-oL^-di carhoxyeth yl - 
amidokydrazinonaphihaleue, m. p. 213°, are obtained from oc-neph- 
thylaraine and the appropriate azodicarboxylamide, and can be 
oxidised to a-naphthaquinone. 2-Amino-\-v$-dicarboxymeihyi- 
ttmidohydrazinonaphthalene , m. p. 230°, is prepared from j3-naph- 
thylamine and azodicarboxyinethylamide ; on treatment with 

alkali it yields methyl - 1 -x-Haphthim iu azolon ecarbamide, m. p. 220 

-21°, and, on treatment with hydriodic acid and acetic acid, gives 
*-naphlhiminoazolo?ie ( 1 : 2 - aphtkylen ecarbamide) , m.‘ p. 377°, 
which was prepared also from 1 : 2-naphthylenediaminc and 
Ca ™onyI chloride for comparison. 

[With Kleinfeller,]— Azodibenzoyl unites with dimethyl- 
.^phthylamine to give an additive product, C 2 5 H 23 0 2 N 3 , m. p. 

215°, which forms both a hydrochloride and a potassium 

compound. » • 

[With FtJLDNEK.]— An additive reaction takes place betVeen 
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ethyl azodicarboxylate and ethyl p-aminocrotonate, but the nr 
duct is not crystalline. On acid hydrolysis, however, it 
ethyl x-'NW-dicarbethoxykydrazinoacetoacdate, m. p. 75 D _ ® 

fi-amino-x-NN'-dicarbometkoJcyhydrazitiOcrototuUe has m. p, 14Q« A 
its hydrolysis product, ethyl a - NN / - dicarbo m ethoxykydraz inoaceio 
acetate, has m. p. 113°, * 

Ethyl acetoacetate reacts directly with ethyl azodicarboxylate 
giving ethyl a-NN'-dicarbethoxyhydrazinoacetoacetate, and acetvl' 
acetone gives j fi-dimrbethoxyhydrazinoacelylacdone, m. p. 123° gjyj 
fi-dicarbomdhoxyhydmziiioacelylaeetane, m. p. 120°, on treatment 
with the appropriate azo-ester. (j ]£ j 

Catalytic Preparation of Azobenzene and Aniline. II 

C. 0. Henke and 0. W. Brown (J. Physical Chem 1922, 26, 

638; cf. this vol., i, 586). — A continuation of work previously 
published on the reduction of nitrobenzene in the presence of 
metallic catalysts. The method of procedure is the same as that 
previously adopted, and in the present work the effect of using 
thallium and gold as catalysts has been investigated. Thallium 
prepared from thallic oxide at 260° is shown to be an excellent 
catalyst for the reduction of nitrobenzene to azobenzene. With a 
rate of flow’ of 4-1 grams of nitrobenzene per hour with a 13% 
excess of hydrogen a material yield of 90*2% of azobenzene and 
4*3% of aniline is obtained. The activity of the thallium catalyst 
decreases very rapidly with use, and this is probably caused bv it 
melting and running together. Gold has a high catalytic activity 
for producing aniline which decreases with use. With this metal 
as catalyst, the yield of aniline at 355° is almost quantitative. 

J. F. S. 

The Reaction between Azobenzene Hydrochloride and 
Aromatic Hydrocarbons. IX. Rudolf Puumerer, Josef 
Binapfl, Karl Bittner, and Karl Schuegraf {Ber. t 1922, 55, 
[£], 3095 — 3104). — It has been shown previously (this vol., i, 24) 
that azobenzene reacts with benzene in the presence of aluminium 
chloride and hydrogen chloride to give p*aminodiphcnyl as main 
product. The examination of the change has been extended, 
whereby it is found that the p-aminophcnylresidue can be con- 
veniently introduced into many aromatic compounds by the help 
of azobenzene. 

In the previous communication {loc. cit .), the carbonium formula 
has been suggested tentatively for azobenzene hydrochloride, 

J C,H 4 -NIT- ■N:C,H 1 < H jci. An analogy between the compound 

and triphenvlcarbonium chloride is found in the observation that 
they yield dark brown solutions in phenol or p-cresol, whereas only 
a slight deepening of colour is observed in other solvents, henzy ■ 
ideneaniline and benzophenoneanil, which are constitutions j 
closely related to azobenzene, do not show this colour change wi 
phenol and hydrogen chloride; they do not act as phenjamg 
agents in the iYicdcl -Graft s’ reaction. <« , 

The reaction between azobenzene hydrochloride and to u* 
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the presente of aluminium chloride is 
observed with benzene, so that in order t 
action of toluene and aluminium chloric 
not be allowed to rise above 10 — 15°. 
mixture of* the hydrochlorides of 4 
benzidine, aniline, and possibly semidii 
former is most conveniently separated 
at 190— 200 o /20 mm. (the temperature 

4'-Amino-4*methvldiphenyl , C fi H 4 Me-C 6 Ii 4 u\n 2 , nas in. p. VhS-5 

09°, in agreement with the observations of Kliegl and Huber (A 
1920, i, 835). v ‘ 

0 - Azotoluene hydrochloride is transformed by benzene in the 
presence of aluminium chloride into the hydrochloride of i-amino-Z- 
MthyUiphenyl which is isolated from the crude product of the 
reaction by fractional sublimation in a vacuum. A-Amii\o-?>- 
rmthyldiphenyl, CgH^-CgH.jMe-NHc,, is a pale yellow, viscous liquid, 
b. p. 190— 191 0 /15 mm., which does not solidify when placed in a 
freezing mixture. Its acetyl derivative forms colourless crystals, 
m. p. 165-5°, whereas the benzylidene compound crystallises in yellow 
leaflets, m. p. 108-5°. 

The action of naphthalene on azobenzene hydrochloride in the 
presence of aluminium chloride has been examined in carbon 
disulphide solution; the yields of the products and the success 
of the experiments depend greatly on the purity of the reagents. 
The crude product is a mixture of the hydrochlorides of benzidine 
and p- a-naphthylaniline with naphthylazobenzem and dimphthyl- 
azobenzene (the azo-compounds have only been examined quali- 
tatively up to the present). p-a-A 'apIditylaniUne, C I0 H 7 ‘C 6 H 1 *XH 2 , 
crystallises in colourless leaflets, m. p. 94 — 95°; it yields a benzyl- 
idem compound, pale yellow crystals, m. p. 164-5°. 

Azobenzene hydrochloride and diphenyl yield l-phenylA-})- 
aminophenylbenzene, C 6 H 4 Ph*C 6 H 4 # NH 2 , silvery leaflets, m. p. 19h : 
(in an atmosphere of carbon dioxide). The base yields solid yellow 
diazonium salts which are relatively very stable and couple with 
R-salt with the formation of a bluish-red dye. The diazonium 
sulphate is deaminated by an alkaline solution of. sodium stamiito 
with the formation of 1 : 4-diphenylbenzcne, m. p. 209°. H. W. 


more vigorous than that 
0 avoid the hydrogenating 
rpi e temperature should 
;he product consists of a 

: -amino-4-methyldiphenyl, 

ie bases from which the 
by fractional sublimation 
being that of the bath). 


Attempts to Prepare Red Sulphide Dyes. II. Mercaptan 
Derivatives of Azo-dyes. Edwin Roy Watson and Sikiii- 
bhushan Dutt (T., 1922, 121, 2414—2419). 


Some Arylazoglyoxalines. Frank Lee Pyman and Laur- 
ence Barnett Tdimis [J. Soc. Dyers and Col,. 1922, 38, 

269—272). — The arylazoglyoxalines of the type n ^ 7 C -N. NR , 


where R is an aryl group, formed by coupling glyoxaline with 
diazonium salts in alkaline solution, are produced in widely varying 
yield according to whether the diazonium compound contains 
an ortho-substituent or not. Thus the yield of 2 -bcnzeneazo- 
glyoialine is 74% of the theory, 2 -p-bromobenzeneazoglye‘xaline 
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85%, 2-p-tolueneazoglyoxaline 84%, 2-p-ethoxybenzeheazogW. 
aline 64%, and 2-p-sulphobenzeneazoglyoxalind 52%, as agai^t 
2-o-tolueneazoglyoxaline 26%, and 2-o-m ethoxybenzeneazogW a ]. 
ine 10%. The yields of 2-aminoglyoxaline, formed by reduction 
with stannous chloride of such arylazoglyoxaiines aS have a para- 
substituent in the benzene ring also vary widely, ranging fr 01n 
only 15% from 2-p-tolueneazoglyoxaline to 26% from the p-ethoxy. 
compound, 43% from the p-sulpho -compound, and 56% from the 
p-bromo-compound. Those not containing a para-substituent give 
under similar treatment 65 — 75% yields of diaminophenylglyoxa]. 
ines. These diamines cannot be tetrazotised, as the glyoxaline 
amino -group does not react normally with nitrous acid. The 
arylazoglyoxaiines dye wool brownish-yellow shades, but the 
colours are not fast. 2-o- Meihoxybenzejicazoglyoxaline forms orange 

prisms, m. p. 161 ° (corr.), which on reduction with stannous chloride 

yield 2 : i'-diarninoA-m-methoxyphenylglyoxaline, isolated as its 
dihydrochloride t white needles, m. p. 268° (corr., decomp.). It also 
forms a picrate, m. p. 202° (corr.), and a sparmgly soluble sulphate. 
2-p-Ethoxybenzencazoglyoxaline forms brownish-red plates, m. p 
216° (corr.). G.F.M. ‘ 

The Triazo-group. XXII. Cinnamic Acid Chlorohydrin 
and its Conversion into a-Triazo-p-hydroxy-p-phenylpro- 
pionic Acid. Marti x Onslow Forster and William Bristow 
Saville (T., 1922, 121, 2595—2601). 


The Coagulation of Proteins by Heat. W. W. Lepeschkix 
[Biochem. J., 1922, 16, 678 — 701). — The coefficient of denaturation 
is equal to F5 — 2*5 per one degree. From the study of the influence 
of alkalis and acids on denaturation, it is concluded that denatur- 
ation is a weak hydrolysis of protein. The denaturation of protein 
is increased by the presence of salts — potassium thiocyanate has a 
greater effect than potassium sulphate and' potassium chlorate 
takes the middle position, that is, the effect depends on the lyotropic 
properties of the salts. The coagulation of denalurated protein 
proceeds at a certain temperature considerably more rapidly than 
the denaturation at the same temperature if. the protein solution 
contains a sufficiently large amount of salt. The temperature 
coefficient of coagulation of denalurated albumin is greater than 
that of arsenic trisulphide or lecithin, but is nearer to that of lecithin, 
which occupies an intermediate position between a suspensoid 
and an emuisoid. Acid strongly increases and alkali strongly 
diminishes the coagulation rate of denaturated albumin. Ine 
increase, however, is not proportionate to the concentration of the 
hydrogen or hydroxyl ions, and is evidently due to the formation o 
acid and alkali compounds of the denaturated protein. The colloidal 
state of the acid compounds is nearer to that of a typical suspensoid, 
whilst that of alkali compounds is nearer to that of an emulsoia. 
The colloidal state of the acid compounds of denaturated albumu 
is not identical with that of the denaturated acid compounds oi 
native albumin formed in the* presence of the same concentration 
of acid. The coagulation velocity of denaturated albumin W 
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in the presence of potassium chloride is greater than ^ ^ 

velocity of denatured albumin formed when the salt is not presenT 
Serum-albumm and egg-a bumin arc altered after prolonged E 
in such a manner that after denaturation they show a meeter?.,, 
ceptibility tft Salts than before. This is not in augment with the 
observations of Pauli and Handovsky. The action of the katiuna 
on the velocity of coagulation of denaturated albumin is not m 
portional to their valency; tervalent kations produce an acceler 
alien which is almost the same as that produced by univalent 
ions, and consequently the coagulation of denaturated albumin 
cannot be regarded simply as a process of electrical discharge of 
protein particles by the ions, but must be held also to be a chemical 
phenomenon. g g 2 


Adsorption of Proteins, Ferments, Toxins, and Sera bv 
Aluminium Hydroxide. M. A. Rakusin (Z. Immnnit. 1922 
34, 155— 193; from Chem. Zentr., 1922, iii, 644).— Albumin in 
egg-white solution is separated into two components by anhydrous 
aluminium hydroxide. The two components differ in optical 
rotatory power. Casein is adsorbed without separation. Chondrin 
is separated from chondroitin-sulphuric acid which remains in 
solution whilst the colloidal chondrin residue is irreversibly adsorbed. 
Pepsin, trypsin, and pancreatin are partly adsorbed. * Papain in 
aqueous solution is not absorbed. Diastase is decomposed. Koch 
tuberculin and Denys tuberculin may be distinguished through 
their adsorption by aluminium hydroxide. Pohl spermin, diphtheria 
antitoxin, and pepsin-fibrin peptone all undergo separation into 
simpler components on treatment with aluminium hydroxide. 

G. \V. 11 


The Nitrogen Distribution in Bence Jones's Protein. A 
New Colorimetric Method for the Estimation of Tryptophan 
in Protein. Ery Luscjier ( Blochem . J., 1922, 16, 556— 5C3). - 
Bence Jones s protein differs from all the proteins analysed up to 
the present time, not only in its physical behaviour, but also in 
its nitrogen distribution as determined by Van Slyke’s method. 
There is, however, some evidence that the same protein appears 
in the urine in all cases of Bence Jones's proteinuria. • 

The author proposes to use benzaldehyde instead of form- 
aldehyde in Fiirth’s and Siebens colorimetric method for the 
estimation of tryptophan (A., 1921, ii, 71). S. & Z. 

The Content of the Proteins of the Lens in Histidine, 
Arginine, and Lysine. A. Jess (Z. physiol Chem , 1922, 122, 
160—165). — The three proteins in the lens, a-crystallin, p-crystaljin, 
and albumoid contain, respectively, 3*8%, 2-0%, and 2*7% of 
histidine, 8-0%, 7-5%, and 10*3% of arginine, and 3-7%, 4-6%, 
and 3-8% of arginine. W. 0. K. 

The Physical Chemistry of Haemoglobin in Blood. W. E. L. 

Brown and A. V. Him, (Arch. Neerland. physiol . , 1922, 7, 174— 

1 /8). — it has been suggested that haemoglobin is polymerised ‘by 
salts •and that it combines with oxygen according to the equation 
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Hb n +n0 2 ^(Hb0 2 ) B . This view is supported by measurements 
of the heat of reaction of haemoglobin with oxygen. 0. 

Nucleic Acid Protein Compounds. B^Steudel and E. 
Peiser (Z. physiol. Chan., 1922. 122, 298 30^— -In^ojder to eluci- 
date the structure of nucleoproteins, presumably salts of nucleic 
acid and protein, salts of this type have been prepared from clup e i n 
and guanylic acid, from clupein and yeast-nucleic acid, and from 
clupein and eosin, and their* content in phosphorus and in nitrogen 
has been determined. W. 0. K. 


The Diastatic Action of Albumoses and Amino-acids. 

W. Biedermann (Arch. Necrland. physiol, 1922, 7, 151 — 156).— 
If blood-fibrin is heated with water in a sealed tube at 160 — 170°, 
the resulting solution after filtration shows a definite diastatic 
action on starch. This does not take place in the absence of 
oxygen or of sodium chloride. Certain amino-acids, for example, 
glycine and leucine, have a similar action, and with these, too' 
the presence of oxygen and of salt ions is necessary. W. 0. K. 

Invertase. III. Richard Willstatter, Johanna Graseb, 
and Richard Kuhn (Z. physiol. Chan., 1922, 123, 1 — 78; cf. A., 
1921, i, 823; this vol., i, 598).— Preparations of autolysed yeast 
change with age in such a way that the invertase becomes practically 
completely precipitable by lead acetate. This, in combination 
with the methods previously used (loc. cit.) — particularly adsorp- 
tion with aluminium hydroxide and dialysis — gives a means of 
obtaining extremely active invertase preparations. The precipi- 
tation by lead acetate is affected also by other factors such as 
incidental substances present in the invertase solution, particularly 
phosphates. The phosphorous content of these very highly active 
invertase preparations is very low. 

The activity of invertase appears to be independent of the other 
compounds which accompany it, and also independent of the state 
of aggregation. Incidental impurities are, however, important in 
this respect, that the very pure preparations are much less stable. 
They can be protected by the addition of, for example, calcium 
chloride or yeast -gum. * 

Purified invertase lias an optimum activity at P n 4-6. Experi- 
ments carried out on the kinetics of the reaction indicate that it is 
unimolecular. W- ^ 

The Phosphorus Content of Purified Saccharase Prepar- 
ations. II. VON Eulek and 0. Svanberg [Arkiv Km. min. 
Geol., 1922, 8, No. 12, 1—13).— By estimating the concentration 
of ‘silver ions electrometrically, the dissociation constants of t e 
silver salts of the following acids have been determined : cysteine, 
0*89 X 1(T® ; combined nucleic acid, 0-28 X 10‘ 7 ; guanylic acid, 
4-2x10'®; inosic acid, 9-3 X Hr 5 ; adenylic acid, HtoX w , 
guanosine, 1 X 10' 4 ; adenosine, 50 X 10“®; caffeine, *9X > , 

guanine, about 10-* ; uric acid, about W*. These may be comp^ 
with the value of 0-87 X Ur® obtained for a highly punhed ^ 

it la' probable that the presence in the saccharase rnoleon 
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components oi the nature of nucleic acids may explain the poison™ 
of tfcejgr^e *>y *<lvw salts, as these acids have a strong affinity 

'““MP solutions after exhaustive dialvsU leave an 
B h winch ean beTSompletely accounted for by the phosphoric acid 
present, indicating the absence of any corresponding metal as base 

W. 0. K. " 

Enzyme Chemistry. Hans von -Euler and Karl Mranfrir 
(Arkiv Km. Min . Ged, 1922, 8, No. 17, l— 15).— By acting on a 
purified sacoharase solution with Bacillus macerans , or with the 
digestive enzyme from Helix pomtia, and then dialysing, the 
authors have obtained a preparation of only slightly diminished 
activity, but with a much smaller dry residue. The activity of the 
material left behind was therefore much increased. The enzyme 
from Aspergillus ortjzce and also Taka diastase gave similar results" 

In presence of phenol, dextrose is more easily cstcrified by 
phosphate under the influence of yeast than is maltose. In the 
presence of toluene, the initial fermentation of dextrose and maltose 
is inhibited much more than that of saccharose, W. 0. K. 

Reductases. I. Some Conditions of the Activity of Starch 
Reductase. I. A. Smoromncev (Z. physiol. Ohm., 1922, 123, 
130 — 144). — Estimations made of the amount of nitrite produced 
from nitrate by an extract of potatoes in presence of acetaldehyde 
indicate an increase in the reaction with increase of the amount 
of ferment used, but not nearly so marked an increase with increas- 
ing amount of aldehyde. Neither formaldehyde nor vanillin is 
so efficient as acetaldehyde. With acetaldehyde, the reaction 
ceases after thirty to sixty minutes. Atmospheric oxygen does 
not appear to be harmful, ami very dilute acid is favourable, 
although greater concentrations markedly retard the reaction. 

W. 0. K. 


Synthesis oi Aromatic Arsinic Acids. Heinrich Bart 
(iunofen, 1922, 429, oo — 103). —The method of preparing aryl- 
arsinic acids by the interact ion of aromatic diazonium solutions 
with acid or alkaline arsenite solutions, which has been widely 
used of recent years, was nevertheless originated by the author 
(B.R.-P. 250264). 

Details are given for the preparation of a number of arylarsinie 
acids certain of which are new : phenylarsinic acid, o-tolylarsinic 
acid, w-tolylarsinic acid, p-tolylarsinic acid, p-ethoxyphenylarsinic 
acid, p-acetylaminophenylarsinic acid, o-c hhrophenylamnic acid, 
needles, m, p. 181°, m •chlorophenylatsiiiic acid, m. p. ITS 1 ' 3 , p-chioro- 
phenylarsinic acid, o-carboxyphenylarsinic acid, m-carboxyphenyl- 
ursinic acid, needles which lose water at 250°, p-carboxyphenyl- 
arsinic acid, p-phenylenediarsinie acid, o-hydroxyphcnyhrsinic add, 
m * P* 191°, p-hydroxyphenylarsinic acid, o -nitropKenylarsink acid, 
needles, m. p. 233°, m -nitrophenyla rsinic acid, needles, m. p, about 
290°, p-nitrophenylarsinic, acid, m. p.t above 300° (decomp.), op-di- 
mtroghenylarsinic acid, o-miro~2dydroxyphnylarsmc acid, deco&p. 

vol. oxxn. I U 
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250°, o - tg 7 ro - p - hydroxy pk en yla rsi n ic acid, m. p. 228°, and w-nitro- 
p-hydroxyphenylarsinic acid. 

Diphenylarsinic acid , m. p. 178°, is obtained from benzene" 
diazonium chloride and phenylarsine oxide. p-Nitrophenyla rseniov^ 
acid is obtained by reduction of p-nitrophenylarsinrc acid; (IU 
treatment with a diazo-soiution prepared from p-nitroaniline it 
yields di-p-nitrophenylarsinic acid , m. p. 278°. C. K. I. 

Synthesis of Aromatic Arsinic Acids by the Interaction 
of taoDiazo-compounds with the Arsenite-ion. Heinrich 
Bart (Annalen, 1922, 429, 103 — 113). — The same end-product is 
obtained if in the general reaction referred to in the preceding 
abstract the diazonium solution is replaced by alkaline wodiazot&tes. 
Details are given for the preparation by this method of the follow- 
ing substances ; o-nitrophenylarsinie acid, m-niirophenylarsinic 
acid, p-nitrophenylarsinic acid, phenylarsinic acid, o-earboxv- 
phenylarsinic acid, and p-carboxyphenylarsinic acid. 0. K. 1. 

Two New Syntheses of mm'-Diamino-pp'-dihydroxyarseno- 
benzene (Salvarsan Base). Heinrich Bart (Annalen, 1922, 
429, 1 13 — 122). — The first synthesis consists in converting 3-araino-6- 
hydroxyazobenzene into 4-kydroxy-^-benzeneazophmylarsinic acid 
(cf. preceding abstracts) which on reduction yields the required 
substance and two molecules of aniline. 

The starting point of the second synthesis is p-nitro-o-amino- 
phenol, which is condensed with ethyl chloroformate and the 
urethane, m. p. 208°, reduced to give p-amino-o-carbetkoxyaniim- 
pkenol , The latter is readily converted into m-carbethoxyamim-^ 
hydroxy phenylarsinic acid , m. p. 200°, which on reduction gives the 
urethane of the required base. C. K, I. 


The Colloidal Properties of Arsphenamine [Salvarsan] 
and Allied Products. George W. Raiziss and Joseph L. Gavron 
(, J . Pharm. Expl. Ther, f 1922, 20 , 163 — 179) —Experiments on the 
dialysis of 3 : 3'-diamino-4 : 4' -dihydroxy arsenobenzene hydro- 
chloride (salvarsan) through a parchment membrane indicate that 
the solution in water is of a colloidal nature as it diffuses through 
the membrane but slightly, whilst in methyl-alcoholic solution it 
diffuses more readily. The disodium salt diffuses about four times 
as quickly as the hydrochloride. By dialysing silver sodium 
salvarsan, it is found that the arsenic diffuses to the extent of 
about 26% in thirty-six hours, whilst the silver remains completely 
behind. Similar results have been found with gold sodium sal- 
varsan. This is taken to indicate that in these compounds the 
silver or gold is probably in a colloidal form and not chemically 
combined with the arsenic organic compound. 


The Sulphur Content of Arsphenamine [Salvarsan] and its 
Relation to the Mode of Synthesis and Toxicity- ■ 

Walter G. Christiansen (J. Amer. Chem. Soc., 1922 , 44, ^ 
2342; cf. A., 1921, i, 370; this vol., i, 186, 601; F ^„ er .“' 
IVman, T., 1920, 117 , 370).-x-It is shown that in reducing 3 -mtro 
4-ifydroxyphenylarsinic acid to salvarsan the formation, of rex* j 
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toxic products with a high sulphur content is not rl„„ *„ • ' 
in the commercial sodium hyposulphite The saW ‘“P™* 1135 
fairly uniform in regard to toxicity and sulphur cZ 18 
spective of .the period of formation during the reducthT^ A 
hydroxyarseno-compounds in general contain the fewest tZbT 
atoms when prepared from the amino-acids. FixZn ftf 
hydroxyl hydrogen atom m the nitrohydroxvarsinfo 
to make the hyposulphite reduction abnormal, and ^^*2? 
when they can be isolated, contain more sulphur than S™ ' 
substances prepared without fixation of this hydrogen atom Th! 
hydroxyl hydrogen ortho to the nitro-group 7 3 ^ 
important role in the formation of arseno-compounds of the 
under ^deration. The sulphonic acid group found in ce ^ 
samples of arsphenamme probably enters the ring bv way rfZ 
mtrogen atom with the intermediate formation of a sulphamic 

Compounds described are: 3-nilroA-methoxyphenykninic and- 
UdroAAydroxy.S-melhylphenylarsink add ; IrJhwy.^Xl 
pknyhmmc aad and its 3-mfro-derivativc ; 3-nitroA.carbomJhZ 
pknylarsimc acid; S-mtroA ■. 6-dimdhoxyphenylamnk add- l 
mlykmmoA-imthoxyphmylarsink acid ; 3 : 3'-dwmrao-4 ■ 4 ' di 

mdiwxyarseiwbenzene dihydrochloride ; 3 : 3' diamino A : i'-dihdr. 
ari/*o : 5 -dmethylarsenobenzene dihydrochloride ; and 3 ; Z' -diamino 
4:4 : 6 : 6 -tdrarnethoxyarseiiobenzene dihydrochlorid e, * W. G. 

Axonmtic Amtimony Compounds. Hans Schmidt (Annakn, 

M *T$* ‘ *T . Nelv Reciprocal Interconversions of 

Mono-, D%- } and Tn-arylaniximny Compounds.- The examples given 
in this paper show that it is possible to realise the reciprocal 
interconversion, in the sense of the formulae following, of mono- 
cu-, and tri-aryl derivatives of tervalent antimony. 


ArSbX* 


AfgSb 


p- d cctylaminophenyld ich lorosli h ine hydrochloride , 
NHAc-C 6 H 4 -SbCl 2 ,HCl,H 2 0, 

is obtained as colourless crystals, sintering at \25°, by reducing 
jj-acetylammophenylantimonious acid with stannous chloride. It 
ecomposes on keeping, but free p-acelyla m impkenyldich lorost ibine, 
wtuch is obtained from it by rubbing with methyl alcohol, is quite 
stable, forming colourless crystals, m. p. 200°. This substance on 
to&ttnent with ammonia yields p-acetylaminophenylstibinous oxide, 
1 sinters at 180°, which on boiling with 

2®. yl alcohol is converted into t ri-p-acetyh m imphmylstibine. 
tos crystallises from methyl alcohol as needles, with 0'5H 2 0, 
sintering at 205°, m. p. 270°, from acetone in an anhydrous form, 
W, a &d from aqueous acetone in a form containing (2/3)H‘ 2 0. 

sinters at 225°. On oxidation with hydrogen peroxide it 
yields &t-p -acetylaminophenyslxbine oxide hydraie, 
m. p*2oo 6 . (NHAc*C 6 H 4 ) 3 Sb0,4H 2 0, 
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Tri-p-aeetylaminotriphenylstibine, on treatment with methyl 
alcoholic hydrogen chloride', passes into di^acelylamin/yph^yi 
cMorostibinc hydrochloride, m. p. 135°, which yields di-p-oceb/J. 
aminophenylhydroxystibine, (NHAc<^H 4 )^b’0H,l*5R>0, m. p. 
about 130°, on treatment with methyl- alcoholic sodium* hydroxide, 
Any of these compounds on oxidation with hydrogen peroxide 
under appropriate conditions gives di-p-acetylaminophenylstibinic 
acid , (NHAc-C 6 H 4 ) 2 Sb0*0H,3H 2 0, which sinters and turns brown 
at 235°. 

Diphenylacetoxystibim, needles, in. p. 132®. is produced from 
triphenylstibine when the latter is heated with methyl alcoholic 
hydrochloric acid and the product obtained after making alkaline 
is crystallised from acetic acid. Triphenylstibine diacetalc, 
PhjSb(OAc) 2 , m. p. 215°, is formed when triphenylstibine is 
oxidised in acetone solution with hydrogen peroxide and the 


product treated with acetic acid. 

Derivatives of diphenylhydroxystibine readily pass on treatment 
with such reagents as formic, acetic, and hydrochloric acids into 
derivatives of phenyldihydroxystibine. 

VII. p -Amino-, p -Hydroxy-, and p-E thoxy-phenyhnti monious Acids. 
— p-Aminophenylstibinic acid, 3NH 2 'C 6 H 4 *Sb0(0H) 2) 4H 2 0, is ob- 
tained by hydrolysis of p-acetylaminostibinic acid, and on treatment 
with hydrochloric acid gives p -aminophenyltdrachlorostibine hydro- 
chloride, NH 3 ChC 6 H 4 *SbCl 4 ,l'oH 2 0, m. p. 155° (decomp.). p-Jfydr- 
oxyphenylstibink acid, 30H‘C 6 H 4 -Sb0(0H) 2 ,6H 2 0, is prepared from 
the amino-compound by the diazo-reaction, and gives a char- 
acteristic pyridine double salt. m. p. 176°. p-Etkoxyphcnylstibinic 
acid, 30Et*C 6 H 4 *Sb0(0H) 2 ,2H 2 0, is obtained by the diazo-reaction 
from p-phenetidine ; it forms a colourless powder which turns dark 
but does not melt at 270°. 

VIII. mm'- Diamino - pp' - dihydroxystibiobenzene. m-Nitro-p- 

hydroxyphenylstibinic acid on reduction by stannous chloride 
gives m-ajnino-p’hydfQxyphenyldichlorostibine hydrochloride, m. p. 
165—170°, which on further reduction with hypophosphite yields 
mm '■ -diami no- pp' -dihydroxyst i b iobenze ne, 

OH.*C 6 Hj(NH 2 )-Sb:Sb*C 6 H 3 (NH 2 )‘OH. 


Organo-metaUic Compounds. III. The Mechanism of 
the WurU-Fittig Synthesis. Hans Heinrich Schlubach and 
Eduard C. Goes (Ber., 1922, 66, [B], 2889— 2902; cf. A., 19-0, i, 
19).— The extension of the observations of the action of carbon 
monoxide on sodium alkyls (Schlubach, loc. cit .) to t e 
Fittis synthesis leads the authors to the following general con- 
oepiLVttTcourse of the letter change. Thepnmaryp^ 
consist* in the transformation of fltlkyl haloid mto the eoir^pondag 
S : R-Hal t Na R~ +NaHal. In the second phase, ^ 

ii-rxir: rrM, 
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may react wkh alkyl haloid to give a i j ' 

RNa+RHal— >R-R-j-NaHal, or the- tranafoZfen t T^' h' 
R t n, “^ a g am occur. I n the aliphatic S" hi" 15“} 
upwards, the last is the main change Witi li e %l 
other hand 1 , this change is not observed “^y 1 * 011 the 

, he union of the ally] tZclea ^’ 

With increasing length of the aliphatic hydrocarbon fhJn Th' 
transformation becomes less marked and the n.;™ , , ™ e 
more pronounced, so that (with cetyl broLide ™ P the , radicles 
yields of saturated hydrocarbons are ultimatelyUtaheT 1n g °th d 
aromatic senes, the formation of sodium aryls takes place smith ^ 
the shght reactivity of aromatically combined halogen m™keSe 
further production of compounds, R,R, difficult, whfreas hUeasy 
witt aliphatic ha Olds. Complications of the reaction whichTre 
due to the solvent can also arise. Thus snAi,,™ ! ar , e 

diethyl ether to yield ethylene and ethane in accorilLTuffilithe 

equaton Et ; 0-Et+NaEt=Na0Et + C A+ c|7wkhZnzene 

and its homologues, a reaction can also occur : j 

R'Na (cf. Schorigin, A., 1910, i, 547). n + 

The characteristic phenomena on which the hypothesis of the 
pre-existence of free radicles is based are found, not only with 

" 0 , d A mm , akyls ’ but also man > T organometailic compounds 
The reducing properties of the organometailic derivatives of zinc 
and magnesium are well known, and Spat-h (A., 1914 i 1) has 
nbserved that the same anomalous products are obtained when 
a% haloids react with Grignard's reagents and with sodium 
alkyls It therefore appears probable that free radicles are also 
formed m this case; Hesss recent assumption of the existence of 
magnesium hydrogen haloids (A, 1921, i, 777) appears to be 
unnecessary , 

» Pf™* ucts are invariably produced during the course of a 
/a ioao^ 8 ^ tkeSls ‘ Tliese have been considered by Schorigin 
{A 19UX, i, 866) to be entirely inorganic. With this view the 
authors concur, since examination of the product from benzyl 
rnlonde and sodium shows it to be discoloured sodium chloride. 

hen bromobenzene is added gradually to sodium beneath dry 
Jenzene in an atmosphere of carbon monoxide, absorption of the gas 
egms after about two hours and is complete within about eight 
ays. The products are benzoic acid, diphenyl, benzophenone, and 
nphenylcarbinol. Ethyl bromide, sodium, and carbon monoxide 
triethyl^iy 110 ! e ^her give ethylene, diethyl ketone, and 

. hope of isolating the cetyl radicle has led the authors to 
littl ^ ac ^ on 8 °dium on cetyl bromide in the presence ©f a 
, e ^ er; carbon monoxide is not absorbed during the change, 

11 the crystals of metallic lustre which separate do not yield 
ny organic substance when treated with water. At a somewhat 
^per&ture, dicetyl, m. p. 70*5°, is obtained in 88% yield, 
in «, tSS ev *dence of the transitory existence of sodium alkyls 
ben *1 synthesis is fnund in the observation that 

z Jfl chloride and sodium give au immediate ■wine-red coloration 
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(benzyl sodium in contrast to the other alkyl sodium compound 
is red in colour) which gradually passes to -the. customary 
blue. 

A mixture of equivalent quantities of ethyl bromide and bromo- 
benzene is converted by sodium in an atmosphere of.carbon mon- 
oxide into benzoic acid, benzophenone, and triphenylcarbinol * it 
thus appears that under similar conditions sodium phenyl is pro- 
duced more readily than sodium ethyl, and that unchanged ethyl 
bromide reacts more readily than bromobenzene with sodium 
phenyl. In the main, the change occurs through the phases • 
PhBr-f2Na — > PhNa-fNaBr and PhNa+EtBr — ^ PhdEt-fNaBr 

The tendency of the radicles to saturate their free valency is 
evidenced not only by polymerisation, but also by loss of hydrogen • 
as a general rule, a second radicle plays the part of acceptor (for 
example, 2C 2 H 5 — > C 2 H 4 -f-C 2 H 6 ), but this role may also be played 
by a readily oxidisablc material. Thus sodium ethyl and benz- 
aldehyde, when heated in the presence of toluene, give ethylene 
benzyl alcohol, and phenylethylcarbinol (cf. also Schorigin, A., 1908* 
i, SSI). H. W. ’ 

The Preparation and Properties of Organic Stanno- and 
Stanni-chlorides . V. The Salts of certain Special Bases. 

J. G. F. Druce {Chem. News, 1922, 125 , 265 — 267 ; cf. this yol, 
i, 639). — Ilydroxylamine sianni chloride, (NH./OH) 2 ,H 2 SnCl 6 , forms 
a microcrystalline deposit from dilute hydrochloric acid, soluble in 
cold water, but hydrolysed in the hot. 5-Aminoqnindine stanno - 
chloride, C 9 HgN 2 ,H 2 SnCl 4 , forms pale yellow prisms, m. p, 160°; 
5-ami noquinoline stannkhloride, CgHgNg.H^nClg, forms orange 
crystals, ra. p. 242° ; these give cloudy solutions in water. §- Amino- 
2-meihylquinoline stan nochloride, C ]0 H 10 N 2 ,H 2 SnClj, forms felted 
masses of deliquescent, white crystals giving a clear solution in 
cold water; it decomposes at 180°. Q-Amwo-'l-metht/hjinnolm 
stannichloride, C 10 H 18 N 2 ,H 2 SnCl R , forms nacreous plates, m. p. 224— 
228° (decomp.), soluble in cold water to a clear solution which 
slowly deposits hydrated stannic oxide, iso Quinoline stanni- 
chloride, (C 9 H 7 N) 2 ,H.iSnCl 6 , forms almost colourless, prismatic 
crystals, m. p. 265 3 , soluble in cold but hydrolysed by hot water. 


Physiological Chemistry. 


Infl uence of Hydrogen Sulphide on Respiration. H. W. 

Haggard and Y. Henderson (Amer. J . Physiol ,, 1922, 61, 289— 
297). — An atmosphere containing 0 05% of hydrogen sulphide 
causes the death, from lung oedema, of dogs only after many hours 
continued breathing, whereas a concentration of 0*1% causes 
death in fifteen to twenty minutes. Estimations of the car on 
dioxide and oxygen content of the blood *and its carbon moxi 
oom&ihing power indicate that hydrogen sulphide in su 
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amount stimulates the respiration through an action on the vagi. 
As a result, carbon dioxide is removed from the blood and the 
hydrogen -ion. concentration of the blood lowered until alkalosis 
of sufficient, degree is produced, when the stimulating action of the 
hydrogen sulphide is counteracted and an apnoea follows, before 
and during which the hydrogen sulphide of the blood is oxidised. 
Small amounts of hydrogen sulphide are generally without per- 
ceptible effect on the respiratory centre, whereas larger amounts 
paralyse respiration. Chemical Abstracts. 

Relation between Changes of Temperature and Consump- 
tion of Oxygen by Cold-blooded Animals. M. N. J. Dikken 
{Arch. N&rlatid. physiol., 1922, 7, 126 — 131 } .—Measurements of 
the oxygen consumption of cockroaches (Periplaneta americam) 
show an increase with rise of temperature, the temperature coefficient 
being 4*3 between 10° and 20° and 1*7 between 20° and 30°. 

W. 0. K. 


Gas and Electrolyte Equilibria in Blood. I. Technique 
for Collection and Analysis of Blood, and for its Saturation 
with Gas Mixtures of Known Composition. J. H. Austin, 
G. E. Cullen, A. B. Hastings, F, C. McLean, J. P. Peters, and 
D. D. Van Slyke {J. Biol Ohm., 1922, 54, 121 — 147).— The 
authors describe a technique for the preliminary treatment of 
blood by means of which it is hoped, in conjunction with analytical 
methods previously described (Van Slyke and Stadie, this vol., 
ii, 78), to obtain accurate quantitative data concerning the various 
reactions involved (cf. Henderson, A,, 1921, i, 473) in the respiratory 
i in blood. The main features of the technique are two 


methods for saturating the blood with gas mixtures whereby 
changes in the gaseous equilibrium, due to the changes in pressure 
and temperature which result when the tonometer is removed from 
the bath, may be avoided,. In. the first method, the tonometer 
consists of two chambers connected by means of a rubber tube. 
When saturation is complete, the blood is run into the smaller 
chamber, the rubber connexion is closed at two points by means 
of clamps, and the chambers arc then separated by cutting the 
rubber at a point between the two clamps. Before removing the 
smaller chamber from the bath, the gases are displaced from it by 
mercury from a levelling bulb. In the second method, analysis 
of the gas phase is avoided by calculating the amount of carbon 
dioxide and oxygen taken from it by the blood during saturation. 
The whole technique, from the drawing of the blood to the analysis 
of the blood gases, is described in detail in the original, and a 
diagram is provided illustrating the apparatus employed. Equations 
necessary for the calculations involved are also developed. E. §. 

Gas and Electrolyte Equilibria in Blood. II- Tb® 
Reversibility of the Effects of Changes in Carbon Dioxide and 
Oxygen Tensions on the Carbon Dioxide Content of De- 
fitoinated Horse Blood. John P. Peters, Glenn E. Cullen, 
aQ d J. Harold Austin^ [J. Biol. Chem., 1922, 54, 149—152.).*-* o 
irreversible changes in the carbon dioxide capacity of den rgia 
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horse blood are produced by reducing the carbon dioxide or oxygen 
tension to 15 mm. The reduction of the carbon’ dioxide capacit 
of dog’s blood by similar treatment is probably due, as Evans 
(this vol., i, 890) suggests, to the formation of acid, which occur 
rapidly in dog’s blood. * * j g 8 

Calcium in the Blood. P. van Paassen (Nederland, Tijdseb 
Geneeskunde , 1921, 65, ii, 1162—1171). — The concentration of the 
calcium-ions, on which the effect of the calcium content- of the 
blood depends, in serum is given by the expression #[H + ]/[HC0 - 1 
where K~ 350. Thus, when the concentration of the hydrogen-ions 
is constant in the blood, a change in the concentration of calcium 
ions can be brought about only by increasing or decreasing the 
concentration of the hydrogen carbonate-ions. 

Chemical Abstracts. 

The Blood-sugar Content of Capillary Blood as Compared 
with that of Venous Blood. Isaac Neuwirth and I. S. Kleiner 
(J. Lab. Clin. Med,, 1922, 7, 495 — 497). — In twenty individuals 
the capillary blood sugar was found to parallel the venous blood 
sugar. The average of all twenty capillary figures for blood-sugar 
is 0-136% as against 0-130% for the venous. The slight difference 
in this sense would be expected. The blood-sugar estimations 
were made by the Kleiner micro -method. 

Chemical Abstracts, 

Blood-sugar. A. Staslik ( Z . physiol, Chem 1922, 123, 
104— 115).— Dog's blood shows an increase of its sugar content if 
it be boiled with 2% hydrochloric acid before precipitating the 
proteins with colloidal ferric hydroxide. Blood does not contain 
maltose. The bound sugar probably exists as a polysaccharide. 
If mercuric chloride is used to precipitate the proteins, no marked 
increase of reducing power is caused by hydrolysis. W. 0. K. 

Exchange of Chlorine between the Red Blood Corpuscle 
and the surro unding Solution. I. The Influence of Nar- 
cotics on the Exchange of Chlorine. R. Siebeck [in part with 

D. H>ckmack] (Arch. expt. Path. Pharm., 1922 , 95, 93 — 103). — 
Urethane increases the permeability of the red blood-cells to 
chlorine- ions, and its action is parallel to its effect in inhibiting 
the oxidation processes in the cell. For example, both effects are 
reversible on removal of the urethane. Similar results arc obtained 
t>y the use of other narcotics such as methyl, ethyl, propyl, w-butyl, 
and amyl alcohols, diethylurea, and phenylurea. W. 0. K. 

Coagulation of the Blood. II. Thrombin and Anti- 
thrombins. John William Pickering and James Arthur 
Hewitt (Biockem. J ., 1922, 16, 587—598; cf. this vol., i, ,393)-— 
The failure of the .blood to coagulate after the injection of thrombin 
is not due to the secretion by the liver of an excess of antithrombui 
The anti thrombin obtained from liver is a post-mortem produc j . 
Yeast and hydrolysed edestin aVe also capable of yielding a sirnn 
principle which is a product resulting from the hydrolysis o T 
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tein. Tlie addition of thrombin to blood in the state nf . 

gel causes immediate coagulation ^ f rever8lble 

accelerator rather than the^itiator of^S^ % £* 

The Cffrbamino-reaction of the Blond 
Alleged Importance in the Transport^ cS?® '“l?. tteir 
ft, 1 [ °f- CAMILL0 A ™»J* ( Biochm, z “,o^°i3 d 2 e 

188— 196).— From ^expenment^on blood, serum, ascites £,2 


pleural exudate the author finds no evidence Ta^Sierf ^' 1 
alleged “ carbarn, no-aeids '■ play any part tVe tattt 
ids he ,^ + i. .. i . OI 


carbon dioxide. If these fluids be saturated uith 

and the proteins then precipitated by ammonium IffiT 
obtained free from simple constituents by dialysis them , 
greater quantity of carbon dioxide fixed by^the protein fhm ; 
normal physiological state of the blood. P than nuhe 

Colloidal Equilibrium of Blood Serum Roern iw„ c , 
(Compl. rend. Soc. Biol., 1922, 87, 124-126).-l E xperimem“ 
earned out on serum, and on the isolated protetas from sem* 
and from egg m order to determine whether or not them fa” 
physical equilibrium between the albumin and globulin ta the 
blood, the coagulation either by alcohol or by heat being examined 
m the presence of a 0-2% solution of gelatin. The globulin hke 
he whole serum is found to be stabilised whilst the albumin 
becomes less stable. The globulin acts as a stabiliser fo ™he 
serum-albumin, and this relationship is found to be general The 
most stable ratio (SO parts of globulin to 100 parts 8 of albumin) 
closely approaches that of the two proteins in the blood. 

Chemical Abstkacts. 

The Separation of the Globulins of Horse’s Serum M 

Vila (Compl. rend. 1922, 175, 728-731; of. fiettre and Vila,’ 

■ * Tr' J l * 6 3).— The globulins in the serum may be fractionated 
into three groups by addition of tf/100-hydrochloric acid and 
subsequent treatment of the precipitate with acetone. The fraction 
so obtained contains globulin which is insoluble in acid under the 
conditions specified by the author. Another fraction separates on 
eimination of the added acid. The third fraction remains in 
solution : it has the character of serum-albumin. H. J. E. 

Cholesterol Content of Blood-serum. Hermann SmU'ss 
and Wolfgang Schubardt (Zentr. inn. Med., 1922, 43, 425— 432; 
rom C hem. Zentr ., 1922, iii, 582). — Data are given for the cholesterol 
content of pathological blood-sera. From a consideration of fat 
exchange, it would appear that necrobiotic processes play a part in 
wie changes in cholesterol content of sera. G. W. R. 

. Human Mixed Saliva. I. Determination pf the Hydrogen - 
ion Concentration of Human Mixed Saliva. II. Variations 
Hydrogen-ion Concentration. Henry E. Starr {J. 

Chem., 1922, 54, 43—54, 55—’ &4).— I. The saliva is coveted 
under oil to prevent loss of carbon dioxide. A. portion (1 c.c.) is 
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diluted with freshly-boiled distilled water (9 c.q.) and the P 
estimated colorimetrically, using bromo-thymol blue (1 c.c. oi a 
0-01% solution) as indicator. 

II. Using this method, the P K values of 610 specimen of human 
mixed saliva were found to vary between 5*75 and 7-05, 86% of 
the specimens giving values between 6-35 and 6-80. The hydrogen- 
ion concentration of saliva varies directly with the alveolar carbon 
dioxide, increases after a meal and during exercise, and decreases 
as a result of voluntary deep breathing in the open air or of 
emotional excitement. Ingestion of large doses of sodium hydrogen 
carbonate decreases the salivary P H and increases the urinary j J , 

E.S. ’ 

Metabolism of Inorganic Salts. I. The Inorganic-ion 
Balance of the Blood in Parathyroid Tetany. Erwl\ O'. 

Gross and Frank P. Underhill (J. Biol Chem. } 1922, 54, 105 

120). — The blood of dogs with parathyroid tetany showed a low 
calcium and a high potassium content ; the values for other in- 
organic ions were approximately normal. Tetany is thus allied 
to a disturbance in the ratio of potassium to calcium and conse- 
quently of total univalent to total bivalent ions. E. g. 

The Metabolism of Calcium. R. Rosemann {Arch, 'Nkrland. 
physiol. , 1922, 7, 358 — 361). — The consumption of large quantities 
of flesh increases the excretion of calcium. A low' body content nf 
calcium increases the readiness to hay-fever, the administration 
of calcium chloride acting beneficially. With increased calcium 
in the diet there results a retention of potassium, presumably to 
be explained by the antagonistic physiological action of calcium 
and potassium, and also an increased output of sodium. 

W.O.K. 

Some Induced Reactions and their Analogues in the 
Animal Body, N. N. Mjttra and N. R. Dhar (Z. anorg. Chm' 
1922, 122, 146 — 150). — The authors point out that many substances 
— proteins, carbohydrates, fats, etc. — which undergo oxidation in 
the animal body are under ordinary conditions stable in the presence 
of oxygen. The oxidation of these substances is readily induced 
by ferrous hydroxide, and it is argued that the iron of the blood 
induces the oxidation in the body. In the case of oxidation, the 
authors find that only easily oxidisable substances can act as 
negative catalysts ; this is supported by several examples. 

W. T. 

Tlie Gonads of Rhizosloma Cuvieri, Felix Haukowu* 
(Z. physiol. Chem., 1922, 122, 145--159; of. A., 1921, 1, 206)^ 
The gonads, after being freed from fat, were extracted with alcoiio 
and ’with water, and in these extracts and in the residue the following 
substances were found on examination : potassium, S0( * 111 “’ 
magnesium, calcium, iron, chlorine, sulphate and phosphate, 
ine, Or and p-cresolsulphonic acicls, trimethylhmine, betaine, ’ 
and various peptides and proteins containing alanine, yros > 
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glutamio acid, arginine, phenylalanine, cystine, lysine, proline, 
and leucine. , . W. 0. K. 

Influence of the Dextrose Concentration and of the 
Alkalinity on Glycolysis in Vitro. P. Mauhlic and L. Ser- 
vajitie Tend, Soc> Bnl. t 1922, 87, 200 — 201). — Experi- 

ments with blood and with various organs (lung, testes} show that 
the amount of dextrose that is destroyed under standard experi- 
mental conditions bears a close relation to the initial dextrose 
content of the solution. The glycolysis is not always proportional 
to the quantity of sugar. The curve of the percentage loss of 
sugar gives the optimum point at a concentration of dextrose of 
about 0-3%. Similarly, the glycolysis is dependent on the reaction 
of the medium, a of 7-8 being the optimum. This reaction 
corresponds with that which has also been shown to be most favour- 
able to the consumption by the heart of sugar from the artificial 
circulating fluid. Chemical Abstracts. 

The Evolution of Oxidative Enzymes. G. Marixesco 
(Compt. rend. Soc. Bid., 1922, 87, 31 — 34). — The author studied 
the oxydase reaction of various tissues, especially the nerve-tissue, 
in human embryos of different age and concludes that there is a 
double mechanism of respiration in the cell: (1) The iron plays 
the role of a catalyst and is present in the nucleus where there are 
no oxydases, and (2) the oxydase granules found in abundance in 
the cell are identified as mitochondria. Chemical Abstracts. 


Kdle of Hydrogen and Hydroxyl-ion Diffusion in Nerve 
and Muscle Action. Elliot Q. Adams ( J . Physical Chem 1922, 
26, 639— 649) —A theoretical paper in which calculations have 
been made based on the assumptions that nerve and muscle action 
depend on an autocatalytic conversion of dextrose or galactose 
into lactic acid, kept in check by diffusion, and that the significant 
factors in the initiation of a response are the autocatalytic reaction 
e and the diffusion of hydrogen and hydroxyl ions. In plasma, the 
’reaction of which is that of normal blood, [H‘] 0*45 xlO' 7 , 
P n 7*35, and X n -0-55 where X n is the hydrogen-ion potential 
relative to pure water at 37°, the reaction within the excitable 
nerve or muscle fibre is calculated to lie between [H] 0-54x10 , 
P H 7-29, Ah- 0-49, and [H'] 1*03 XlO' 7 , P u 6-99, ior 

effective stimulation, the reaction must be acidified locahy 
within the fibre to a critical value which depends on the concen- 
tration of enzyme (laetaeidase) present in the fibre, and must be 
more acid than the last-named figure [H*]> 1*03x10* , P 6-9,, 
A H >— 0*19. It is calculated that a plasma reaction of r H 0*3-, 
[H*] 1*20 XlO" 7 , Z h ~012 will abolish the response of nerve 
or muscle. This is in agreement with the observation of Van 
Slyke that the most acid reaction during life (in deep coma) i» 

P H 695, [H’j 1*12 xl0“ 7 , Z„-0*15. . 

Production of Acetoacetic Acid from Urocanic Acid hi 
the Surviving Liver. M. Konishi (Z. physiol. Chem., .U-f 
12J, 237— SSh — On transfusing {he liver of a dog with urocanic 
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acid or with glyoxalinelactic acid, a small amount of aqetoacetic 
acid is formed ; the amount is rather more than after transfusion 
with histidine. W. 0. K. 

The Proteolytic Enzymes of the Kidneys. S. G. Hu Bn 

( Z . physiol. Chem ., 1922, 122, 307— 317).— The kidneys of horses 
contain an enzyme attacking peptone with an optimum P H of 7-8 
and an enzyme attacking casein in acid solution. PrefiminarY 
treatment of the kidneys with acid increases the action of the 
enzymes, due apparently to the fact that the enzymes are gradually 
destroyed at approximate neutrality. W. Q 

A New Constituent of the Thyroid. Ubaldo Sammartivo 
(. Biochem . Z., 1922, 132, 293— 294).— Freshly and finely divided 
thyroids (400 grams) were extracted with hot dilute acetic acid 
and the solution concentrated and precipitated with basic lead 
acetate. The lead-free filtrate was concentrated and precipitated 
with alcohol. The filtrate from this gave potassium picrate, and 
then a red picrate unmelted at 300°, and a picrate, m. p. 255—295° 
After removal of picric acid from the mother-liquors, addition of 
alcohol precipitated a crystalline substance, m. p, 225—228°. 
which contained calcium, nitrogen, carbon, and a large proportion 
of oxygen. H. K. 

The Influence of the Thyroid on Creatine-Creatinine 
Metabolism. Paul Schenk {Arch, expt. Path. Pharm 1922, 
95 , 4o — 63). — In thyroidectomised rabbits, the blood creatinine is 
not markedly decreased, but the excretion of preformed creatinine 
in the urine shows a marked diminution. A marked increase then 
takes place on administration of thyroid extract. W. 0. K. 

Mechanism of the Contraction of Striated Muscle pro- 
duced by Poisons. V. The Action of Specific Muscle 
Poisons on Lifeless Colloids. Otto Riesser and S. M. Nstr- 
Schlosz {Arch, expt , Path. Pharm., 1922, 94, 190 — 221). — Character- 
istic changes in the viscosity of a gelatin solution are produced by 
addition of muscle poisons such as veratrine, strophanthin, digit- 
alin, quinine, caffeine, nicotine, and novocaine, but not by poisons 
(morphine, codeine, atropine, acetylcholine) which have no typical 
action on muscle. Where the physiological actions of the poisons 
are similar, as, for example, in the cases of strophanthin and digit- 
alin, .the influence on the viscosity is also similar; in other cases 
it is dissimilar. The physiological antagonism between veratrine 
and novocai.e and veratrine and atropine is paralleled by an an- 
tagonistic influence on the viscosity of gelatin solutions; the 
mectaaniun of the antagonism is, however, different in the two 
cases. It is concluded that the action of muscle poisons is due to 
the changes which they produce in the colloids of the muscles. 

E. S. 

Tension and Extensibility of Muscle during Contraction 
by Acids or Chemical Meanq. P. VerzAb, J. B6g$l, and • 
Z., 1922, 132, M— 81).— He tension developed 
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in an acid solution of P n less than 3 is less than that in normal 
contraction of muscle, whilst aqueous solutions of chloroform 
ethyl and methyl alcohols, glycerol, aniline, and ammonia produce 
considerable tension. The extensibility of muscle is increased by 
acid over that of normal muscle and the above-named reagents 
diminish it. The results support von Fiirth’s theory of muscle 

contraction. jj ^ 

The Replaceability of Potassium by Uranium in Cross- 
striped Muscle. F. Verzar and W. Szanyi ( Biochem Z 1022 
132, 53 — 63). The sartorius muscle of the frog, immersed in 
sodium chloride solution, exhibits fibrillary movements which are 
inhibited by equimolecular quantities of potassium or uranium 
salts. The action is reversible in both cases, but only so in the 
case of uranium if long contact is avoided. Emanation is without 
action on the fibrillary movements. If the movements be in- 
hibited by potassium or uranium, then addition of the other restores 
the movements to some extent. {{ g 

The Materials Extracted from Muscles. XXI. The 
Organic Bases of the Flesh of Swine. I. A. Smorodincev 
(Z. physiol. Chem. f 1922, 123, 116 — 129). — Using more than 2 kilos, 
of pig’s flesh, the following approximate figures are found for the 
content in organic bases : creatine, 0*228% ; purines, 0*086% ; 
camosine, 0*289 % ; methylguanidine, 0*032% ; carnitine, 0-032%! 
As compared with other animals investigated, it is particularly 
rich in creatine and camosine. W. 0, K. 

The Action of Digitalis, Calcium, and Barium on Strips 
of Heart Muscle (Lttwe) and the Antagonistic Influence of 
Cocaine, Magnesium, and Potassium. Martin Brann (Arch. 
ex.pt. Path . Pharm., 1922, 94, 222 — 234).— Contrary to Lowe’s 
statement, digitalin produces contractions in strips of ventricle 
free from ganglia, an action which is antagonised by cocaine and 
potassium chloride. Calcium chloride, which resembles digitalin 
in its action, is similarly antagonised by cocaine, magnesium 
chloride, and potassium chloride. The two last substances, but 
not cocaine, also antagonise the tonic action of barium chloride. 

E. S. 

Potassium-Calcium Equilibrium in Animal Systems. 

H. Zwaardemaker { Biochem - . Z., 1922, 132, 95— 102) —A dis- 
cussion of this subject with reference to replacement of potassium 
by uranium and thorium in Ringer’s solution. H. K. 

Decarboxylation. K. Spiro [Arch. Neerland. physiol 1922, 
7, 227—233). — A general review* of the place of decarboxylation in 
biochemical phenomena, W. O. K. 

The Non-protein Nitrogen in Goat's Milk. William 
Taylor {Biochem. J., < 1922 , 16, 611 — 612 ).— There was found a 
correlation in a lactating goat between the output of nitrogen in 
the urine and the percentage of non-protein nitrogen in the milk. 
Both seem to be determined by thq amount of protein m^he^fpod. 
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The Excretion by the Gastric Mucous Membrang and the 
Salivary Glands of Alkaloids Administered Subcutaneously, 

Karl Jakob Huber (ArcA. expt . Path. Pharm ., 1922, 94, 327 II 
361). — The literature on the excretion of alkaloids after adminis- 
tration to animals is reviewed. In experiments described, various 
alkaloids were injected subcutaneously in dogs. Atropine and 
eserine were excreted neither in the stomach nor in the saliva* 
arecoline was detected in the saliva, but not in the stomach; 
papaverine and vera trine, on the other hand, appeared in the 
stomach. E. S. 

Permeability of the Intestine to Sucrose. Pierre Woringer 
(Compt. rend. Soc. Biol., 1922, 86, 1093 — 1095). — When either 
mono- or di -saccharides are ingested in quantities exceeding the 
assimilative capacity of the organism, the excess is eliminated 
through the urine. In this case the disaccharides must first undergo 
cleavage into two monosaccharide molecules. The disaccharide, 
however, also appears in the urine as such and can be demonstrated 
by the change in the reducing power of the urine following acid 
hydrolysis. In this way the author shows that, both in dogs and 
in babies, a fixed amount of disaccharide (on the average 1*56% 
and 1*58% respectively) appears in the urine and this is independent 
of the actual amount of sucrose fed or the body weight of the 
organism. This is thought to demonstrate direct permeability of 
the intestinal mucosa to sucrose. Chemical Abstracts. 


Application of the Methods of Correlation to the Study of 
the Urine. Charles Powell White [Lancet, 1922, [I], 202, 
369 — 371). — An attempt to determine the manner in which the 
various radicles in urine are associated in solution by an examin- 
ation of the correlation coefficients derived from existing series of 
analyses of the urine of cancerous persons. As preliminary con- 
clusions evolved from this statistical inquiry, it is suggested that 
(a) sodium, potassium, and chlorine are excreted in association 
with the water and hence through the glomeruli; urea, uric acid, 
and sulphate are excreted independently of the water and therefore 
presumably through the tubules; phosphate, magnesium, and cal- 
cium jnay be excreted by both channels ; [b) the association of 
urea with sulphuric and phosphoric acids demands further investi- 
gation; (c) uric acid may be excreted as calcium and potassium 
urates, but not as sodium urate ; (d) potassium is excreted chiefly 
as chloride; (e) sodium is excreted as chloride, phosphate, and 
splphate; '/) calcium and magnesium are excreted chiefly as 
ohlorides, phosphates, and sulphates ; (g) there are no indications 
of the excretion of alkali salts of ethereal sulphuric acids, 

A. A. E. 


The Relation between the True Reaction oi the Ume and 
the Alveolar Tension ol Carbon Dioxide. Gustav mdkes 
(Biochtm. Z., 1922, 132 , 220— 241).— Parallel observations Have 
been made on the P„ of the urine by a colorimetric method am 
the alveolar tension of carbon clioxide. After a meal, bot cujv 
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aliow. a similar tendency, the P’ omnr a 
two or three hours and the alveolar te S°„f ma f aum after 
rising to a maximum. The form of' the n Z f , Carbon ®«Me 
the diet, flesh diet giving steeper curves than*^ depends on 
It is very.probable tha? the diet, 

stomach is largely responsible for these variSns ^°" ° f the 
muscular activity, and bleeding have their eg c“s tra^nf ’ . sIee P’ 
curves. ° meets traceable in the 

Some New Observations on the Relation w H ' K ' 
Sugar Content of Urine and the Si®,r rt . Ween the Tru e 

D. G. COHBS Tebvaebt (Arch Neerlar!dF nh °f Blood. 

354). — There does not seem to beZy lefrSi 92 ?* 7 ’ 352 - 
between the sugar content of the urine amUtW 1 ^? relation 
following the consumption of quantities of dextrose W 0^’ 

•first*?**, ssvm®. g'% 

1922, iv, 409). — Using the methiri of m fro ® C ^»- Ze»tr., 
1920, i, 459), the authors found in Pab “ w < A - 

total organic acids and in p.hydroxvbutvnV 1 f 1 crease in 

Sufficient agreement was not obtained for fee acids tn 1 ^ “T* 

— UUli» rttkmt diminution tZ SS.** 

tst'isxst* ‘ ‘ dOT h 

Diabetes, (3-Hydroxybutyrie Acid, and Lzevulose A 

536—539) -|M £RR I’ a “ d F ' RaTHERV ( Com P l - rend., 1922,' 175, 
ration ■ ih ■ ® 1 ® e . ren * su 8 ars are not interchangeable in a dlSibetic 
the result J f? 1 ^" structures affect to a considerable extent 
to deal with A simllatl ° n ' The authors consider that it is necessary 
The lhaesrirm of? s P e , clfio , res l ll 1 te to be obtained from each sugar 

of metXr? “ VU| '° Se f Ti shes a remed y £or certain Clarities 

ventin a- j ® cases o£ diabetes, it provides a means of pre- 

When tbn r / e K U u CII !. g the Ration of fl-hydroxybutyrio acid, 
detormin^ a i b -° hyd ^ £e tolerance of a diabetic patient has Been 
DhoxnUt 1 j sufficient to administer lievulose associated with 
f pnates and with vitamin-5 to the ascertained limit. 

A a£d013 of the Pentose in a New Case of Pentosuria'. 

l, e ntL ! RZE '? N J Imia [Biochem. Z v 1922, 132, 135-1 37). -The 
• xcreted in a case of pentosuria in a female was identified 
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as r-arabinose, by means of its diphenylhydr&zone and its phenyl, 
osaaone. •« H. K. 

The Chemical Nature of Toxins and Antitoxins, jj 

Salkowski ( Biochem . Z., 1922, 132 , 84 — 88). — The author recalls 
some unpublished experiments made by himself in *1^96 on the 
preparation of diphtheria antitoxin free from protein. The diph. 
theria antitoxin serum was saturated with sodium chloride, treated 
with two volumes of saturated sodium chloride solution, and tri- 
chloroacetic acid added so long as there was a precipitate. The 
protein precipitate carried the antitoxin down with it. The product 
is filtered off and triturated with water which dissolves the anti- 
toxin. The solution is free or practically so from protein. The 
same procedure has been employed by Blumenthal (Z. Min . Med., 
1896, 30 ) for the preparation of protein-free toxin from the spinal 
marrow of a case of tetanus. H. K. 

Influence of the Sodium-ion in the Production of Tetany. 

Frederick F. Tisdall ( J . Biol . Chem. t 1922, 54, 35 — 41). 

Disodium phosphate, injected intravenously into four dogs, pro- 
duced a condition resembling active tetany in one case and an 
incipient tetany in the remainder; phosphoric acid, on the other 
hand, produced no marked effect. Analyses of the inorganic 
constituents of the blood indicate that the important factor in 
the production of tetany is a disturbance of the sodium-calcium 
ratio. In the case of gastric tetany, however, increase in the 
bicarbonate ion is apparently responsible. E. S. 

The Behaviour of Phenyl-lactic Acid in the Animal 
Organism. I. Y. Kotake and Y. Mori (Z. physiol. CAcm., 
1922, 122 , 176—185). — After d/-phenyl-lactic acid has been ad- 
ministered to dogs, rabbits, or monkeys, their urine contains the 
d-acid, along with the inactive isomeride. With man, on the other 
hand, the /-acid is present in excess in the urine after administering 
dJ-phenyl-Iactic acid. W. 0. K. 

The Behaviour of Phenyl-lactic Acid in the Animal 
Organism, n. Y. Mori (Z. physiol. Ghem:, 1922, 122, 186— 
190).-r-The resolution of phenyl-lactic acid by means of the 
strychnine salt is described, and the following rotations were 
found: d -phenyl-lactic acid, m. p, 124°, [a^ *f20'92°, bphnyl 
lactic acid , m. p. 124% [a] D — 19*86°. After d-phenyl-lactic acid 
is administered to man, phenylpyruvic acid is found in the urine 
along with unchanged material. If the /-acid be admmistered, 
smaller amounts of phenylpyruvic acid are found. With dogs, 
only very small amounts of phenylpyruvic acid are formed from 
either acid. w * °* K - 

The Behaviour of Phenylpyruvic Acid in the Animal 
Organism. Y. -Kotake and Y. Mori (Z. physiol. Chem., mt, 
122, 191— 194).— Both in men and in dogs, phenylpyruvic acia 
is reduced to /-phenyl-lactic acfd, this being found in the unne. 
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The'Behaviour of’PhenylalaninA a • 

Y. Kotake, Y. Masai, and Y Mobi (Z nhvs^n^ 0 r « ani «M- 
195—200). — After the administration of dlTtu^’ 1922 ’ 122 ' 
pbenylpvruvic acid, hydroxyphenylnwntfr! to rabbits. 
„hoi,vl-lacti« wmid, along with d-phSlanine'^rr? 

nd dl-Phenvlalaninpo L* Me ,ou n d in the 


■*, ^[-Phenylalanines can all be oxi^d by Z 


r — v j, v ^ 

phenyl-lacti* Acid, 

urine. d- f and %«y-*aawijri»i«i ( iime8 c, 

animal organism to phenylpyruvic acid, w ^ “■ 

was''? t* ■*» 

Okagawa (Z. i%su>?. Chsm. t 1922, 122 ‘ o 0 LSf K n f nd M * 
small quantities of hydroxyphenyUactic acH a r P f J 7, y ver >’ 
much larger amounts of hydroxvDhenvInvrm ■ 0t l ld a on o with 
of rabbits after administration Tl U^TZ^ I? the 
could be obtained that hydroxyphenyl-hutic acid o« ?° evidencc 
into hydroxyphenylpyruvic acid ‘ * !ld Can b ^ c, “ d 

The Asymmetrical Reduction of Ketonic 
Corresponding Alcohols in Organs V \5v^ A , d ? n 40 tIle 

(Z. physiol. Chem., 1922, 122 20fJ5pn —Ph^°^ 1 and . Kanai 
hydroxyphenylpyruvic acid arc reduced 'b/th^l v^Hd^' 1 “I 
spleen to 1-phenyMaetic acid and ^ 

W. 0. K, 

? r ,, h y d f ox yP hen y , P>Tuvic acid in the urine than hi 
the absence of the staimng. Vital staining, therefore am*!™ n 

Snlrili 6 03adatl , ve deamination of amino-acids. It ^inhibits 
the oxidation of phenylalanine to tyrosine as shown by transfusion 
experiments on the liver after death. On the other to,,,) f j,. 
production of acetoacetie acid from phenylalanine is not interfel!d 

W. 0 . K. 

ac^A^d^ 6 Researches on the Production of Aceto- 
“ d , p“ d fron ?; tf - aad (-Phenyl-lactic Acids and from d- 
y Moritz 03 ?P^ n ^' 4actlc Acid In the Surviving Liver. 

SJS? if 1922, 122, 225-229).-d/.Hyclroxy. 

L f!? haa boen resolved through its morphine salt, 
m ^ ,oo ns o tante have bcen found: d-hydroxyphenyl- 
On tr/i 5 t 18 ’ 87 ; Mydroxyptenyllactic add , -18-92°: 

lapfin Q n ? ] uaoa through the liver of a dog, bjth forms of plienyl- 
beinp rt &Ve nSe to sma11 amou nts of acetoacetie acid, the J-fdhn 
virltL Ue m ?i re e ^ ective - ** Hydroxyphe nyl - lactic acid likewise 
a small amount of acetoacetie acid, the d-form, none at all. 

W. 0 . K; 

Do? 6 ^ r °^ uc ^ ou Urocanic Acid from Histidine in the’ 

122 !a2^ftHoQ TAKE an $ Koni^ki (Z. physiol. Chem ,, 1922; 

>%c — Urocanic acid can be isolated from the urine of 
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a dog after the administration of histidine either by thp mouth or 
by subcutaneous injection. No urocanio acid, was found after 
the administration of glyoxaline-lactic acid. W. 0. K 

The Deaminating of Tyrosine in the Animal Organism 
Y, Kotake, Z. Matsuoka, and M. Okagawa (Z. physiol. Chm 
1922, 122, 166 — 175).— In the urine of a rabbit to which {-tyrosine 
had been administered, Z-hydroxyphenyl-lactic acid and hydros v 
phenylpyruvio acid were found, and also a small amount of dl 
hydroxyphenyl- lactic acid ; whilst, after dl - tyrosine had been given" 
hydroxyphenylpyruvic acid, Lphenyl-lactic acid, and d-tyrosine 
were found. Phenol is also present. W. q £ 

The Deamination of Amino-acids and the Reversible 
Transformations of the Products so arising in the Animal 

Organism. Y. Kotake ( Z . physiol Chem ., 1922, 122, 241 

244). — summary of the work of the author and his collaborators 
on this subject (of. preceding abstracts). q ^ 

Formaldehyde in the Urine after Administration of Hexa- 
methylenetetramine. Kurt Vorr (Arch. expt. Path. Pham * 
1922, 95, 124— 128).— Formaldehyde may be detected in the urine 
after the administration of hexamethylenetetramine, but its presence 
has not been established in blood or other body fluids. W. 0. K. 

Physiological Researches on Vitamin-B and Water- 
soluble Biocatalysts. G. J:son Blohm, C. G. Santesson, and 

H. von Euler (.4rHv Kem . J fin. Oeol, 1922, 8, No. 13, I 27). 

Various preparations from yeast and malt which accelerate the 
growth of yeast lower the blood-pressure if injected into rabbits, 
reduce the pulse-rate, and also affect the breathing. They are, 
however, only very slightly less active as biocatalysts after in- 
activation by heating, except in the case of particularly pure pre- 
parations where the difference is more marked. W. 0. K. 

Chloroform in the Blood after Death. C. S. Gibson and 
P. P. Laidlaw {Guys Hospital Reports , 1922, July, 3o9 — 366). — 
Estimations of the chloroform in the heart blood of rabbits killed 
by an overdose of chloroform show a larger amount a few days 
after death than at death, an increase apparently due principally 
to the passage of liquid from the vascular system after death. 


Chemistry of Vegetable Physiology and Agriculture. 


Tie Mechanism of the Reversal in Reaction of a Medium 
wSifch take s place during growth of Bacillus diphtheria. 
Charles George Lewis Wolf ( Biochem . J .> 1922, 16, 541--o47).— 
The reversal of reaction from Acidity to alkalinity in carbohydra e- 
fr^e* media caused by the growth of BdciUus diphtheria is u 
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partly to the production of volatile acids. These acids are con- 
verted into carbonates when the medium becomes more alkaline. 
Organic acidB such as malic and succinic acids are also utilised to 
produce carbonates. Formic acid is not formed as an intermediate 
product. S, g. 2. 

Decomposition of Citric Acid of Cow’s Milk by some 
Bacteria* Heinrich Kickinger {Biochem. Z, t 1922, 132 
210 - 219 ).— The citric acid content of milk is unchanged when 
the milk is boiled or pasteurised, but falls off on long keeping. 
Id fractionally sterilised milk, the citric acid content falls off during 
the first day but remains constant after the third sterilisation! 
This is not due to lactic acid forming bacteria but to peptomsing 
bacteria {BaoiUus mbtilis, Proteus vubjms). H. K, 

Influence of Radioactive Substances on Acetic Ferment- 
ation. Labobde, Jaloustre, and M. Leulier {Bull Soc. Chirn. 
Biol, 1922, 4, 415 — 418). — ^Th.c acetic fermentation of wine is a-t 
fet accelerated and later retarded by the addition of mesothorium 
in amounts not greater than that equivalent to one micro-gram of 
radium bromide per 100 c.c. Concentrations of thorium-X greater 
than this completely stop the fermentation. E. S. 

Action oi Ultra-violet Rays on Saccharomyces c erevisiw. 
Uomolo de Fazi and Remo de Fazi [Giorn. Chim, Ind. Appl, 1922, 
4, 46£— 464).— The results previously obtained (A., 1916, i, 236) 
hare been confirmed in a large scale experiment on a brewery 
wort. T. H. P. 

Activators of Fermentation. Ernst Llndberg [Biochm. 

; & , 1922, 132, 110— 134).— The accelerating influence of yeast 
water, yeast co-enzyme, and milk has been determined on washed 
and unwashed dried yeast ; and also the influence of abiotic acid, 
amyrm, and cholesterol. The former group accelerate the fer- 
mentation but the latter are without action. Pyruvic acid is 
fermented more rapidly than dextrose but lactic acid was practic- 
ally untouched. H. K. 

Behaviour of some Amino-acids towards Oxygenated 

Yeast. Fritz Liebex {Biochem. Z., 1922, 132, 180—187).— 
Ymik? lactic acid, amino-acids are not quickly destroyed _• by 
oxygenation of their solution in presence of yeast-cells. H. K. 

Further Experiments on the Destruction of Lactic Acid 
ky Yeast. Otto Eton and Fritz Liebex [Biochem. Z., 1922, 
132, 165 — 179 . cf. this voi., i, 602).— The disappearance of lactic 
a< ad observed on shaking yeast suspensions in a current of oxygen 
could not be attributed to the formation of simple derivatives such 
as acetaldehyde or (J- hydroxy butyric acid, etc.; half of the carbon, 
w the lost lactic acid does, however, appear as carbon dioxide, 
other half possibly being utilised'in the building up of tissue’ 
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The Chemical Composition and the 
PmuPPE Malvbzin (Ann. Ch\m. Analyt., 1922, % 298 301).— 
The fact of a substance being capable of exciting the sense of smell 
is attributable to the presence of certain chemical groups in its 
molecule which by analogy to chromophores are Wed osmo- 
phores Thus the groups -CHO, *<W, " N0 2 ■» ««Jophm 

which when attached to the benzene nuoleus give rise to the odour 
of almonds. Similarly, the traces of ethers, esters, and other 
odorous substances which are slowly formed « ™es on keeping 
exert a marked effect on the odour of the wine, and owing to the 
extreme sensitiveness of such organoleptic tests, it is possible to 
detect the presence of combinations of osmophores, as, for example, 
and^-CHj in ethyl acetate, an important constituent of 
matured wines, when ordinary chemical teste would ^ 

The Influence of the Constitution of Nutritive Media on 
the Composition of Aspergillus niger. ^MLE F. bum, 

r Wukmser, and J. Montane (Compl. rend., 1922, 175, 541- 
5441 -The nitrogen content of Aspergillus mger decreases during 
the course of development, does not vary with concentration of 
nitrogenous food, and decreases considerably in media neh m 
sugar with the exception of young cultures which increase in 
nitrogen content with increasing concentration of available carbo- 
h vdrfte The substitution of urea or sodium nitrate for ammonium 
y - ■ • • t he nutritive medium scarcely modifies the quantity, 


:ulphate in 

in the suga/exert tittle influence except tor the lo wer v alu es ob- 


that of peptone or guanidine considerably 


t‘ a i n ed in'presence of galactose. When nitrogen is absent from the 
culture medium, the nitrogen content is considerably lower. ^ 

Fermentation of Pentoses by Moulds W. H Petebsox 
F ’R Frfd and E 0. SCHMIDT {J. Bid. Chem., 19J-, 54, W- 
^x^lout of twnty-fivc species of moulds investigated, sixteer 

Aspergillus were especially active in g ther Pe»i<* 

Pentium glaucum 

small quantity of a non-volatile acid appeared E S. 


tj™ and Urease in Fungi* A. Uoris and P* Costy \ 0 -^ 
r«S., 1922, 175, 539-541;$ Ooris and « 

-The results of a considerab c nuTnUu ofc o pe ^ ^ 

nrnoln is present in almost all the higher tungi. 
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in which the ferment is absent or is Dreamt mi., ; 
quantity, urea is found in variable percentage in fhe myeehum ^ 

H. J. e! 

The Relation between the Colloidal State and the Ph™ n 
logical Functions of Protoplasm. Ren£ WcRMSER^and’ 
Raymond Jacquot ( Compt . rend., 1922, 175 782-7841 o™ 
weed, when heated for two minutes in sea-water, undere^t 
greater reduction m its assimilative than in its respiratory function 
the excess of disengaged oxygen over absorbed oxygen decrees, W 
and eventually being reversed with rise of tem^ature ^ 
respiration effect was also determined in darkness, thus excluding 
assimilation, and was found to be small in comparison with the 
latter, although, its rate of diminution with rise of temperature is 
considerably less. H J E 

The Effect of the Reaction of a Nutritive Solution on Ger- 
mination and the First Stages of Plant Growth. Ralph M 
Hlxon [Mead. A. Vrtenskapsakad. Nobel-Inst., 1922, 4, No. 9 
1- 28). — To study the effect of hydrogen-ion concentration on 
the germination of seeds and the early growth of plants, experi- 
ments were made with peas, cereals, and carrots. The nutritive 
olution used was Tollen’s solution, of which the P n was varied 
is required by the addition of hydrochloric acid or sodium hydr- 
ide; other experiments were made with tap water and with 
terilised agar. Germination took place over the wide range of 
\ 4 to 7-6 with only slight variation at the two extremes, but 
n the middle part of the range there was a point where the rate 
if germination was a minimum. TIus point was at P u 5*0 for peas, 
h 6 0 for maize, wheat, and oats, and P H 5'5 for carrots. On 
he other hand, the root growth of carrots was a maximum at 
his critical point at the end of the tenth day. The author is 
iclined to interpret the critical point as that of greatest efficiency 
nd the point of normal growth. It is difficult,' however, to define 
standard for normal growth. There is always a tendency, when 
plant is growing in a solution with a P R value lying towards 
ne extreme, for the plant to modify this value towards one lying 
etween P u 5 0 and 6’8. These and other observations by different 
uthors indicate an ionic equilibrium between the roots of the 
jant and the salts of the solution. The greater rate of germination 
1 seeds in solutions with P n values lying on either side of the critical 
alue may be due to the stimulating effect, in small concentrations. 
f toe two toxic ions H + and OH~. E. H. R. 


Some Relations of Arsenic to Plant Growth. I. John 
tewaet {Soil Sci ., 1922, 14, 111—118).— The solubility of lead 
rsenate in solutions of salts, comparable to those existing in the 
solution was determined. In water, the solubility was three 
srts per million. This figure w r as scarcely affected by the presence 
neutral sulphates and nitrates but was markedly increased by 
Ciu salts and salts hydrolysing in* solution to give an alkaline 
action. The solubility of lead arsenate in soil is roughly pro- 
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portional to the amount of soluble salts in the soil, with the exception 
of alkali soils where the figure is lower than would be expected’ 
The presence of carbonate, hydrogen carbonate, and potassium 
ions appears in most cases to facilitate the solution of lead arsenate 

A, G. P, 

Some Relations of Arsenic to Plant Growth. II. John 

Stewart and Edwin S. Smith (Soil Sci. t 1622, 14, 119—126).- 
Crops were grown in soil to which varying amounts of disodiun 
arsenate were added. Distinct evidence of stimulation in low 
concentrations was observed, although no decisive infonnatior 
could be obtained from the dry weights of crops obtained. Highei 
concentrations of arsenate proved injurious. It is suggested thai 
the accumulation in the soil of arsenates from sprays may b< 
beneficial, since the solubility of lead arsenate in the soil solutioi 
is sufficiently small to prevent the concentration of arsenic reachim 
the toxic dose. A. G. P. 

Hippuric Acid and Urea as Nutrient Materials for Plants 

Th. Bokokny ( Biochem . Z., 1922, 132, 197— 209) .—In highei 
strengths than 0’09%, hippuric acid is toxic to plant-cells, urea al 
1 % being harmless. H. K. 

The Influence of Sucrose on the Greening of Etiolated 
Cotyledons at Various Stages of Germination. (Frl.) S 
Mansky (Biochem. Z 1922, 132, 18 — 25).— The etiolated embryos 
or shoots of the pumpkin were grown in the dark and then expose 
to sucrose solutions of different strengths and at different period 
of growth, in sunlight. There is a minimum concentration ol 
sucrose which favours chlorophyll formation, an optimum and f 
maximum concentration, and each of these depends on the ag< 
of the embryo. H. K. 


What Becomes of Carbohydrates when the Leaves of Tree* 
Die ? Raoul Combes and (Mlle) Denise Kohler (Compt. rend. 
1922, 175, 590 — 592). — When the leaves turn yellow and die oi 
the trees the amount of soluble carbohydrates decreases by aboul 
one-half during the change. Leaves which have been plucked an< 
subsequently undergo the change of colour also diminish in car bo 
hydrate content, but only by one-third. In both cases the insolubl 
easily hydrolysed carbohydrates increase in quantity ; this is du 
to a transformation of the less easily hydrolysed polysaccharide 
iftto those more easily hydrolysed. These conclusions are draw 
from a study of the leaves of Fag us sylvaiica and (Esculus hippt 
castknnm, both of which species give analogous results. H. J. E 


Changes which Occur in the Pectic Constituents of Store 
Fruit. Marjorie Harriotts Carr£ (Biochem. </., 1 

704 — 712).— Pectin reaches a maximum during the process of npei 
ipg and then gradually falls as the fruit (apple) becomes over-rip 
Th6 £ate of picking of the fruit has no effect on the developyei 
of the pectin in either cold or ordinary store. Protopectin 
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njfcor of soluble pectin— can be estimated by hydrolysing the 
•Hue with A T /20-hydrochloric acid alter the soluble pectin has 
eS n extracted and utilising the. calcium pectate method. Pre- 
* inarv work suggests the existence of a definite relationship 
JJSjJLj th« •quantities of soluble pectin and protopectin con- 
T fa that the production of soluble pectin is due to enzyme 
** There is a -possibility of the existence of a third soluble 


, ; , n There is a possibility i 

action. r g. z 

pectin. 

rhemical Constituents of Green Plants. XXI. The Non- 
• 4lnrft of Crassulacese Malic Acid. Hartwig Franzen and 
*5? OSTERTAG (. Z . physiol Ckem., 1922, 122 263-297) .-It 
kU ^at the third optically active form of malic acid, said to 
l fP f in firvovkyllum, Crasaula arbor escens, Eckemia, secunda glauca, 

M other plants, does not ready exist. A review of the literature 
m \ that it is really an impure form of ordinary* malic acid, 

W investigation on the acids of Echeveria has shown that the 
ritv which has been responsible for the erroneous conclusion 
Simolecular anhydride of mahe acid. 

co 2 h-ch 8 -ch<^>ch.ch^o 2 h. 

V Whence of this has been shown by using the ester-hydrazide 
Shod previously employed. Besides this anhydride, and much 
Till (he presence of traces of succimc acid and possibly of 
S Sta b£? demonstrated by the same method. W. 0. K. 

Carrageen (Chondrus crispus ). HI, The Constitution of 
te Cell-wall- Barbara Russeix- Wells (Biockem. J 922 

lie -70 -586) —The chemistry of the hot and cold extracts of 

naaccn ais prepared by Haaa" and Hill and by Haas (A 1921, >, 

9) was Studied. Both extracts contain pentose radicles and 
Mum and ammonium ethereal sulphates. The ash also contains 
imm magnesium, sodium, potassium, and traces of iron. Pectre 
Salient tom both extracts. ThecoMextract—a 
iialmhle organic substance. On oxidation the cold ana 
stracts yield mucic, oxalic, and tartaric 
te oxaUc acid is derived from the cold than from the hot extract 
The extracted residue of carrageen contains cellulose There arc 
.hfations that Ceramium ruhrum also contains ethereal sulphates. 

Botanico-chemical Notes. Edmund 0. vox Lippmasn 
■22,55, [Bl 3038 — 3041). — During an exceptionally wann summe^ 
ups of nectar feU from the garden foxglove which sobdihcd 
adily and contained large quantities of sucrose. 

Trehalose has been isolated from a sample of wild gte 

An exudation from the stems of a quince tree which 
lamaged bv smoke and was nearly dead consisted o ’ 

diite gum which was very rapidly *nd almost comple y y , 
by dilute acid with production of r-galactose, 
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Malic, citric. tartaric, and succinic acid have been isolated from 
the berries of the mountain ash ; the nature and relative amounts 
of the acids appear to depend on the variety of berry and the 

degree of ripeness. * H. W. 

• • 

The Relation between Anthocyanin and Oxydases. Marcel 
Mirande (Compt. rend., 1922, 175, 595 — 597).— The development 
of colouring matter in scales from bulbs of Lilium candidum and 
L . martagon on exposure to light depends on an oxidising action. 
The presence of an oxydase in the scale is shown, but it is confined 
to that portion in which the anthocyanin is formed or which is 
capable of formation of anthocyanin. H. J. E. 

The Relation between Tissue-acidity and the Presence of 
Anthocyanin in the Scales of Lily Bulbs exposed to Light. 
Marcel Mirande (Compt. rend., 1922, 175, 711—713; cf. this 
vol., i, 1100, and preceding abstract).— Scales from bulbs of Lilium 
candidum and L. martagon when detached and exposed to light 
undergo an increase in acid content which is due partly to the 
fracture and partly to the acidification which is correlated with 
pigmentation. The author has shown that an oxydase is present 
but that its distribution is limited to those cells in which the 
pigment is formed, whilst acidification occurs at all points. If 
the oxydase is a factor in the acidification which accompanies 
pigmentation, this is clearly differentiated from the general develop* 
ment of acid ; if not, its only function appears to be the part played 
in anthocyanin development. The conclusion is drawn that this 
work confirms the author’s statement that oxidation is a factor in 
anthocyanin synthesis. H. J. E. 


The Transformation of a Chromogen of Yellow Flowers of 
Medicago falcata under the Action of an Oxydase. St. 

Jonesco (Compt. rend., 1922, 175, 592 — 595). — An alcoholic extract 
of the yellow flowers of 31. falcata gave a clear liquid of an intense 
yellow colour, and a series of tests showed that the pigment was 
of the flavone type. Reduction of the pigment by nascent hydrogen 
gave a colourless solution, but the action of the oxydase obtained 
from 'Rustula dHica resulted in the production of a substance of 
the same colour as the violet flowers of M. falcata, which responded 
to teste in a manner characteristic of anthocyanins. Similar results 
are. obtained by oxidation of the yellow pigment with hydrogen 
peroxide and the author concludes that oxidation of the ebromogen 
reads to its transformation into an anthocyanin pigment. 

H. J. F. 

The Phytosterols of Ragweed Pollen. Frederick W. Heyl 
(J.Amcr. Chem. Soc ., 1922, 44, 2283— 2286).— From the unsapom- 
Jfchte fraction of the ether extract of the pollen of ragweed, Ambrosia 
w/fapttiei folia, L.,' the author has isolated a new phytostero, 
tefao&rd, C w H m O, m. p. 147—149°, giving an acetate, m p*. ll-~ 
rm in addition , this fraction contains $. phytoetcrol, 4?/% > 
m. jf.* 147-5— 148°, and considerable amounts of a more 
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oxygenated substance* probably an oxyphy tosterol) Appreciable 
quantities of the -higher homologues of the methyl 'alcohol series 
of which cetyl and octadecyl alcohols were identified, and traces 
of a hydrocarbon were also found. q 

* 0 

The Presence of Aucubin and Sucrose in Seeds of Rhin- 
\nthu8 Crista- Oalli f L. Marc Bridel and (Mlle) Marie 
Bjaecke (Compt. rend., 11)22, 175, 532—534; cf. A., 1921, i, 
140).— Aucubin and sucrose were obtained in pure crystalline 
•ondition from the seed. H. J. E. 

Nitrogenous Metabolism of Higher Plants. III. The 
Effect of Low-temperature Drying on the Distribution of 
Nitrogen in the Leaves of the Runner Bean. Albert Charles 
Ihibnall (Biochem. J., 1922, 16, 599— 607). — On drying the leaves 
if the runner bean at a low temperature, some of the protein is 
lutolysed with the production of water-soluble nitrogenous products 
vhich chiefly consist of ammonium salts, asparagine, and amino- 
icids. The reduced protein is, however, not appreciably changed 
n character. The dried leaves contain enzymes which are activated 
jy water. The presence is indicated of an asparaginase which is 
activated by the addition of water and under the specified con- 
litions manifested marked synthetic activity. S. S. Z. 

Nitrogenous Metabolism of the Higher Plants. IV. Dis- 
ribution of Nitrogen in the Dead Leaves of the Runner Bean. 

Albert Charles Chibnall ( Biochem . J., 1922, 16, 608—610).— 
<br comparison with the seasonal variations previously described 
this vol., i, 908), the nitrogen content of, and its distribution in, 
;he dead leaf of the runner bean killed by a frost in the twenty- 
ourth week of its life is given. S. S. Z. 

Application of Bourquelot’s Biochemical Method to the 
Envestigation of Sugars and Glucosides in some of the 
Icrophulaviaceae. (Mlle) Marie Braecke { Bull . Soc. Chim . 
Biol, 1922, 4, 407—414; cf. A., 1915, i, 631).— Niue plants were 
nvestigated and all were found to contain sugars hydrolysable 
by invertase and a glucoside hydrolysable by emulsin. in the 
iases of Pentstemou hybridus t Collinsia bicolor , Benth., Pentetemon 
harbatuSy Roth., and Freylinia cestoidcs , Colla, the glucoside appears 
to be identical with aucubin (cf. this vol., i, 209), although in the 
three last plants other principles decomposable by emulsin are 
probably also present . E. S. 

The Presence of the Glucoside of an Essential Oil in the 
Leafy Stems and Roots of Sedum telephium, Linn. MArc 

Bridel (J. Pharm . Chim., 1922, [vii], 26, 289— 298).— Bourquelot’s 
biochemical method reveals the presence in the leafy stems and 
roots of Sedum telephium, a glabrous plant growing in the Vosges 
and elsewhere in France, a glucosidal principle giving on hydrolysis 
by emulsin an aromatic .substance having an odour of roses. So 
far .the glucoside has only been obtained in an amorphous cpn* 
ditio^. It is soluble xR water, alcohol, acetone, or chloroform. 
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Its aqueous Solution reduces Fehling’s solution, 1 gf am 1 being 
equivalent to 6-103 gram of dextrose. It has [*] D ~28-57 J . On 
hydrolysis with sulphuric acid, an aromatic substance having an 
odour reminiscent of eucalyptol or terpineol is produced. The 
difEerent substances produced by the action of emulsin*ahd sulphuric 
acid, respectively, might indicate that the fermentation product is 
a substance related to geraniol, which, as is known, gives terpene 
derivatives by the action of sulphuric acid. The reducing sugar 
was identified as dextrose. G. F. M. 


Carbon Monoxide in Tobacco Smoke. Henry E. Arm- 
strong and E. V. Evans {Brit. Med. J. } 1922, (I), 992 993).*— 
Hydrogen sulphide and carbon monoxide are present in tobacco 
smoke in minute amounts. The carbon monoxide was estimated 
in a Bone and Wheeler apparatus, or by Gautier’s method, and 
found to vary with the rate of smoking, being the greater the 
more rapidly air is artificially drawn through the glowing tobacco, 
the length and temperature of the glowing portion being thereby 
increased. Cigarettes, smoked normally, yield a smoke containing 
0.6_().88% of carbon monoxide, pipes from 0-7— M4%, and 
cigars from 6—8% (when smoked quickly). As regards cigars, 
the results are little affected by make or quality, closeness of 
packing and rate of smoking being the determining factors. 


Differences Effected in tbe Protein Content of Grain by 
Applications of Nitrogen made at Different Growing Periods 
of the Hint. W. F. Gericke (Soil Sci . , 1922, 14, 103—109).— 
Pot cultures of various cereals were fertilised with sodium nitrate 
periodically during the first three to four months after sowing, 
In general, the later the application of nitrogen was made the 
higher became the protein content of the matured gram. The 
relative variations of protein content produced depended on the 
length of the normal growing penod of the plant. Thus no differ, 
enoes were produced by fertilisation during the dormant periods 
of growth of winter wheat and, to a lesser extent, of rye. The 
hardness of the wheat grains followed the increased protein content 
from a soft seed wheat the whole range from a typically soft to 
a typically hard grain could be produced according to the penod 
OTLSTe added. The size of the grams vaned but 

little. 

of Phosphorus. F. RogoziNSKI ( Bull . Acad- 
(B1 No 5 . «-W-In the milling by-products 
of the cereals, 16-^35% of the phosphate is pw*Mrt “ ^ndfog 
fptm, whilst in the residues from oil- bearing s , ,1 ma j 2 e 

& is 50-82%. Most of the soluble phosphate of the rnaiz 
k«md, inclucBng all the phvtdn phosphate is present tint theg 

Ke^Tiprouted malt, the inorgamophosphate ^foundM 

iko&ut (Im expense of the.phosphorus ^ P. ^ alter 
phy^ thTphytin phosphate appeal, to be stored m tn r 
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portion of -the wheat *kerneL Rye bran is compara lively W in 
phytm phosphate but rich m inorganic phosphate./ For the LJ 
paration of phvtic acid wheat bran, rice fodder, and rape Z7 
cake are the only considerable sources. Coconut press cake hZl 
high contend phytin, and a low content of phosphate whilst 
the reverse is true for palm nut press cake. It was observed in 
the case of the wheat kernel that all the inorganic phosphate is 
soluble in water, and is present as potassium phosphate. This 
appears to be the case also in other seeds. Chemical Abstracts. 

Absorption (by Soil) of Ammonium Ions from Solutions 
of Ammonium Salts and the Effect of Electrolytes thereon 

B. Aarnio (Z. Pflanz. Diing., 1922, [.4], 1, 320-325).-Thc 
absorption by soil of ammonium ions from solutions varies accord- 
ing to the ammonium salt used for the experiment, being approx- 
imately the same for ammonium chloride and ammonium sulphate, 
but greater for ammonium hydrogen phosphate. The effect of the 
addition of electrolytes on absorption from ammonium sulphate 
and ammonium hydrogen phosphate solutions was also studied 
In most cases, absorption is decreased; hydroxyl ions, however^ 
cause increase in absorption. It is held that absorption is’influenced 
according to the effect of the substances present on the degree of 
dispersion of the absorbent. Electrolytes which flocculate soil 
decrease absorption, whilst, where a dispersing effect is exerted 
absorption is increased. Soil consists both of positively and 
negatively charged particles and anions are absorbed to some 
extent as well as kations. G. W. R, 


Some Investigations on the Electrical Method of Soil 
Moisture Estimation. Thomas Deighton (J. Agric. Sci ., 1922, 
12, 207 230). — The method examined consists of measuring the 
resistance between carbon electrodes pressed into the soil to a 
measured depth. 

It is shown that the resistance measured is the mean resistance 
of a volume of soil rather larger than a sphere of which the 
two electrodes are the poles. The limitations of the method are 
discussed, and a mathematical investigation of the path of the 
current in the soil agrees well with experimental data, * 

From a consideration of a number of moisture-resistance curves, 
i is concluded that with moisture contents greater than 10%, 
be resistance varies inversely with the square of the moisture 
content. With less than 10% of moisture, one or more irregularities 
appear in the curves, depending, it would seem, on the physical 
con tions of the soil colloids. The possibility of determining, by 
18 me ^°d, the depth of water tables in arid lands is indicated. 

A. G, P. 

CoUoids * Neil E. GobdO'N ( Science , 1922, 
voi iino\ ' , e ftU Jh° r disagrees with Whitney’s theory (this 
fernno t regarding tne mode of formation of soil colloids, pre- 
the process as bfcing based largely on cb^ihical 
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raajfKobs. AUny soil particles are hydrated silicates* coAtainim 
pwying amounts of aluminium, iron, silicon, sodium, potassium 
calcium, magnesium, and other elements in smaller quantities 
they are surrounded by an aqueous film, the salts in the outei 
layer being subjected to constant hydrolysis. The hydrolytic 
products of the soluble compounds are partly dissolved by the 
film, and partly adsorbed by the insoluble products of the iron and 
aluminium salts which form a gel casing. Percolating rain-watej 
removes part of the soluble salts, thus destroying the Balt equilibrium 
between the water film and the gel, and releasing some of the soluble 
adsorbed salt to the water film, with eventual peptisation of the 
gel. The latter, in the course of percolation, may again be coagu- 
lated, whilst the soil particle is again exposed to hydrolytic action 
There is experimental support for this view of the origin of soij 
colloids. A. A. E. 

Absorption of Water by Soil Colloids. W. 0. Robinson 
(J. Physical Chem ., 1922, 26, 647 — 653), —Samples of colloidal 
matter extracted from thirt} T -four soils, which differed in texture 
origin, mode of formation and chemical composition, showed a 
relatively constant absorption of water. The soils examined 
included loam, clay loam, silt loam, sandy loam soils, and subsoils. 
The extreme absorptions were (>240 gram and 0-348 gram of water 
per gram of colloid and the moan value was 0-298. It is suggested 
that the colloidal matter in a soil might be fairly closely estimated 
by determining under certain conditions the water absorption of 
the soil and dividing the result bv the average factor 0*298. 

J. F. S. . 

Occurrence of Sulphate Reduction in the Deeper Layers 
of the Earth. C. A. if. von Wousoosk KOhk ( Proc . K. Acad. 
WHensch. Amsterdam , 1922, 25, 188— 198).— A number of samples 
of soil (peat, clay, and sand) taken from nine new wells in the 
Amsterdam district have been examined for the presence of the 
sulphate reducing organism Micros pira desulfuricans by placing 
small portions in a solution containing 100 tap-water, 0-5 sodium 
lactate, 0-1 aspargine, 0-5 hydrated magnesium sulphate, and 0-001 
hydrated ferrous sulphate at 25°, In every case, after two to twenty' 
days the reduction of the sulphate was evident by the formation 
of ferrous sulphide. Consequently the grey colour of the sand 
and the blue to bluish -black colour of the clay point to the sulphatq 
reduction occurring at depths from 10 metres to 34-50 metres. 
The bacteria have been isolated and counted and shown to be 
fact^tative anarobic organisms. The transformation of sulphate 
into ferrous sulphide by Microspira desulfuricans explains the partial 
or total absence of sulphuric acid from deep dunawater. J . F. S. 
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